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Vuusepsuineiti y beoipagy
YE EnexifipoiiexHu4ku gpaxyriieit, beoipag

i OcHunay: Pedyonuxa deuja
Hossony sa pag dpoj 612-00-02666/2010-04 og 10. geyemdpa 2010,
iogure je usgano MurucilapcitiBo BpoCBLiie it Hayke Peiiydnune Cpéuje

amcamr 20V

/

Muman, [paian, Jauiuh

poken 3. HOBGMCS}JI:GI 1990. iogure y IMapahury, Peiydnuxa Cpouja, yAuCaH HIKOJICKE
2009/2010. fogune, a gana S. jyna 2013, ioguHe 3a8pLiL0 je 0CHOBHE AKAGemOKe citiyguje,
fpaoi ciliediend, Ha ClAYGLcKoM Opoipamy EAexmupoiiexHuKa i payyHapcuiso, 00uUMA
240 (gsecitia veipgeceinr) 6ogosa ECITE ca lipoceHOM OLeHOM 9,93 (gesetw u 93/100).

Ha ocroy foia usgaje my ce 0Bd gUILIOME 0 CIHEYEHOM BUCOKOM 00PA30BArLY U CLGPYHHOM HA3UBY

— \ —_— —_— e
GJUUTOMUPAHU UHMHEHep CACKULPOULEXHILKE U padyHapCcuiBa

Epoj: 1774200
¥ Beoipagy, 19 wosexdpa 2013, iogiuse H .

Hewan Pexaiop

7] 1% ITpoch. gp Bragumup Bymdausupenuh \

. 00017866



Peuydnuka Cpduja

Yuusepsuiieii y Beoipagy
YB_ Enexitipoitiexnutky dhakynitieiss, beoipag

Ocxusay: Peaydmuxa Cpluja
Hozsony sa pag Spoj 612-00-02666/2010-04 og 10. geyemdpa 2010
ingrene je usgane Munuci@apciiao Gpocseiie u nayie Pedydnure Cpduje

Murmwan, [Jpaiat, [Jauiuh

polien 3. nosemdpa 1990. iogune y Hapahuny, PedySnuxa Cpduja, yiiucan uikoncke
2013/2014. togune, a gana 16. jyna 2014. iogure .aaapmun-je Maciiep akagemcxe
ciliyguje, gpyioi ciiefiena, Ha citiygujckom Apoipamy Exextipoiiiexnuka U payyHapciipo,

oduma 60 (wesgeced) dogosa ECITS ca upoceunom ouerom 10,00 (geceia 1 0/100).

Ha ocnosy fiola usgaje my ce oBa guinoma o cilieyeHoM BUCOKOM 00PA30BAILY 1 AKAGEMEKOM HA3UB,

Mactuiep uH¥cerbep enexKiipolilexHuKe u pa1yHapciiba

EBpoj: 3427800
¥ Bevipagy, 20, janyapa 2015. foguie

Jexan g Pexitiop

:?QFP m Tpods. gp Braguaiep bymSaunpenuli
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YHuBep3urteT y beorpagy ®UM3MYKU GAKYNTET
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YHUBEP3IUTET ¥ GEOTPARY

SH3IHUKHKH PAKYJITET
s 177/10
259 20/9 v

.:ﬂ'ﬂl'u CYYAENTCOM TPI @ B
N SAX ¥4

Ha ocHOBYy 4naHa 29 3akoHa 0 OnwWTeM ynpaBHOM NOCTYNKy («Cay6eHn rnacHuk
PC» 6poj 18/2016 n 95/2018), u unana 149 Cratyta YHuBep3utera y beorpaay - ®u3uukor
$akyntera, no 3axresy MU/bAHA [IALLMRA, macTep uUHXerepa eNeKTpoTeXHUKe, n3aaje ce
cnepehe

YBEPEMWE

MW/bAH JALLUWTK, mactep MHXerep eneKkTpoTexHuKke, aaHa 23. centembpa 2019.
roauHe, oabpaHuUOo je AOKTOPCKY AUCepTaumjy Nos Ha3uBOM

»MODELING THE BEHAVIOUR OF CONFINED DIPOLAR AND IONIC SYSTEMS*

(,MOLENOBAHE NMOHALLAHA MPOCTOPHO OTPAHUYEHMX AUNONHUX U JOHCKMX
CUCTEMA")

npen Komucujom YHusepsuteta y beorpagy - ®usmnukor dakynrterta, u Tume UCNYHUO CBe
ycnoee 3a npomoumjy y AOKTOPA HAYKA — ®U3MUYKE HAYKE.

YBepere ce U3/aje Ha IMYHU 33XTeB, a CNYXKU Paau peryancarba nNpasa us pagHor
OAHOCA W BaKW A0 Npomoumje, OAHOCHO f06Wjatba AOKTOPCKE ANNIOME.

YBepere je ocnoboheHo nnahaka Takce.
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IEEESTEC Student project conference (2014)

Danijel Dankovi¢

Sedma studentska konferencija “IEEESTEC 7th Student project conference” odrzana je 27. novembra 2014. godine na Elektronskom fakultetu
u Nisu (http:/ieee.elfak.niac.rs/). Konferenciju su organizovali studentski ogranak IEEE SB Nis, EESTEC LC Nis i Elektronski fakultet u Nisu, u
saradnji sa IEEE Serbia and Montenegro Section, |EEE Electron Devices/Solid-State Circuits Chapter i IEEE Microwave Theory and
Techniques Chapter.

Na sastanku IEEE SB Ni§ i EESTEC LC Ni$§ odrzanom krajem marta 2014. godine podrzana je inicijativa za organizovanjem konferencije
"|EEESTEC 7th Student project conference’. IEEE Sekcija Srbija i Crna Gora je podrzala ovu inicijativu.

Poziv za konferenciju poslali smo autorima radova sa prethodnih konferencija, svim studentskim organizacijama u Srbiji, studentskim
ograncima |EEE-a, clanovima IEEE Sekcije Srbija i Crna Gora. Ukupan broj pristiglih radova je 48 (iz oblasti: elektronika, mikroelektronika,
telekomunikacije, automatika, energetika, racunarstvo i informatika, fizika, mobilnost studenata... ). Svi radovi su prosli fazu recenziranja, pri
¢emu je za svaki rad obezbedeno minimum po pet recenzija. U procesu recenziranja pomogla su 38 nastavnika i saradnika Elektronskog
fakulteta u Nisu. Na osnovu prispelih recenzija izabrana su tri najbolje ocenjena rada:

1. nagrada

Rad: Programiranje LED kocke pomocu Raspberry mikroracunara

Autori: A. Kosti¢, D. Aleksi¢

Institucija: Matematicki fakultet u Beogradu - Astrofizika, Prirodno-matematicki fakultet, Nis

2. hagrada

Rad: Wordarium - aplikacija za interaktivno ucenje stranih reci
Autori: P. Anti¢, P. Zivanovi¢, M. Jankovi¢

Institucija: Elektronski fakultet, Nis

3. nagrada
Rad: Optimizacija i skaliranje energije 3D struktura samoorganizovanih magnetnih cestica
Autori: M. Dasi¢

Institucija: Univerzitet u Beogradu, Institut za fiziku, Laboratorija za primenu racunara u nauci

U kategoriji Rad sa najboljom prakticnom realizacijom, a na osnovu Odluke Organizacionog odbora Konferencije dodeljene su nagrade:

Copyright© 2017 ieee.elfak.niac.rs | All rights reserved. A
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Institucija: Elektronski fakultet u Nisu

2. nagrada

Rad: Sistem za kontrolu radnog vremena i pristupa laboratoriji realizovan na Raspberry Pi platformi
Autori: N. Zivkovié, M. Milojevi¢, N. Nikoli¢, B. Majki¢, S. Stosovic¢

Institucija: VTS Apps Tim, Visoka tehnicka Skola strukovnih studija u Nisu

3. nagrada

a) Rad: WEB kontrola osvetljenja u pametnoj kuci

Autori: J. Krstic, D. Stajic

Institucija: Elektrotehnicka skola Nikola Tesla, Nis

b) Rad: Projektovanje sistema za brojanje posetilaca u realnom vremenu uz pomoc¢ TSOP senzora
Autori: M. Miti¢, N. Krsti¢, Borde Velickovic
Institucija: Elektronski fakultet u Nisu

Na osnovu prispelih radova Elektronski fakultet u Nisu je izdao Zbornik radova “I[EEESTEC 7th Student project conference” , ISBN:
978-86-6125-114-6. Urednici Zbornika radova su: Prof. dr Ninoslav Stojadinovi¢, prof. dr Bratislav Milovanovic, prof. dr Vera Markovic, prof. dr.
Goran S. Bordevic i doc. dr Danijel Dankovic. Konferencija je organizovana od strane Organizacionog odbora koji su Cinili: Doc. dr Danijel
Dankovi¢, predsednik konferencije i Dusan Vuckovi¢, Darko Todorovi¢ i Milos Marjanovi¢, potpredsednici konferencije. Sekretarijat
konferencije Cinili su studenti Elektronskog fakulteta u Nisu: Damir Nesic¢, Sasa Devic¢, Nikola Vuci¢, Sandra Ilijin, Miroslav Bozic, Zeljko
Kalezi¢, Nikola Simi¢, Dragana Dimitrijevi¢, Borde Velickovic, Milos Miti¢ i Neda Dini¢. Zbornik je tehnicki uredio Milos Marjanovic.

Konferenciju su svecano otvorili prorektor Univerziteta u Nisu, prof. dr Zoran Nikoli¢, dekan Elektronskog fakuleta u Nisu, prof. dr Dragan
Jankovi¢ i prodekan Elektronskog fakulteta u Nisu, prof. dr Zoran Peric.

Najbolji radovi u obe kategorije usmeno su prezentovani. Svi radovi (ukjucujuci i nagradene) su prezentovani kao poster radovi u holu
Elektronskog fakulteta u Nisu. Pored mesta za postavljanje postera u cetvorocasovnom radu autori su koristili i ppt prezentacije, prikaz
simulacija na racunaru, svojih maketa i gotovih proizvoda. Sami autori su anketom za najinteresantnii rad izabrali:

1. nagrada

Rad: Pametna ruka (Smart hand)

Autori: J. Krstic, L. Petrovic, M. Mihajlovi¢, M. Dimitrijevi¢, M. Radomirovic, S. Krsti¢, R. Miti¢
Institucija: Elektrotehnicka skola Nikola Tesla , Nis

Odlukom Organizacionog odbora Konferencije za najbolji rad IEEESTEC konferencije, predlozen za IEEE Region 8 Student Paper Contest
2015 (http://www.ieeer8.org/category/student-activities/awards-and-contests/student-paper-contest) izabran je:

1. nagrada

Rad: Primena digitalnih filtara u kriptografiji
Autori: M. Petrovi¢

Institucija: Elektronski fakultet u Nisu

Svi autori su kao promotivni materijal IEEESTEC konferencije dobili: zbornika radova, disk, blok i kesu. Autorima najboljih radova uru¢ene su
diplome i prigodne nagrade, dar prijatelja konferencije.

Ucesnici konferencije su bili iz sledecih ustanova: Elektronski fakultet u Nisu, Prirodno matematicki fakultet u Nisu, Visoka tehnicka skola
strukovnih studija u Nisu, Elektrotehnicki fakultet u Beogradu, Institut za fiziku, Univerzitet u Beogradu, Fakultet za fizicku hemiju, Univerzitet
u Beogradu, Matematicki fakultet u Beogradu, Matematicki institut SANU, Vojna Akademija, Beograd, University of Sarajevo, Facaulty of
Electrical Engineering, Knjazevacka gimnazija, Tehnicka skola Rade Metalac, Leskovac, ETS Nikola Tesla, Nis, Ei PCB Factory Nis, IRC

ALFATEC Ni$, Universitatea Politehnica din Bucuresti, Tennessee Tech University - TTU.

Nadamo se da ¢e naredne godine ova konferencija biti jos bolje organizovana i jos masovnija.

Lopyrgnte 2017 leee.elfak.niLac.rs | All rignts reserved. N
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TEpMOCTaTa OKa3yjy Ja Cy ce TePMOJANHAMHUYKH TTapaMeTPH JIOBOJHHO CTA0MIIN30BaIH, TTpeMa
TOME JIy’)KHHA Tpajama cuMmyJianuje o 5 [PS]je 10BosbHA 3a jacaH YBHU]I y MIOHAIIIAE CHCTEMA.

4.3akipyyaKk

Y oBOM pajay je mocMaTpaHO IMOHAIIAKkE CUCTEMa KOjH C€ CacToju of OakapHEe IUIOYHIIC,
rpadena u 100 atoma Bogonuka. L{usm je 61o ucrutatu MoryhHocTH 3a mpuMeHy rpadena kao
3amTuTe OakapHe IUIouHie oj Iudys3uje aromMa BOJOHHMKA. Y TH CBPXY pa3BHjeHE CY
cumynanuje monekynapue auHamuke y LAMMP S-y. Tlapamerpu y 3aBUCHOCTH 011 KOjUX je
ucnuTaHa euKacHOCT rpadeHa jecy MHUIMjalIHa KMHETUYKA €HEepruja aToMa BOJOHUKA U
temrneparypa rpadena. Yszero je 10 pa3nuuuTHX BPEAHOCTH CHEPIrHje U 3 PazIUIHTe
Temreparype, aakie uma ykynHo 30 cumynanuja. Cumynamuje cy uzspiiene Ha PARADOX
cyneppauyHapy Wucturyra 3a ¢usuky y beorpany, npu uemy je cBaka ox 30 cumynamnuja
U3BpIlIEHA Ha 10 jeIHUM HOJly CyleppauyHapa, a CBakd HOJ uMa 1o 16 npouecopa.

Pasmatpana je ymorpeba TepMocTaTa 3a OJlp)KaBamke MHHUIMjAIHE TeMIIeparype rpadena, kao
U ciaydaj 06e3 Jaror TepMocTara. 3akJbydak je Ja He Tpeda MPUMEHHTH TePMOCTaT U Ja ce
CHCTEM 3a BpeMe Tpajama CHUMyJaije oa 5 [PS] crabunusyje y aoBoJbHO] Mepu. Takolhe,
MHHIIMjaTHa KHHETUYKa eHepruja BOJOHHMKA KJbY4HO ofpelhyje epukacHOCT rpadeHa, A0K je
HErOBa TEMIIEpaTypa napamerap JaJIeKo Mamber YTULaja.

I'paden je oqmmyna 3amITUTa METaa 07 BOJOHHUKA Kajla aTOMH BOJIOHWKA IMa]y MaJie TOYeTHE
e"epruje. [loctoju mpar xKoju moyeTHa eHepruja BOJOHUKA Mopa aa npehe aa 6u gouuto 1o
nudysuje u taj npar je va 7,5+ 2,5[€eV]. Ha HekuM MHUIMjaJHUM €HEprujaMa BOJOHHUKA
MambHUM O]l Tpara audysuje, 3a Koje je koeduujeHT ajacopniuje Hajsehu, rpaden ce Moxe
KOPUCTUTH 3a CKJIQJMIITCHE aToMa BoJoHUKa. [Ipema Tome, y ciiydajy BHCOKe pediexcuje
rpadeH ce MOXe KOPHCTHTH Kao 3allITUTa METaja, a y CIIy4ajy BHCOKE aJICOPIILHUje MOXKE ce
KOPHUCTHUTH 32 CKJIaJUIITEHE aTOMa BOJIOHUKA.

HcTpaxkuBame ce MOXKE YHANpeJAWTH MOCMaTpamkeM aToMa BOJOHUKA KOjU MMajy Op3uHy
yCMEpEeHy OJ1 IaTUM YIJIOM y OJJHOCY Ha paBaH MeTaiHe miouniie. OcuM Tora, 3aHUMIBUBO j€
JIeTaJbHO MCIUTATH KaKo JOKaIMja Ha KOjy aTOM BOJOHUKA I1a/1a Ha TpadeH yTH4e Ha HEroBy
MHTEPAKIHjy ca aTOMOM YIJbCHUKA Y TpadeHy.

5.3axBaiHoCT

3axBasbyjeM ce cBOjuM MeHTopuMma Mussany Jlammhy n HUropy CrankoBuhy, disaHoBUMa
JlaGparopuje 3a mpuMeHy pauyHapa y Hayuu MHctuTyra 3a (usuky YHHBEp3UTETa Yy
Beorpany. Takohe, 3axBasbyjeM ce pyKoBoauoLy cemuHapa ¢usuke Brnagany [laBioBuhy u
capagnuiuma MC IletHune kao u Munmunum bokannh Ha KOpHUCHHMM caBeTHMa M momohu
NPWIMKOM OpPTaHM3aIje U pean3alije OBOT IPOjeKTa.

OBO UCTpaKUBAKE j€ JCJIOM M3BEICHO Kao JIco 00pa3oBHUAX aKTMBHOCTH Y OKBHpY HOrizon
2020mpojexra DAFNEOX nonpskanor ox ctpane EBpornicke komucwuje.

14



Helena Miljkovic i Aleksa Dencevski

Ispitivanje 2D struktura magnetnih
¢vrstih sfera u spoljasnjem
magnetnom polju metodom
molekularne dinamike

Neodijumske cestice predstavljaju gotovo idealne magneme dipole. Ovakav
model omogucava pracenje kretanja cestica u spoljasnjem magnetnom
polju, kao i wvid u njihovu medusobnu dipol-dipolnu interakciju i inter-
akciju sa spoljasnjim magnemim poljem. Osnovni cilj projekta je ispiti-
vanje dinamike dipola u spoljasnjem magnemom polju polazeci od prstena,
strukture sa minimalnom enegrijom pre ukljucivanja magnemog polja,
Jormiranog od N (4 =N = 13) Cestica. Pokazano je da kada se ovoliko
cestica postavi dovoljno blizu da mogu medusobno da interaguju, njihovo
stabilno stanje (stanje sa minimalnom potencijalnom energijom) je prsien.
Jedan od ciljeva projekta je utvrdivanje minimalne jacine magnetnog polja
potrebnog da se prsten kao stabilna struktura raspadne, takode i wivr-
divanje oblasti u parametarskom prostoru of B) gde se formiraju odredene
stabilne strukture. Sa o je oznacen ugao rotacije prstena u odnosu na pra-
vac magnetnog pelja na pocetku simulacije, a sa B je oznacena jacina
magnetnog polja. Sve Cestice, njihova medusobna interakcija i interakcija
sa spoljainjim magnetnim poljem modelovani su simulacijama. Korisce-
njem tih simulacija prati se ponasanje cestica u zavisnosti od jacine spo-
ljasnjeg magnetnog polja B i ugla rotacije a. U ovom radu ispitana je
dinamika dvodimenzionalnih struktura sacinjenih od 7 i 9 estica.

Teorijski uvod

Magnetne Cestice su modelovane potencijalom koji ima dve kompo-
nente, prva je dipol-dipolna magnetna interakcija, a druga je tvrda inter-
akcija ¢vrstih sfera. Dipol-dipolna interakcija predstavlja interakeiju
izmedu dve Cestice magnetnog momenta m, i m,¢iji se centri nalaze na
pozicijama r, ir,. Potencijalna energija dobijena ovom interakcijom defi-
nisana je formulom:

('ﬁl 'FIZ )U’}: Flz)

s ) [
u@,)=C—-|m,-m,-3
_ " _ "2

gdejer,, =|r.|=|r, —r,). a konstanta C se moZe izracunati kada se dve Ce-
stice postave jedna do druge pri ¢emu se i dipolni momenti postave
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kuglicama. Osim sila, pratimo i energiju sistema u svakom trenutku, ¢ime
odredujemo njegovu dinamiku. U ovom radu je ispitivan najjednostavniji
slu¢aj homogenog (usmereno duz x-ose koordinatnog sistema) i Kons-
tantnog polja (B, = const). Variranjem ugla za Koji je prsten zarotiran u
odnosu na pocetni poloZaj i ja¢ine magnetnog polja, pokriven je ceo opseg
za ugao i opseg od 0 do 9 arbitrarnih jedinica za magnetno polje, pri emu
su oba opsega pokrivena ravnomerno. Prilikom ispitivanja primeceno je da
se vrednost kriticnog magnetnog polja drastiéno menja u zavisnosti od ugla
za oba ispitivana sistema. Mnogo je teZe prekinuti prsten sacinjen od devet
kuglica koji je zarotiran za ugao od 1.5 do 2.25 rad nego prsten koji je
zarotiran za ugao od 4.5 do 5.5 rad. Takode, primeceno je da vrednost
spoljasnjeg magnetnog polja pri kojem puca prsten zavisi od broja Cestica
koje su orijentisane suprotno od spoljadnjeg magnetnog polja.

Tokom rada dofli smo do saznanja da su ovi sistemi veoma komplek-
sni i da se pri ta¢no odredenim vrednostima spolja¥njeg magnetnog polja i
ugla rotacije prstena javljaju stabilne konfiguracije. Prav lanac, tipi¢an za
sisteme sa manjom energijom i sa manjim brojem estica, otkriven je u
sistemu od 7 Cestica, a u sistemu od 9 estica nije. Takode, prav lanac pred-
stavlja stabilnu konfiguraciju koja se javlja izmedu taéno dve konfiguracije,
uzimajuéi osobine svake od njih. Prav lanac se ne mora uvek nadi izmedu
dve konfiguracije ali one predstavljaju preduslov za nastanak lanaca.
Izmedu svakih konfiguracija se javlja odredena deformacija jer struktura
ima osobine obe klju¢ne konfiguracije izmedu kojih se nalazi i ne moZe da
dode do pucanja lanca.

Kao klju¢ni rezultat nacrtani su fazni dijagrami koji pokazuju sve
razlifite strukture koje se javljaju za zadati fazni prostor aB). Tako
moZzemo za zadato o pratiti dinamiku struktura, odnosno koje sve strukture
se javljaju sa povedanjem magnetnog polja. VaZi i obrnuto, moZe se na
fiksnom B zavisno od « pratiti koje se strukture pojavljuju. Primeceno je da
su fazni diagrami sli¢ni za sedam i devet kuglica. Razlog za to je nesimetri-
¢nost prstena na podetku simulacije. Oba sistema su sacinjena od neparnog
broja kuglica zbog Cega se dipolni momenti na slian nadin postavljaju u
odnosu na magnetno polje.

Dalja istraZivanja na ovu temu bi ukljuivala posmatranja sistema
¢estica u nehomogenom i vremenski promenljivom polju.

Zahvalnost. Zahvaljujemo se svojim mentorima dr Igoru Stankovicu,
viSem naucnom saradniku i Miljanu DaSi¢u, doktorantu, ¢lanovima La-
boratorije za primenu racunara u nauci Instituta za fiziku Univerziteta u
Beogradu. Takode, zahvaljujemo se rukovodiocu seminara fizike Vladanu
Pavlovicu, doktorantu Prirodno-Matematickog fakulteta Univerziteta u
NiSu. Pomenutim saradnicima IS Petnica i rukovodiocu naSeg seminara za-
hvalni smo na korisnim savetima i nesebi¢noj pomoci prilikom organizacije
i realizacije projekta.

Ovo istraZivanje je delom izvedeno kao deo obrazovnih aktivnosti u
okviru Horizon 2020 projekta DAFNEOX podrZanog od strane Evropske
komisije (br. ugovora 645658)
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Milica BoZani¢ i Kristina Nikoli¢

Ispitivanje efikasnosti
grafena u zastiti metala od
atoma vodonika metodom
molekularne dinamike

U ovom radu je ispitana efikasnost grafena u za-
§titi bakra od atoma vodonika. U ranijim istraZi-
vanjima proucavana je hemijska interakcija iz-
medu atoma vodonika i grafena (Atsushi 2008),
dok je u ovom radu akcenat na ispitivanjima mo-
gucnosti za prakticnu primenu grafena u zastiti
metala. Napravljena je numericka simulacija za
modelovanje sistema koji se sastoji od atoma ba-
kra, vodonika i strukture grafena. Sistem je po-
smatran za tri razlicite inicijalne temperature
grafena i deset razlicitih inicijalnih kinetickih
energija atoma vodonika. Utvrdeni su uslovi pri
kojima vodonik difunduje kroz grafen, pri ko-
Jjima se adsorbuje, tj. zakaci na njegovu povrsinu
i pri kojima se odbija od njega, u zavisnosti od
navedenih parametara. Definisana je granicna
vrednost koeficijenta difuzije. Ukoliko je koefici-
Jjent difuzije manji od te vrednosti grafen se moZe
smatrati efikasnom zastitom. Dobijeni rezultati
pokazuju da inicijalna energija vodonika odre-
duje efikasnost grafena kao zastite, dok je zavis-
nost od temperature grafena na ispitanom opse-
gu slaba. Na manjim energijama grafen potpuno
Stiti bakar od atoma vodonika, dok sa poveca-
njem pocetne kineticke energije vodonika nakon
izvesnog praga ta se efikasnost smanjuje. Tako-
de, iznad odredene vrednosti energije grafen je
kao zastita neprimenjiv, posto svi atomi vodo-
nika prodru do metalne plocice. Navedeni re-
zultati su za sistem posmatran u opstem slucaju
u kome su atomi vodonika slu¢ajno rasporedeni
i brzina im je usmerena u pravcu normale na
metalnu plocicu. IstraZivanje se moZe prosiriti
variranjem ovih parametara i odredivanjem nji-
hovog uticaja na vrednost koeficijenta difuzije.

ZBORNIK RADOVA 2017

Uvod

Grafen je dvodimenzionalna struktura uglje-
nika koji je organizovan u medusobno jako
povezane Sestoclane prstenove. Grafen pred-
stavlja jedan sloj grafita.

Grafen je skoro u potpunosti providan, ali je
istovremeno i veoma gust. Pored toga, elektri-
citet provodi jednako dobro kao i bakar. Kao ma-
terial, grafen ima izuzetno specifi¢na scojstva.
To je veliki kristal, koji je veoma ¢vrst, sto puta
¢vr§éi od Celika, a moZe se rastegnuti i do 20%.
Grafen je istovremenom i najtanji i najjaci poz-
nati materijal.

Providnost, ¢vrstina i gusto napakovani §e-
stoclani prstenovi atoma ugljenika su dobri pre-
duslovi da se grafen koristi kao zaStitni sloj
povriine nekog materijala od nezeljenih atoma ili
molekula gasova. IzloZenost metala vodoniku
moze dovesti do promene njihove strukture, a
posto je vodonik svuda oko nas: u atmosferi, u
svemiru, i u Zemlji, potrebno je naéi optimalno
reSenje problema zaStite metala od kontakta sa
njim.

Difuzija je kretanje molekula ili atoma iz ob-
lasti vi§e koncentracije u oblast nize koncentra-
cije. Ovakvo kretanje se jo§ naziva i kretanje niz
koncentracioni gradijent. Gradijent je promena
jedne fizicke veli¢ine uslovljena promenom
druge, u ovom slucaju promena koncentracije sa
promenom polozaja. U naSem sistemu smatra se
da je do difuzije vodonika kroz grafen doslo ako
se u bilo kom trenutku simulacije atom vodonika
nalazi ispod zadate grani¢ne vrednosti. Ta gra-
ni¢na vrednost predstavlja procenjen polozaj
grafena

Milica Bozani¢ (1999), Sabac, Sremska 7B/1,
ucenica 4. razreda Matematicke gimnazije u
Beogradu

Kristina Nikoli¢ (1999), PoZarevac, Stevana
Sremca 14, ucenica 4. razreda Matematicke
gimnazije u Beogradu

MENTORI:
Miljan Dasi¢, Institut za fiziku, Beograd
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Slika 6. Zavisnost termodinamickih parametara od vremena za razli¢ite pocetne energije atoma vodonika. a)
kineticka energija grafena b) kineticka energija vodonika c) potencijalna energija sistema d) pritisak. Sve

simulacije su za pocetnu temperature grafena od 800 K.

Figure 6. Dependence of thermodynamic parameters with time for different initial energies of hydrogen atoms.
a) kinetic energy of graphene b) kinetic energy of hydrogen c) potential energy of the system d) pressure. All
simulations are for an initial graphene temperature of 800 K.

Razmatrana je upotreba termostata za odrZa-
vanje inicijalne temperature grafena, kao i slucaj
bez datog termostata. Zakljucak je da ne treba
primeniti termostat i da se sistem za vreme traja-
nja simulacije od 5 ps stabilizuje u dovoljnoj
meri. Takode, inicijalna kineti¢ka energija vodo-
nika klju¢no odreduje efikasnost grafena, dok je
njegova temperatura parametar daleko manjeg
uticaja.

Grafen je odli¢na zastita metala od vodonika
kada atomi vodonika imaju male pocetne ener-
gije. Postoji prag koji pocetna energija vodonika
mora da prede da bi doslo do difuzije i taj prag je
na 8 + 3 eV. Nanekim inicijalnim energijama vo-
donika manjim od praga difuzije, za koje je ko-
eficijent adsorpcije najveci, grafen se moZe
koristiti za skladiStenje atoma vodonika. Prema
tome, u slucaju visoke refklesije grafen se moze

15 « PETNICKE SVESKE 76

koristiti kao zaStita metala, a u slucaju visoke
adsorpcije moze se koristiti za skladiStenje atoma
vodonika.

IstraZivanje se moZe unaprediti posmatra-
njem atoma vodonika koji imaju brzinu usme-
renu pod datim uglom u odnosu na ravan metalne
plocice. Osim toga, zanimljivo je detaljno ispitati
kako lokacija na kojoj atom vodonika pada na
grafen utice na njegovu interakciju sa atomima
ugljenika u grafenu.

Zahvalnost. Zahvaljujemo se svojim mento-
rima Miljanu DasSiéu i Igoru Stankovicu, ¢lano-
vima Laboratorije za primenu ra¢unara u nauci
Instituta za fiziku Univerziteta u Beogradu. Ta-
kode, zahvaljujemo se rukovodiocu seminara
fizike Vladanu Pavloviéu sa Prirodno-Matema-
ti¢kog fakulteta Univerziteta u NiSu. Pomenutim
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Nikola Petreski i Mihailo Radojevié

Analiza 1 razvoj modela
konac¢nih dipolnih heliksa

Tema ovog rada su heliksi sastavljeni od ko-
nacnog broja cvrstih dipolnih sfera, poznati pod
terminom konacni dipolni heliksi. Cvrste dipolne
sfere intereaguju preko dve vrste interakcija:
dipol-dipolnom interakcijom i tvrdom interak-
cijopm cvrstih sfera. lako je sistem na prvi
pogled jednostavan, ispoljava kompleksno po-
nasanje usled prirode dipol-dipol interakcije,
koja je anizotropna i dugodometna. Analizirali
smo razne slucajeve interackije heliksa sa prob-
nom dipolnom sferom i sa identicnim heliksom,
pri Cemu su uzete u obzir razlicite magnetizacije
heliksa, takozvana ST (single-thread) i MT (mu-
lti-thread) magnetizacija. Prvi deo rada pred-
stavlja detaljnu analizu interakcija u kojima
ucestvuju dipolni heliksi, a drugi deo je vezan za
razvoj modela konacnih dipolnih heliksa. Na-
ime, formirali smo i ispitali dve vrste modela he-
liksa koje predstavljaju pojednostavljenu zamenu
za heliks, i proverili koliko mogu reprodukovati
zadate interakcije.

Uvod

Cestice sa stalnim dipolnim momentom, kao
Sto su magnetne kuglice, poznate su po samo-
asemblirajuéim osobinama. Magnetne strukture
su popularne zato $to imaju Siroku primenu u
nanoelektronici i biotehnologiji (Whitesides i
Grzybowski 2002). Sto se ti¢e znacaja tubularnih
i helikoidnih struktura, u biologiji su to rele-
vantni samoasemblirajuci objekti koji su pro-
nadeni u nekim vrstama bakterija i u ¢elijskim
mikrotubulama. Magnetne nanocestice mogu se
rasporediti tako da grade helikse, §to je vrlo
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interesantno da se na nano nivou mogu napraviti
ovakve strukture (Sellmayer 2002; Zeng et al.
2002).

U ovom radu posmatrano je ponasanje he-
likoidnih struktura sastavljenih od kona¢nog
broja ¢vrstih dipolnih sfera, poznati pod termi-
nom konac¢ni dipolni heliksi. Pored toga modelo-
vane su i uproséene strukture pocetnog heliksa i
ispitivana je njihova efikasnost. Dipolne sfere
interaguju preko dve vrste interakcija: dipol-
-dipolna interakcija i tvrda interakcija ¢vrstih
sfera.

Konkretno smo u ovom radu dipolne helikse
implementirali u softverskom paketu Matlab.
Kako se sve Cestice opisuju preko prostornih ko-
ordinata i dipolnog momenta (magnetizacije)
potrebno je postaviti ih u pocetnu konfiguraciju,
pri ¢emu konfiguracija podrazumeva prostorni
raspored i magnetizaciju. Pokazano je prethod-
nim radovima da interakcija izmedu magnetnih
sfera moZe dovesti do formiranja 3D struktura,
ali da dimenzionalnost struktura zavisi od broja
Cestica u sistemu N. Naime, razmatrano je kako
se Cestice rasporeduju tako da imaju minimalnu
energiju (takozvani ground state). Za mali broj
Cestica (N = {2, 3}) formiraju se lanci, za veci
broj Cestica (3 < N < 14) formiraju se prstenovi,
dok za N > 14 optimalne strukture su heliksi.
Jasno vidimo prelaz od 1D preko 2D do 3D stru-
ktura zavisno od broja Cestica u sistemu (Bon-
cheva et al. 2005).

U prvom delu rada detaljno je opisana dipol-
-dipol interakcija i nacin formiranja heliksa.
Takode, ovaj deo rada posvecen je ispitivanju za-
visnosti energije dipol-dipol interakcije i sile od
nametnutih uslova, poput promene rastojanja
izmedu ispitivanih struktura ili magnetizacije.
Imamo slucajeve interakcije heliksa sa probnom
Cesticom i sa identi¢nim heliksom. Pored ovoga,
posmatran je i slucaj kada dolazi do promene

Nikola Petreski (2000), Sabac, Grmiéska 3,
ucenik 3. razreda Sabacke gimnazije

Mihailo Radojevi¢ (2000), Sabag, Kralja
Dragutina 8, ucenik 3. razreda Sabacke
gimnazije
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tima) i probna Cestica. Za alternirajuce dipolne
momente mora biti paran broj kuglica u lancu
kako bi se ponistile x i y komponente uzastopnih
kuglica.

Na osnovu rezultata sa grafika na slici 24
mozZe se zakljuciti da je nemoguce formirati za-
menu za helikoidnu strukturu u vidu modela koje
smo mi izabrali. Razlog ovome je poklapanje
datih rezultata po x osi a ne poklapanje po z osi.
Ovo se deSava zato §to svaka Cestica poCetnog
heliksa ima z komponentu magnetnog momenta
dok kod nasih modela nemaju sve Cestice z kom-
ponentu. U ovom slu¢aju ponovo moZemo uociti
osetljivost dipol-dipol interakcije. Iako su mo-
deli napravljeni tako da magnetni momenti po
komponentama imaju istu sumu nije mogude
modelovati na ovaj nacin uproscéeniju strukturu
zbog ugla magnetizacije.

Zakljucak

Primeceno je da intezitet ukupne sile i ener-
gija opadaju pri udaljavanju od pocetnog heliksa
i kod probne Cestice a i kod sloZenijih struktura
kao §to su heliksi. Pri rotaciji heliksa oko koordi-
natne ose dobijene su oscilacije ukupnog intezi-
teta sile i energije, simetricne u odnosu na ugao
od nrad. Ovo je posledica razli¢itog ugla mag-
netizacijai trenutne konfiguracije Cestica. Postoji
magicni ugao pri kojem je energija interakciie
izmedu dva heliksa jednaka 0, ali nije jedinstven
kao za slucaj dve cCestice vec zavisi od broja Ces-
tica u heliksu. Energija interakcije izmedu dva
heliksa je maksimalna ako su magnetni momenti
paralelni, dok je minimalna kada su medusobno
normalni. Upros§éeni modeli ne mogu zameniti
pocetnu helikoidnu strukturu. Rad se moZe pro-
Siriti dodavanjem novih modela i uklju¢ivanjem
spolas$njeg magnetnog polja.

Zahvalnost. Zahvaljujemo se svojim men-
torima Miljanu DaSicu i Igoru Stankovicu,
¢lanovima Laboratorije za primenu racunara u
nauci Instituta za fiziku Univerziteta u Beogradu.
Takode, zahvaljujemo se rukovodiocu seminara
fizike Petru Bojovicu, sa Fizickog fakulteta Uni-
verziteta u Beogradu. Pomenutim saradnicima IS
Petnica i rukovodiocu naSeg seminara zahvalni
smo na korisnim savetima i pomo¢i prilikom
organizacije i realizacije ovog rada.
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Nikola Petreski and Mihailo Radojevic¢

Analysis and Development of the
Model of Finite Dipole Helices

Topic of this paper is helicoides composed of
the finite number of solid dipole spheres, known
as the finite dipole helix. Solid dipole spheres
have two types of interactions, such as: dipole -
dipole interaction and hard interaction of solid
spheres. Although at first glance it can be done
simple, such a system exhibits complex behavior
due to the nature of the dipole-dipole interaction,
which is long-term and anisotropic. We explored
various cases of helix interaction with the test di-
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pole sphere, as well as identical helix, taking into
account the different dipole orientations of the
helix, the so-called ST (single-thread) and MT
(multi-thread) dipole orientations. The first part
of our paper presents detailed analysis of the in-
teractions involving final dipole helix, and the
other part is related to the development of the
model of given helix. In modeling, the aim is to
replace the helix with a simplified structure that
includes aring and a chain, and to check if such a
simplified structure on interaction behaves as a
model helix. We have also formed two types of
helix that represent a simplified substitute for
helix and check how much they can reproduce
the given interactions.
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6 * 1 Support to Young People

As a socially responsible company that strives to contribute to the development
of the communities in which it operates, Erste Bank is primarily focused on devel-
oping young people. We see young people as a driving force of the society and as
our present and future customers, colleagues and partners. We developed differ-
ent support mechanisms just for them, focusing primarily on their financial educa-
tion, empowerment and independence, development of their talents and leader-
ship skills and their orientation towards further development of society.

Seventeen New Members of the SUPERSTE Club

In 2014, for the seventh consecutive time, Erste Bank organised a competition in
search for talented young people whom it awards as part of the SUPERSTE Club. The
awards are intended for young people aged 16 to 27 years who achieve exceptional
results in the areas they engage in and who spread a positive impact on the society.

In 2014, 151 valid applications were submitted to the SUPERSTE Club competition
from almost 60 towns in Serbia, and 17 most talented applicants were given recog-
nitions and cash awards.

The total award amount was RSD 1.5 million. The winners of the main awards got
RSD 200,000 each on Erste Bank Youth Cards. The Ljubi3a Raji¢ special award for
social activism also included a cash award of RSD 100,000, while those awarded
based on public voting got RSD 50,000 each RSD on Erste Bank Youth Cards.

Inthe past sixyears, the Bank awarded 71talented and creative young people with the to-
tal amount of RSD 7 million. The project has been implemented from the very beginning
in cooperation with the Trag Foundation (the former Balkan Community Initiatives Fund
- BCIF) and with support of the Ministry of Youth And Sport of the Republic of Serbia.

THE BANK IS THE PEOPLE! / ERSTEBANK A.D. NOVI SAD / CORPORATE SOCIAL RESPONSIBILITY REPORT 2014

Award Winners

* The Ljubisa Raji¢ special award for
social activism was presented to
Masa Davidovic¢ (1990), National Co-
ordinator for Human Rights and
Peace (IFMSA-Serbia)

* The main award in the natural sci-
ences, engineering and technol-
ogy category went to Dusan Dimi¢
(1990), who graduated from the Fac-
ulty of Physical Chemistry of the
University of Belgrade.

* The main award in the social scienc-
es and humanities category went
to Masa Miskovic (1991), winner of
the Gold Medal “for outstanding
achievements in learning and acquir-
ing knowledge".

* Two main awards in the arts cate-
gory went to Irena Josifoski (1996),
who has been playing cello since she
was five years old, and Ivan Markovic
(1989), who took part in many fes-
tivals in Europe with his solo works

and as director of photography

By public voting, four more awards in
the natural sciences, engineering and
technology category were given to Ana
Stanojevic (1990), Stefan Hacko (1993),
Miljan Dasi¢ (1990) and Vladimir Petrovic¢
(1991). Based on public voting, Dusan
Jovcic¢ (1992), Nadezda Tonic (1988), Rada
Masic¢ (1988) and Dragana Vasiljevi¢
(1989) were awarded in the social scienc-
es and humanities category. In the arts
category, the public also selected Niko-
la Pekovic (1991), Dusan Sretovic (1995),
Nikola Ciri¢ (1992) and Strahinja Pavlovi¢
(1996), who distinguished themselves
with their work in the arts.
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A platform for nanomagnetism — assembled
ferromagnetic and antiferromagnetic dipolar
tubesy

Igor Stankovi¢, & *2 Miljan Dasi¢,? Jorge A. Otalora® and Carlos Garcia © ¢

We report an interesting case where magnetic phenomena can transcend mesoscopic scales. Our system
consists of tubes created by the assembly of dipolar spheres. The cylindrical topology results in the
breakup of degeneracy observed in planar square and triangular packings. As far as the ground state is
concerned, the tubes switch from circular to axial magnetization with increasing tube length. All magne-
tostatic properties found in magnetic nanotubes, in which the dipolar interaction is comparable to or
dominant over the exchange interaction, are reproduced by the dipolar tubes including an intermediary
helically magnetized state. Besides, we discuss the antiferromagnetic phase resulting from the square

rsc.li/nanoscale

1. Introduction

Whether a system behaves as classical or quantum is usually
determined by the ratio between its spatial dimension and
quantum coherence length. Even so, there are cases where the
actual size dependent behavior seems to be an illusion and
transcending the scales is possible, thus allowing the study of
fundamental aspects hardly accessible at the original size.
Spin-ice frustration'™ is an example, wherein the micro- and
mesoscopic rules that govern the spin orientation of such
systems can become very subtle and hard to understand.
Nevertheless, Venderbos et al.® and Mellado et al.® have shown
that similar frustrated states can also arise in arrangements of
macroscopic dipolar rotors via classical magnetic interactions,
furthermore, showing phenomena that are not visible in their
microscopic counterpart. In this paper, we present a similar
scenario of scale transcendence, relating magnetic nanotubes
(MNTs) to self-assembled dipolar magnetic spheres arranged
in tubular structures, named here dipolar tubes. The spheres
can have radii from 10 nm to macroscopic neodymium balls. A
peculiar feature of this comparison is that the tubular geome-
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arrangement of the dipolar spheres and its interesting vortex state.

try of dipolar tubes breaks-up the continuous degeneracy of
the ground states in the two dimensional (2D) lattices of
dipolar spheres.”® As a result, we expect a number of new
stable states in the tubular geometry. The curvature-induced
feature opens the inquiry on its impact on the energy barriers
that separate and stabilize the novel magnetic states, which
will be addressed in this manuscript.

Given the lack of exchange interaction in dipolar tubes, it is
most reasonable to compare them with dipolar interaction
dominated MNTs where the exchange interaction is negligible.
Since in MNTs the dipolar interaction dominated state is circular
(magnetization polarized azimuthally), it can be expected that
transcendence exists only with a similar circular state in
dipolar tubes. As we show in the manuscript, it is found that
the scale transcendence strikingly goes beyond this trivializa-
tion. In a ground state, the stray field created by MNTs should
be minimal. This condition stems from micromagnetic
considerations” " wherein the magnetostatic energy is
minimized due to the dipolar part of the energy. Apart from
the circular state, axial and helical ground states in MNTs
have been predicted theoretically’>'* and confirmed
experimentally."**® In the axial state, the magnetization is par-
allel to the nanotube’s axis in the center of the tube and gradu-
ally turns into circular magnetization at the nanotube ends. In
the helical state, the magnetization is never completely aligned
with the tube’s axis resulting in a circulating component of the
magnetization.">"* The helical and axial states spontaneously

i Elsewhere in the literature the axial state is also referred to as mixed and
helical as the transition state, cf. ref. 13. In this work, we chose to name the
states based on magnetization in the center of the tube.
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emerge when the dipolar interaction is comparable to the
exchange interaction. Both states occur when nanotube’s
radius is a few tens of times larger than the exchange length.
The axial state appears when the MNT length is around two to
three orders of magnitude larger than its diameter, whereas
the helical state is a transition configuration to the circular state
that appears when the length of the tube is further reduced.
Most of the previous studies on magnetic nanotubes have
focused on magnetic configurations as a function of geometry
for specific material parameters. Only recently Salinas et al.'’
applied a generic model to discover that helical phases possess
a high level of metastability relevant to magnetization reversal
modes. Still, the origin of small energy differences between the
states remained unclear. The axial and helical states create a
small stray field"® or exponential decaying in the case of infinite
structures, and therefore they could also exist in dipolar tubes.*®

The cylindrical magnetic geometry of MNTs has advantages
for applications despite evident fabrication problems. In fact,
the elongated geometry, azimuthal symmetry, and curvature of
nanotubes bring reproducibility, robustness, and extra stability
to nanotube’s equilibrium states and magnetization
dynamics,'>'*?'>  which makes MNTs attractive for
buffering, transport and processing information using their
equilibrium states, and domain wall dynamic and spin-wave
excitations. In this sense, the proper understanding and
characterization of equilibrium states in MNTs is, thus, a man-
datory task. Under this scenario, mimicking the magnetic
equilibrium features of nanotubes with dipolar tubes can
facilitate and encourage developments towards alternative
techniques intended to reduce the complexity of experiments.
The minimal energy structures of dipolar particles have been
investigated in recent theoretical studies.>®*” The tubular form
of the ground state together with outstanding self-assembly
properties of dipolar particles®®>° present motivation for their
application as a platform for testing concepts with MNTs. For
instance in experiments, tubular and helical architectures with
dipolar particles were obtained via DNA ligations,>>*!
confinement,**>* bulk interactions - magnetic Janus col-
loids,> and asymmetric colloidal magnetic dumbbells.*®
Another interesting system with respect to magnetic order is
the two dimensional self-assembled super lattices of magnetic
cubes. The magnetic cubes are synthesized with two most
probable orientations: axial [001]*” and along the principal
diagonal of the crystal, i.e., cube, [111],*® but the possibility of
less trivial orientations should not be discounted. As a result
of the interplay of square packing and magnetization defined
by their crystal structure, we find axially magnetized anti-ferro-
magnetic states in the case of [001] and vortex in the case of
[111] magnetized cubes.*>*® At this point, we would like to
draw attention to two recently developed techniques with
which dipolar tubes could be realised: (i) two-photon lithogra-
phy*' nano-printers can fabricate complex three-dimensional
structures with the resolution of up to 300 nm. The two-photon
lithography technique was used to fabricate nanostructures
out of polymer, metallic,’” and recently magnetic** materials.
Such printed structures could be used as a template for the
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self-assembly of magnetic particles with rhombic and square
lattices. (ii) The second technique comes from micro-fluidics.
The tubular structures of magnetic particles can be created by
the conformal covering of the cylindrical conductive wire
surface by assisting the self-ordering process of magnetic micro-
spheres*® via the application of a circular electromagnetic field
induced by an injected electrical current along the wire.

With the aim of addressing our results, linking self-assem-
bly, geometry, and magnetization states in dipolar tubes, this
paper is organized as follows: section 2 introduces the dipolar
interaction model and methods used. We discuss self-organiz-
ation on cylindrical confinement in section 3, and in silico
hierarchical degeneracy breakup of the infinite square and tri-
angular lattices with an introduction of curvature in section
4. We also present a systematic study of the ground state con-
figurations and energies resulting from the interplay between
the tube’s length and curvature for triangular and square
arrangements in section 4. The final section, section 5, gives
the conclusion and outlook.

2. Models and methods

2.1. Magnetic interaction model

Magnetic nanoparticles can have complex coupling involving
both dipolar and exchange interactions. The atomic exchange
interaction is relevant up to a length scale of 10 nm.** Thus,
dipolar coupling dominates in the formation of the structures
on the length scales 10 nm-100 pm, with many potential
applications.’® > We characterize the system using dipole-dipole
interaction potential: it is assumed that each particle carries
identical dipolar (magnetic) moment with magnitude m = ||,
where m; = (m;*, m?, m;*) defines the dipolar moment of particle i.
The potential energy of interaction U(7;) between two point-

like dipoles with centers located at 7; and 7; can be written as:
o\ Mo [ma-my (- Ty) (- Ty)

U(ry) = in 5 3 5

T T Tij

; (1)

for r; > d or co otherwise, where r; = || = |, — 7| and d is
particle’s diameter. It is convenient to introduce the energy
scale defined by Uy, = pom®/4nd® that physically represents the
repulsive potential value for two parallel dipoles in contact
standing side by side, as clearly suggested by the notation.
Thereby, the total potential energy of interaction in a given
structure Uy is given by

Ut = »_ U(Fy). (2)
i>j
One can then define the reduced potential energy of inter-

action u (per particle) of N magnetic spheres. It reads:

_ UtOt
N UTTN )

(3)
which will be referred to as the cohesive energy. The cohesive

energy of a particle is directly related to the energy required to
take it out from the structure. Lower cohesive energy means it
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takes more energy to disintegrate the structure. The higher is
the absolute value of cohesive energy the more stable is the
structure. For a particular two particle head-to-tail configur-
ation (i.e., >—), we get u, = —1 per particle.

There is significant flexibility in tuning the physical and
chemical properties of magnetic particles. In particular, col-
loids can be synthesized either from a pure magnetic material
like hematite with a small spontaneous magnetization (f}.o ~
2.2 kA m™"), or large in the case of magnetite or cobalt ferrite
(Bope ~ 480 kKA m™").*>*” In the case of core-shell particles, a
design freedom is obtained by the adjustable core to shell
ratio. Here, in particular, we consider that all magnetic par-
ticles have the same magnetic moment. We assume that the
particles are silica-hematite core-shell particles with outer dia-
meter d = 50 pm and hematite core deore = 10 pm.*® Assuming
a single domain particle behavior, the magnetic moment m is
expressed as m = [.ov = 1.15 A pm?, where v ~ 500 pm” is the
volume of the magnetic part of the particle. The result in this
work should be independent on the particle material or size.
To facilitate comparison, we present results in the scaled units
with the reference magnetic interaction energy U;; = 107'% J
calculated for hematite core/shell particles. For reference
energy we take the minimum of magnetic cohesive energy of
two particles in contact. The reference magnetic energy Uy, is
therefore equal to 256kgT, where T = 300 K is the temperature
and kg is the Boltzmann’s constant. The maximal magnetic
field generated by one particle at the center of the mass of the
other particle (placed side by side) is By = pom/(2nd®) = 1 pT.
The size of the magnetic core has a strong influence on the
energy scale: for deore = 20 pm, we would obtain magnetic
moment m = [, ,v = 9.2 A pm?, and magnetic energy depends
on the square of magnetic moment U;; = 67 x 107 '% J, i.e., 1.6
x 10*ksT. As a result, one could tune the level of degeneracy
described in latter sections with the size of the core. Also, by
changing the core to shell ratio we tune the balance of inter-
action between particles and of particles with the field created
by a conducting wire.

2.2. Isotropic interaction

When the dipolar coupling is strong, such as in nanocrystals,
the particle assembly is determined unequivocally by the
dipolar coupling and the particle shape. Here, we are interested
in moderately interacting magnetic particles since we want to
avoid the spontaneous formation of the clusters. Self-assembly
requires to take advantage of forces that dominate on the
micron scale and below (magnetic, contact, and van der Waals),
resulting in different device designs and functionalities.*’

We describe the effect of isotropic contact and van der
Waals interactions between the spherical particles using a
minimal model, i.e., as soft-core beads, that interact isotropi-
cally by means of a truncated and shifted Lennard-Jones
potential. The interaction is defined as: Ufy'(r) = Uy(r) —
Urj(Teut)s T < Tyt and Ugye = 0, T > Teyr, Where 7y is the distance
at which the potential is truncated, and Uy(r) is the convention-
al Lennard-Jones (LJ) potential, i.e., Uy(r) = —4e[(c/r)"> — (o/1)°].
The parameter ¢ corresponds to the energy scale of the
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interaction and o is related to the characteristic diameter of
the beads d, i.e., o = d/2"° and d = 50 pm. The choice of the rey,
value determines the nature of the potential Ujj'(r): repulsive,
which is also known as Weeks-Chandler-Andersen (WCA)
potential for truncated Lennard-Jones potential in minimum
Tewt = 2"°6, and attractive for a commonly chosen 7y = 2.50.
The presence of attractive interactions between particles is
reminiscent of a Stockmayer fluid, a simple and convenient
model for representing ferrofluids®®" or lattice of particles
stabilized by dipolar coupling.”*

The colloidal structures analyzed here are modeled to rep-
resent the colloidal magnetic particles that have iron oxide
inclusions inside the silica shell: attractive part of isotropic
interaction; we choose a weak interaction between particles,’*
£a=3.5%107"2J (£, = 03Uy for deore = 10 pm) and 7y = 125 pm
for particles with diameter d = 50 pm. The value of the sphere
repulsive contact potential is taken as e, = 7 x 107'° J for par-
ticles with the same diameter d = 50 pm (i.e., & = 10U;4). The
magnitude of the attractive part of potential and interaction
range can be varied by controlling the colloidal charge number
or surface composition.”?

We study the system by means of Langevin molecular
dynamics computer simulations (described in the following
subsection): our spheres are represented by WCA potential,
and carry a magnetic point dipole in their centers. A weak iso-
tropic van der Waals (vdW) attraction between the spheres is
included for a more realist approach to an experimental solu-
tion of colloidal particles. In the experiment, the colloidal par-
ticles are stabilized against irreversible agglomeration by vdW
forces, either by polymers grafted to the surface, or manipulat-
ing the ionic content of the fluid. The vdW attraction between
the spheres provides additional stability to the lattice com-
posed of assembled tubes after the electromagnetic field has
been switched-off. As such, our results can be scaled to
different shell materials, i.e., polystyrene and silica oxide, but
the conclusions of this minimal model should be generic.

2.3. Interaction with conductive wire

We place the conductive wire in a suspension of spherical
magnetic particles. The conductive wire is an elegant way to
cover the cylindrical surface with magnetic particles. Such a
system has been recently implemented by Bécu et al. with
paramagnetic particles.** When replacing paramagnetic par-
ticles with magnetic particles, the magnetic fields of the ferro-
magnetic particles and the electromagnetic field generated by
the conductive wire become independent. As a result, we
obtain an additional tuning parameter - a ratio between mag-
netization of the particle and electromagnetic field or current
of the wire. Still, the system parameters should be carefully
selected to avoid the formation of kinetically trapped clusters
or arcs of particles attached to the wire.

We consider a situation in which colloidal suspension is
placed in the vicinity of the current conducting wire. A wire
with outer diameter 2R,, = 50-100 pm is connected along the
z-direction. In order to generate an electromagnetic field able
to attract particles at the surface of the wire, significant cur-
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rents must go through the wire, giving rise to fields of several
mT at the wire surface. Recent similar experiments with para-
magnetic particles indicate that a 50 pm wire can support cur-
rents of up to 0.5 A for several minutes and up to 0.8 A for a
short time, creating electromagnetic fields up to B = 3.2 mT,**
i.e., By = ul/n(2R,, + d) for d,, = 50 pm wire and d = 50 pm
particle.§ We will show how the interactions between the par-
ticles and of particles with the wire can be balanced to obtain
single wall tubes. Our design based on ferromagnetic particles
has a freedom of tuning the ratio between two magnetic forces:
interparticle magnetic force Fp,, and electromagnetic force
between ferromagnetic particles and the conductive wire Fpy,
i.e., magnitude of magnetic force between two particles
depends on the square of their magnetic moments and the
force between particles and conducting wire depends linearly
on the magnetic moment. At the same time, magnetic moment
is proportional to the cube of the core’s diameter allowing the
variation of the ratio for up to three orders of magnitude, there-
fore this ratio can be anywhere between Fy,y/Fym = 1-1000 (the
single wall tubes will be created only at the higher ratios).

2.4. Langevin molecular dynamics

Langevin molecular dynamics (MD)** was used to study the
self-assembly in the vicinity of the wire under the influence of
an electromagnetic field of uninsulated conductive wire. The
total force of implicit solvent on each particle has the form:

f = fc + ff + fr, where f. is the conservative force of inter-
particle interactions and of particles with the wire, f; = —(m/&)v
is a frictional drag or viscous damping term proportional to

the particle’s velocity, and (f;) = /kgTm/¢ is the random
Brownian force of the solvent. The random force term is
treated as a Gaussian process that adheres to the fluctuation-
dissipation theorem. The rotational degrees of freedom are, of
course, governed by the equations of motion for the torque
and angular velocity of a sphere. Since evolution in time is not
of primary concern in this study, the values of mass, inertia
and translational/rotation friction coefficients are physically
inconsequential to the final state of the system. An estimate of
time, per MD step, can be obtained for 50 pm-sized colloidal
particles with dcore = 20 pm as t = \/My,d? /Uy = 80 ms (mass
of the core-shell hematite/silica particle M = 10 pg). The total
length of the MD simulation was thus estimated to be of the
order of 15 minutes (i.e., about 1000 s).

2.5. Energy minimization

The energies of finite tubes were independently computed
using 10-10’ initial configurations with random magnetiza-

§ To favor the comparison with previous research on paramagnetic particles, we
present here results for wires with 2R, = 100 and 130 pm and particles with
50 pm diameter. Ohmic heating limits the current through wire and is pro-
portional to the square of the current and wire radius. Since the electromagnetic
field B is linearly proportional to the current and inversely proportional to the
distance of centers of the particle and wire, the power is P « B*(1 + d\Ry)".
Therefore, we should note that the increase of the wire diameter allows higher
electromagnetic field for similar dissipation.
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tion (depending on the size of the system). The procedure
included two steps: in the first step ‘overdamped’ equations of
rotational motion of each particle were integrated with respect
to the torque excreted on a particle (same equation as in
Langevin molecular dynamics equations as in the previous
section). The parameters used correspond to motion in a
highly viscous fluid where angular velocity is proportional to
torque, ie., in the limit where no acceleration takes place, in
order to avoid any oscillations. In the second step, the result-
ing configurations were used as the input to a rigorous conju-
gate gradient minimization algorithm.>® The second step was
required since ‘overdamped’ rotational motion converges
slowly towards the ground statef for a prescribed geometry.
The energies of the resulting configurations were compared —
about 10% of configurations had the same energy, in the limit
of numerical precision of about u/u = 1077, corresponding to
the ground state. The minimization procedure always finds
dipole moments tangential to the cylindrical surface, cf. ref. 20.

2.6. Geometry of tubes

We refer to tubes made by stacking of rings.|| In AA-tubes all
constitutive rings are exactly aligned, cf. Fig. 1(a), and in AB-
tubes every ring is shifted by half of the particle’s diameter, in
respect to its preceding ring, cf. Fig. 1(b). Alternatively, AA- or
AB-tubes could be generated by rolling square or triangular
lattices with cylindrical confinement, respectively.

Particle i-positions in AA tubes are calculated as: x; =
R cos(2xi/N), y; = Rsin(2xi/N), and z; = |i/N|d, where |x] is the
greatest integer function and gives the largest integer less than
or equal to x, while N is the number of particles in a constitu-
tive ring. To simplify the discussion, we refer to N also as
curvature since there is a correspondence with the tube’s
geometrical curvature R/d = 1/2sin(n/N), e.g., we obtain
R/d =+/2/(v/3 — 1) ~ 1.3 for N = 8 ring.

One of the ways to obtain AB tubes is stacking of a pair of
two successive rings.** In both rings particle positions are cal-
culated based on their index iz x; = Rcos(2ni/N + 6,), y; =
Rsin(2ni/N + 6,), and z; = |i/N|Az, where 0; is the angular
displacement of rings 6; nmod(|#/N|,2)/N  and

9 A simple example of a discrete ground state is two dipole cases: put two dipoles
next to each other and let them orient freely in three dimensional space, they
will align their moments in a head to tail configuration (coaxially).

|| Apart from self assembly on the micro-scale, it is possible to construct tubes
described in this subsection manually on the macroscopic (millimetre) scale.
The neodymium magnetic spheres are widely available and applicable for build-
ing model systems.’® Neodymium magnets are made of a sintered alloy of iron,
neodymium, and boron (Nd,Fe 4B). The coercive field strength is about
10° A m™". Thus, the neodymium magnets can withstand high external magnetic
fields. The remanence of 1 to 1.5T is at the same time not larger than that in
other magnetic materials. All tubes constructed in this section can be therefore
built with neodymium magnets.

**The tubes can also be created, in analogy to carbon nanotubes, by rolling a
ribbon of a triangular lattice on a cylinder surface.”® The cylindrical geometry is
infinite in one direction and we can, in analogy with crystal lattices, generate
tubes by periodical reproduction of a curved patch (unit cell) along the helical
backbone with spanning vectors (dy,d,). This curved unit cell has n; particles
along the d; direction and n, particles in the d@, direction.
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(a) AA tube (b) AB tube (6=0°) (c) ZZ tube

6=30°

Fig. 1 Illustration of (a) AA, (b) AB, and (c) ZZ tubes. The tubes are
wrapped around the confinement cylinder. Tubes can be created via
ring stacking (highlighted). A single ring is enough in the case of AA and
ZZ tubes. We show that AB tubes can be created in two ways. The first
way is by a pair of successive rings in the case of the AB tube (left panel,
see ESI movie 11). The second way is by wrapping of the ribbon with a
triangular lattice on cylindrical confinement (right panel, see ESI movie
271). In the right panel of the AB tube, the edge of the ribbon with 12
threads is denoted. The ZZ tube can be created in three ways, stack-
ing of zig-zag rings (pictured), wrapping 14 filaments parallel to the
tube’s long axis, or 14 thread ribbons oblique to the axis (see ESI movies
3 and 47). The AB tube has a chiral angle © = 0°. The lattice structure of
the ZZ tube is triangular, like one of the AB tubes, while chirality is
different, i.e., ©® = 30°.

Az = \/d?> — 2R2[1 — cos(n/N)] is the displacement between
successive rings along AB tube’s axis and 7 = 1,Ny,pe. The total
number of particles in the tube Np. is a multiple of the
number of particles in ring N and the number of rings Nyings,
L €., Nube = Nrings-

In addition to stacking of the rings, the tubes can be
created by rolling a ribbon with a square or triangular lattice
on a cylindrical surface. The right side panel in Fig. 1(b) shows
an edge of the ribbon creating exactly the same structure as
that by stacking of rings (see also ESI movies 1-47). In fact,
every ordered tubular structure can be generated by reproduc-
tion of a curved unit cell along the helical lines defined
through curved spanning vectors in analogy to crystals in two
dimensions. This curved unit cell has n; and n, particles along
two spanning directions.”®

Still, there are geometrical limits for a ribbon with a
defined structure (i.e., square, rhombic or triangular). Like in
carbon nanotubes, ribbons of assembled particles can be
rolled at specific and discrete (“chiral”) angles. The chiral
angle can take values 0 < @ < 30° for triangular lattices and 0 <
© < 45° for square lattices, where @ is the angle between the
thread of particles and tangent to the cylinder radius®” (in
Fig. 1). Here, we will demonstrate how combination of the
rolling angle and radius decides the tube’s properties with
respect to magnetic state energies. We show AB and ZZ tubes
which have different chiralities, ® = 0° and 30°, in Fig. 1(b)
and (c), respectively. The circular arrangement of the AB tube
corresponds to, the so called, armchair carbon nanotube equi-
valent. The curvature of the two structures is also similar
Rap/d = 1.932 and Ryz/d = 1.945, while the number of particles
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in a constitutive ring is different, N = 12 and 14 for AB and ZZ
tubes, respectively. An arrangement, circular or helical in the
AB tube and axial or helical in the ZZ tube, corresponds to a
possible choice of magnetization of tubes that is aligned with
their lattice structure.

3. Ampére force driven assembly

The central mechanism driving the adhesion of particles on a
conductive wire is an interplay between dipolar forces between
particles and radial attractive Ampere force. The electro-
magnetic field of the conducting wire is strong enough to
determine the orientation of all dipole moments. In order to
obtain a single layer of magnetic particles, the Ampére force
should dominate inter-particle dipolar forces. Here, we should
point out that the Ampeére force generated by the current in
the wire depends linearly on the magnetic moment of the par-
ticles while magnetic dipolar interactions scale quadratically.
Besides, there are symmetric and short-range forces between
colloidal particles due to their surface design. We base our
analysis on a simplest analytically tractable model for constitu-
tive ring rearrangement and comparison with the MD
simulations.

In the following two sections, we first give analytical results
for Ampére force driven processes. After that, we compare
these analytical results with the ones obtained by computer
simulation for moderate and strong currents. We will show
that only sufficiently strong current is able to pull and attach
all particles to the wire’s surface.

3.1. From self-assembled chain to ring

The first agglomeration phenomenon analyzed analytically is
the strength of the curved electromagnetic field needed to
reduce the radius of an arc built by magnetic particles. An
elongated chain (or cluster of chains) should overcome the
elastic barrier preventing its bending into the ring under the
influence of a circular electromagnetic field. The origin of the
resistance to deformation can be understood in terms of a
transition from local (chain) to global energy minima, corres-
ponding to a ring or stacking of the rings.>**® For simplicity,
we assume that the magnetic spheres have a magnetization
that follows the curvature of the arc (i.e., part of the ring) and
that the arc backbone follows electromagnetic field stream-
lines (i.e., co-centered with wire).

To do so, we consider a thin wire (7gist/Rwire > 1). An arc with
curvature d/R can be obtained by calculating the particle posi-
tions based on their index i in Euclidian space: x; = r4;5¢ cos(6;),
Vi = raise SIN(9;), and respective magnetization m;* = cos(6; + n/2),
m? = sin(6; + n/2), where 0 is the angular displacement of
particles 6 = 2arcsin(d/2rq;s) and d the particle diameter. The
combined resistive magnetoelastic force tries to straighten the
chain and reduce its curvature d/rgi, see dashed lines for N =
4,6,12 particles in Fig. 2(a). Due to the circular nature of the
electromagnetic field, the curvature d/rqg;s of the arc is inverse
of its distance from the wire rq;5.. The magneto-elastic force F
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Fig. 2 Critical (a) force and (b) current required to bend and close an
arc of particles and form a ring, break the ring, or insert particle
between the two rings. The dependence of the forces on distance from
the center of the wire rg;st is shown. The ring is broken when Ampére’s
force pushes one side of the ring inside (spirally deforming ring). The
evolution of the force with the distance from wire rgistance is also shown
in figure (a) with dotted line for N = 4,6, and 12 particles. The critical
current depends on wire radius Ry Since particles become further
away from the center. The magnetic moment of the particle is
1.15 A um?,

increases up to the point when the arc ends start to attract
each other, cf., bold black line connecting maxima of force
curves for different arcs in Fig. 2(a). The critical force for the
chain with N = 4 particles has a maximum F = 30 pN at distance
Taist = 50 pm and N = 6 particles has F = 15 pN at rgjsc = 70 pm.
Thereafter, the deformation of the chain becomes irreversible.
The magneto-elastic force decreases with increasing curvature
d/raisc and changes the sign. The negative force means that
after that point the arc closes on its own. Also, one can observe
that while the critical force diminishes with distance - the
highest necessary critical current is for thin wire and short
arcs (i.e. for three particle arc). The critical force is inversely
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proportional to the distance, i.e., F ~ 1/rgir. The current
needed to generate sufficient electromagnetic field, I ~ 0.02 A,
is therefore independent of the chain length.

3.2. Attaching particles to the surface of the wire

We also observe that for a moderate current the long arc closes
into a ring with a radius larger than the radius of the wire
(Rwire)- How does this ring finally attach to the surface of the
wire? What is the critical force and current required to break
the rings by spiral deformation? The transformation from a
large ring to the adapted wire diameter involves a destabilizing
field able to tear apart a ring by pulling a part of it inwards to
the surface of the wire (74isc > Rwire)- The energy per particle of
the single ring is:

1 /n N_lcos<2%k)+3
ur(N):—Zsm ®>;W (4)

Similarly, the approximate expression for the force required
to break the ring is given by (see also Fig. 2(a)),

cos(—znk> +3

3 . 3/m = N

FS(N) = —gsll’l (N) 2. km (5)
N

Since the Ampere force reaches its strongest value in the
wire surface, the ring will break in the vicinity at this position.
We can therefore estimate the critical current to be I =
2n(d + Ruyire) F/uom, as shown in Fig. 2(b). The current required
to break a ring is more than three times higher than the current
needed to close an arc and increases with the wire radius. Still,
the increase is slow (I ~ R%, .., where a < 1) and is compensated
without the increase in current density through the wire.

The magnetic particles stick (or diffuse) on top of the tri-
angular lattice formed on the cylindrical surfaces. Following
compaction, the remaining beads coming from solvent try to
pop-in between the constitutive rings of the tube. In numerical
analysis, we use the fact that a ring configuration compensates
for the dipole moment and the total dipole moment is zero
within the ring. In far field, the electromagnetic field of the
ring resembles a multipole, ie., the electromagnetic field
drops with the distance as 1//"*?, where N is the number of
particles in the ring. The self-screening of inter-ring dipolar
interactions takes place as soon as the rings are separated by
more than one particle size. Therefore, the change in total
energy depends dominantly on the distance of the touching
rings, ie., the change in their interaction energy,

1. 3<n)
= —_sin’(—
8 N.

o )

+ dz%S; (6)

/2
k=0 2 o2 [(2k+ 1) co (T ’
{dz sin { N + sin <N>
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Fig. 3 Snapshots of MD simulations at moderate (a) IR,,>/m = 1 and strong (b) IR,,’/m = 50 currents are shown. (a) For IR,>/m = 1, we observe
chains form as an oriented collection of magnetic dipoles, increasingly curved by the electromagnetic field as they approach, and eventually attach
to the wire. The particles in contact with wire at t = 1000 s are colored differently. The animation is given as ESI movies 5 and 67 (top and side
views). (b) At strong currents, IR,,2/m = 50, Ampére force inserts particles into the triangular lattice. Insets between t = 53 s and 54 s show particles
while entering moving (shear) tube’s structure turning it into a quasi-stable single stranded helix. The particles belonging to successive rings are
colored differently at t = 185 s to visualize this process. After some time, t = 190 s, the helix shears back into a tube with rings of magnetic particles
conforming electromagnetic field lines. The animation is given as ES| movie 7.1 The magnetic moment of the particle is 1.15 A um?, the wire radius is
(@) Rw = d =50 pumand (b) Ry, = 1.3d = 65 pm, and the current is (a) / = 0.46 mA and (b) | = 23 mA.

where dz is the distance between touching rings and
Z (—1)1'(?) cos[n(2(k + i) —1)/N]. We estimate the
=0,1,2

force F;(N) = (6/+/2)0u;x(N)/0dz needed to push the particle

between the two rings in contact, i.e., at a distance:

=1 Li-eos(B)]sn(Z). )

The resulting critical force and current depend on the wire
radius as shown in Fig. 2(a) and (b), respectively. For wire of
Ryire = 65 pm, on which 8 particles of d = 50 pm could form a
ring, the critical current is 7= 0.4 A.

3.3. Dynamics of assembly

We simulate the Ampere force driven assembly of colloidal
magnetic particles on a cylindrical confinement. The snap-
shots of evolution of the configuration with time are given in
Fig. 3 and animations are given in the ESI as movies 5-7.7 We
model the dynamics of assembled particles with dipolar coup-
ling in the presence of the circular electromagnetic field gener-
ated by the electrical current going through a conductive
cylindrical wire which, at the same time, serves as a geometrical
constraint.

In MD simulations at moderate currents, cf. the inset in
Fig. 3(a), we observe the formation of chains composed of an
oriented collection of magnetic dipoles, increasingly curved by
the electromagnetic field as they approach, and eventually

This journal is © The Royal Society of Chemistry 2019

attach to the wire. This process is schematically given in
Fig. 2(a). The resistance to bending increases as the particles
approach the wire. The chain finally bends due to the fact that
the dipoles cannot align with both, the electromagnetic field
lines and with each other’s magnetic axis. In this frustrated
configuration, the magnetic field of each dipole exerts a torque
on all other dipoles.

At sufficiently high currents we observe that the system
becomes rapidly compact, see Fig. 3(b). We also observe,
between ¢t = 185 s and ¢ = 190 s in Fig. 3(b),TT how the last par-
ticle coming from solvent pushes the already formed triangu-
lar lattice structure forming a metastable single stranded helix.
In this metastable state, the helix backbone and electromag-
netic field are not aligned, resulting in mechanical strain on
the whole structure. At ¢ = 350 s, we observe that the system
shears back into a stable state (tube) with constitutive rings
aligned with the electromagnetic field.

Finally, we should note that a square lattice can only be
obtained by self assembly on a square patterned surface. This
corresponds also to the state-of-the-art in the literature.*’ The
latter one is limited to the self assembly of finite sized struc-
tures. Nano-scale printing allows realization of curved conduc-
tors with a complex surface geometry and opens an interesting
playground for generating different packings of magnetic
spheres. The Joule heating limits the current through a

FtThe particles are colored differently to visualize the movement.
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100 pm wire to 0.5 A.** Therefore, the magnetic moment of the
particle is limited by the total magnetic moment of the particle
and should be m < IR,,*/50 = 25 A ym?, taking into account the
whole size of the particle. The total magnetic moment of the
particle is controlled by the volume of the ferromagnetic core
and choice of the magnetic material. Once the dipolar tube
had been formed, the particles would stay in place after the
wire is removed. The tubular structures are mechanically
stable also at finite temperatures (see movie 8 in the ESIT). We
should highlight that the wire is not only a confinement struc-
ture but an efficient way to control the magnetic configuration
of these tubes.

4. Magnetization of dipolar tubes

In this section, we analyze the implication of curvature and
size effects on the energy landscape of triangular and square
lattices. The isotropic interaction between the particles and
the particles with the wire, which now serves only as a rigid
cylindrical confinement, does not have influence on magnetic
dipole orientation.

4.1. Characteristics of triangular and square lattices

First, we investigate the dependence of ground state energy on
magnetization. All dipoles in the triangular lattice are parallel
and allowed to rotate only around a fixed axis orthogonal to the
plane, see Fig. 4(a), for numerical details cf. ref. 59. There is a
continuous ground state for any in-plane angle 0 with cohesive
energy value u,p ~ —2.7586,1f see also ref. 7 and 8. For a
square two dimensional lattice, similarly, there is a continuous
degeneracy of its ground state, described in Fig. 4(b) and (c). A
continuous state, in this case, involves a unit cell of four par-
ticles. The moments in a unit cell are synchronously coupled
and in our notation take directions 0, = — 0, = + 0, and -0, in
the anti-clockwise direction as shown in Fig. 4(b). The ground
states found are obviously antiferromagnetic, with the total
dipole moment within the cell conserved and equal to zero.
The most striking is the so-called vortex state for 6 = n/4 with a
fully enclosed circulation of the magnetic dipole moment
within the unit cell. The ground state cohesive energy value is
Upp =~ —2.5494.§§ We will use the calculated ground state
energy value as an absolute point for comparison of energies of
different states in tubes with square or triangular lattice struc-
tures. We should note that both antiferromagnetic states are
observed in systems of square particles as a result of the inter-
play between the magnetization defined by crystallinity of the
cubes and the structure of the two dimensional super lattice.

{The
triangular

state of the
angle 6 is

energy of the  continuous  ground

lattice  independent  of the  in-plane

uss = —2{(3) + 162 Y cos(klm)Ko (kIv/3x) ~ —2.7586.

=1 =1
§§The energy of the continuous ground state of the square lattice is

upn = —2£(3) + 162 > S K {Ko[4k(I + 1)) — Ko[2k(2] + 1)m]} ~ —2.5494,
k=1 1=0
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Fig. 4 Visualization of degenerate states in infinite (a) triangular and (b)
square lattices, i.e., respectively AB and AA packings. The dipoles are
depicted as arrows located in the center of the spheres. In the case of
the triangular lattice the unit cell consists of a single particle and in the
case of the square lattice it consists of four particles (gray). (c) An energy
landscape for the square lattice is shown with respect to two 6, and 6,
out of four magnetic moments in the unit cell. Other two moments
were oriented so the energy of the system is minimal. One can observe
a flat valley of degenerate ground state, 6, = —6;, with energy uaa =~
—2.5494. The saddle point which represents a uniformly magnetized
square plane with energy usd® = —2.26 is also marked. The curves are
drawn through the discrete points and are smooth. The results are in
principle scale independent. The reference magnetic energies are U;; =
10728 J and 67 x 1078 J, i.e., 256ksT and 1.6 x 10”kgT, for particles with
magnetic moments m = 1.15 A pm? and 9.2A um?, respectively, where
T = 300 K is the temperature and kg is the Boltzmann’s constant.

Commonly, magnetic cubes are represented by single dipoles
placed in the center. While this is a good approximation for
many systems, it only takes into account about 50% of the total
volume of the cube and is neglecting the effect of the corners.
Therefore one could expect degeneracy breakup due to asym-
metry of the shape of the cubes. Still, the cubes are synthesized
very often with curved edges, ie., as superballs, exhibiting a
continuous transformation of shape from an ideal cube to a
sphere® and they are expected to self assemble in structures

This journal is © The Royal Society of Chemistry 2019
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with a square symmetry.®’ An extent of degeneracy breakup
remains to be analyzed during this shape-shift.

4.2. Degeneracy break-up with curvature

Wrapping of the plane around the confinement cylinder will
make the system quasi one-dimensional and break degeneracy.
We will discuss repercussions of degeneracy breakup on cohe-
sive energy for different dipole orientations. We analyze first
the degeneracy breakup in infinite tubes: according to tube’s
cylindrical geometry, we represent the dipole moment of the
i-th particle in cylindrical coordinates like:

m; = mi,/,§(/, + M€y, (8)

with constraints m”> = m;,> + m;,> (i = 1,...N). The parallel com-
ponent with respect to tube’s axis is given by m, and the
orthogonal component is m,, (i.e., m, is tangential to cylinder’s
circumstance). In Fig. 5, we follow the dependence of energy
on angular parameter 6, m;, = msin(f). We find that the axial
magnetization (i.e., 0 = n/2) of dipole moments represents the
ground state for both AA- and AB-tubes, and circular magneti-
zation (i.e., @ = 0) is the most unfavorable as seen in Fig. 5.
Between circular and axial magnetization (i.e., 0 < 6 < n/2),
we observe a continuous increase of energy with increasing cir-

1%4 3n/8 /2

Fig. 5 Dipolar cohesive energy spectrum of configurations for dipole
orientations shown in Fig. 4 on a curved surface of the infinitely long
tube with (a) square AA and (b) triangular AB tubes. Breaking of degener-
acy with respect to angle ¢ due to the curvature, i.e., proportional to the
number of particles in the constitutive ring N, is shown. The axial mag-
netization corresponds to 6 = n/2. The inset shows convergence of
dipolar cohesive energies for § = 0, and /4 to infinite two dimensional
plane value u (for square lattice uap = —2.5494 and for triangular lattice
Upg = —2.7586). The reference magnetic energies are U;; = 1078 J and
67 x 1078 J, j.e., 256kgT and 1.6 x 10%ksT, for particles with magnetic
moments m = 1.15 A pm? and 9.2A pm?, respectively, where T = 300 K is
the temperature and kg is Boltzmann'’s constant.
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cular alignment of magnetization. These transition states, we
call vortex in the case of square AA tubes and helical in the
case of triangular AB tubes, e.g., 0 = n/4 in Fig. 5(a) and (b),
respectively. The cohesive energy, of different configurations
shown in Fig. 5, converges to a continuously degenerate state
with increasing curvature N, following the power law, u™ —
u™ ~ N2, ¢f. the inset in Fig. 5.

Configurations (A1), (B1), (C1), (D1), and (E1) are shown in
Fig. 7. The results are in principle scale independent. In this
work, we have used in all examples length scale d = 50 pm.

4.3. Magnetization states in finite tubes

We will go one step further and consider finite tubes which
consist of Ny stacked rings. Tube’s length influences
ground state dipole orientation on both global and local levels.
The competition between the two geometrical parameters, (i)
curvature N and (ii) tube length Ny, leads to different poss-
ible magnetic states of the tube. The energies of ground states,
at a prescribed number of rings Ny, and for two curvatures
N = 8, 12, are given in Fig. 6 for AA and AB tubes (i.e. square
and triangular tubular structures).

Points (A2), (B2), (C2), (D2) and (E2) from the state diagram
are chosen as illustrative examples in Fig. 9. The results are in
principle scale independent. We used length scale d = 50 pm.

Finite AA tubes. For square AA stacked tubes with N = 12 cur-
vature, the circular magnetization state is stable for (2 <

2.3

11 1111 1 1 11

4 6 810 20 40 60 100 200

rings

Fig. 6 Reduced cohesive energy profiles u as a function of the number
of rings Niings for AA and AB tubes with curvatures N = 8 and 12.
Configurations for points (A1), (B1), (C1), and (E1) are shown in Fig. 7 and
(A2), (B2), (C2), (D2) and (E2) in Fig. 9. The curves are plotted through the
discrete points and serve as guide to the eye, all points lie on the curves,
and only a few listed and analysed points are shown. Before points (A1)
and (B2) the magnetization is ideally circular and the energy decrease is
only driven by the addition of new rings. The results are in principle
scale independent. Two possible choices for reference magnetic energy
could be U;; = 107*® J and 67 x 1078 J, i.e., 256kpT and 1.6 x 10kgT, for
particles with magnetic moments m = 1.15 A pm? and 9.2A pm?,
respectively, where T = 300 K is the temperature and kg is Boltzmann's
constant.
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Fig. 7 Illustrative examples of characteristic ground state magnetization
for tubes with AA stacking. Configurations (A1), (B1), (C1) and (E1) are
obtained with curvature N = 12, and (D1) with N = 16.

Nrings < 9) rings. It turns out that circular magnetization is the
ground state of short tubes, relative to their constitutive ring
size N. The circular magnetization case Nyjngs = 9 is illustrated
in Fig. 7(A1). The change in magnetization towards axial is
abrupt for Nyjnes = 10 and curvature N = 12, see Fig. 7(B1). We
observe a local antiferromagnetic circulation formed almost
over the whole length except in terminal rings. The dipoles in
the middle of the tube are only slightly misaligned with tube’s
axis (i.e., for angle 0.12x). As a result of change in the magnetic
order we observe, Fig. 6, that the slope of cohesive energy
changes from Nyings = 9 to 10, Le., between points (A1) uas'>° =
—2.4534 and (B1) uas'>"® = —2.4589. Extending further the
tube length Nynes > 13, we observe a well formed axial anti-
ferromagnetic state with chains of alternating magnetization
parallel to the tube axis.

The state diagram of AA tubes is given in Fig. 8. The calcu-
lated equilibrium states are given for different curvatures and
lengths of AA. The coloring method in the state diagram is
based on the local order parameter, conveniently defined as:

x1pp = [2((mz/m)*) ), — 1, (9)

where (m,/m)” is the scaled intensity of local magnetization in
the axial direction and ( )/, is the average in the middle of the
tube (z = L/2).9] The idea of the order parameter is to visualize
transition states (between axial and circular). Magnetic states
which do not match with axial nor circular states in the
middle of the tube are also referred to as vortex states in AA
tubes. The order parameter measures the misalignment of 1
from the geometry of the tube, it is y;, = 1 in circular, ie.,
(my/m)* = 0, and axial states, ie., (m,/m)* = 1, i.e., white areas
comprising points (A1) and (E1) in Fig. 8 (¢f. also Fig. 7). The

991n the case of even number of rings, i.e., Nyt = 2k, we take two rings above/
below z = L/2.
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Fig. 8 State diagram of AA tubes. It is shown in 2D tube length-curva-
ture parameter space, i.e., L(R) or Nyings(N), with clear indication of axial,
circular and transitional vortex magnetization states. The coloring
method based on order parameter y,,,, defined in eqgn (9), is applied.
The order parameter y, ,, is zero in axial and circular magnetic states, i.e.,
when the magnetic texture is parallel to tube geometry, and equal to
unity when the magnetic structure is turned by 45° (i.e. equidistant from
axial and circular magnetization).

state diagram contains three regions corresponding to the
three classes of equilibrium states. We observe pure circular
magnetization with no axial dipole component for short tubes.
In the transition state, there is a change from the dominantly
axial orientation of dipoles in the middle of the tube (z = L/2)
to a vortex-like orientation at tube’s ends (z = 0,L). We observe
that a transition from a vortex to an axial state follows roughly
a linear trend for 4 < N < 14. For N = 16 this trend is broken
and the transition occurs earlier (after a single additional ring
and not two). The resulting local order parameter is very small,
e =~ 0. This is all a result of a strong local circulation, ie.,
0 =n/4, my =m, =m/\/2, cf. value of y,, at point (D1) in
Fig. 8 and also visualization in Fig. 7.

Finite AB tubes. In the case of AB stacked tubes (triangular
lattice), for N = 12 curvature, the circular state is stable for (2 <
Nrings S 70) rings. After that, only dipoles in the middle of the
tube significantly start to change magnetization, cf. Fig. 9(A2)
and (B2). Only when the local order parameter, ., ~ 0, we
observe a change in the dependence of cohesive energy on
tube’s length Ny, cf. Fig. 9(C2) and Fig. 6 for Nyjgs = 85. The
energy for configuration (C2) is uxg'>® = —2.6895. The simi-
larity of observed state transitions with increasing length of
the dipolar tube to state transitions observed in solid magnetic
nanotubes is striking.'>'® This is surprising due to the
absence of the exchange interaction in dipolar tubes. We call
the transition state y;,, ~ 0 the helical state. The helical state,
both in solid and dipolar tubes, is a result of the interplay
between tube’s curvature and length. We find three equivalent

This journal is © The Royal Society of Chemistry 2019
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Fig. 9 lllustrative examples of characteristic ground state magnetiza-
tion for tubes with AB stacking.

states: clockwise, anti-clockwise and symmetric, within
numerical accuracy, as a result of broken symmetry.

There are three clear differences between transitions from
circular to axial states in AA and AB tubes, as seen in Fig. 8
and 10:

« The transition occurs at smaller tube lengths in the case
of AA tubes, i.e., in AA-tubes for curvature N = 12 transition is
at Nyings ~ 10 while for AB-tubes it will occur at Nyjpgs & 80;

« For AA tubes, the circular state sharply changes into the
transitional vortex state when the threshold length is reached.
In the case of AB tubes, the transition through the helical state
is gradual with increasing length;

« Edge effects at tube’s ends, ie., in the vicinity of z = (0,L),
are much stronger in AB tubes than in the case of AA tubes,
i.e., in AB-tubes for curvature N = 12 they extend over ANyjngs =
30 rings on each side of the tube, compared to only up to
ANings = 3 rings.

It is insightful to compare the energies of obtained finite
tubular magnetizations with the limits of an infinite planar tri-
angular and square lattice. In the case of AB tubes for N = 12,
Nrings = 200, we obtain Uap'®?°° = —2.7203 and an energy devi-
ation of about 15% from the infinite triangular plane case.
This is essentially due to the edge effects that are still non-neg-
ligible. For much shorter AA tubes, i.e., N = 12, Nyjngs = 35, we
are with u,p">*° = —2.5233 within 10% from the infinite plane
case.

At this point we would like to draw a comparison with
solid-state MNTs. In MNTs the magnetic properties are mainly
defined by dipole-dipole and exchange interactions, wherein
the latter stems from quantum mechanical considerations.
Exchange is a short-range interaction that, in micromagnetic
approximation, is typically characterized by the exchange
length (l) that is not larger than a few tens of nanometers.
The quantum mechanics signature in magnetic states of nano-
tubes can be neglected whether by choosing curvature R > .,
or reducing the exchange length to zero. The magnetic equili-
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Fig. 10 State diagram of AB tubes. It is shown in 2D tube length-curva-
ture parameter space, i.e., L(R) or Nyings(N), with clear indication of axial,
circular and transition helical states. The coloring method y,,,, defined
in eqn (9), is applied. The order parameter y,,, is zero in axial and circular
magnetic states, i.e., when the magnetic texture is parallel to tube geo-
metry, and equal to unity when the magnetic structure is turned by 45°
(i.e. equidistant from axial and circular magnetization).

brium states of MNTs are mostly defined according to the ratio
between MNT dimensions, such as their length L and radius
R. The radii Ry ~ nlx and Ry = yl., are critical transition radii
with # = 1-10 and y = 10-50. In MNTs with L > R and R < Ry
uniform axial states are the preferred ground states. At Rx <R < Ry
and L > R the magnetization is in the axial state (i.e., only
the center of the tube is axially magnetized), and if the length
is reduced to L ~ R magnetization turns into the circular state.
The helical state appears as a transition state between the axial
and circular states as a result of a reduction of the tube’s length.
All these states have been predicted theoretically'>'® and
measured experimentally just recently.'*™'® Thus, solid state
MNTs with weak or comparable exchange interaction regard-
ing the dipolar interaction will exhibit a circular magnetic
order. This is not the case in dipolar tubes, consisting of dis-
crete (nano- or even micro-particles), where exchange inter-
action is not present. And still, we could find all states seen in
MNTs (circular, helical, and axial). We also observe similar
tendencies with respect to the tube’s size. We find the circular
state in short, the helical intermediary state in medium, and
the axial state in long dipolar tubes.

The principal difference between the AA- and AB-tubes is
the total magnetic moment. For AA-tubes the total magnetic
moment is zero. In the case of AB-tubes, the axial and helical
states have a finite total magnetic moment, just like MNT
counterparts. Fig. 11 shows the dependence of magnetic field
intensity on radial distance from the center of AA and AB
tubes. The magnetic field at the closest approach of the probe
particle Ar/d = 1 is always smaller than the magnetic field of a
single constitutive particle B/B, = 1 in side by side 1| configur-
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Fig. 11 Dependence of the intensity of the magnetic field B from radial
distance Ar = r — R from the center of dipolar tubes, where R is the tube
radius. The magnetic field is given for the (D1) AA tube in the vortex
state L/d = 13 long and with curvature N = 16, (A2) the circularly magne-
tized AB tube with L/d ~ 53 and N = 12, (E2) the axially magnetized AB
tube with L/d ~ 98 and N = 12, and the uniformly axially magnetized
infinite AB tube with the same curvature (N = 12). The distance Ar/d = 1
is the distance of the closest approach of the particle to the tube. The
configurations of AA and AB tubes are shown in Fig. 7 and 9, respect-
ively. We used length scale d = 50 pm. Reference magnetic field is By =
1 T for two particles with magnetic moments 1.15 A pm?.

ation. The vortex state in the AA tube results in a Bp,(1)/By =
0.09, while in the case of AB tubes Bg,(1)/B, = 0.19. The smal-
lest structure shown in Fig. 11 has more than 200 constitutive
particles, i.e., the (D1) AA tube in the vortex state. In all three
cases of the finite tubes, the intensity of magnetic field far
from the tube follows the power law on distance, i.e., B ~ A7 >
for Ar/L > 1. Only in axially magnetized infinite AB tubes the
magnetic field exponentially decays with distance Ar/d and
therefore fulfills flux closure, ¢f. also ref. 62. This result is not
surprising from the micromagnetic point of view since in a
finite object a singularity-free solution cannot exist for topolo-
gical reasons.®® Only if the system is infinite at least in one
dimension, micromagnetic solutions may be constructed. As a
result, magnetostatic energy is minimized, leading to similar
ground states in finite MNTs and dipolar tubes, that tend to
reduce the stray field but cannot make it negligible.

4.4. Chirality and degeneracy breakup

In this section, we would like to point out, how chirality of the
structure influences the energy barriers between different
states in dipolar tubes. The ribbons of assembled particles can
be rolled at different (“chiral”) angles @. In our self assembly
experiment, combination of the magnetic field along the wire
and the circular electromagnetic field will result in creating
ferromagnetic tubes with a specific chiral angle. We will only
briefly analyse limiting cases which are actually the most
interesting ones from the point of the metastability (ie.,
energy differences between different states). Antiferromagnetic
tubes need to be created on a cylindrical structure with a tilted
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pattern. The radius of these tubes will depend on the lattice
structure (i.e., square or triangular) and chiral angle. Here, we
will demonstrate how the combination of the rolling angle and
radius decides the tube’s energy. In the previous section, we
have calculated energies of different states for tubes obtained
by stacking of the rings. In the following text, we will follow
energy gains and losses due to change in the chirality (orien-
tation) of tube’s lattice with its axis ® = 30° in triangular and
O = 45° in square lattices.

First, we will compare the energy of the infinite AB tube
shown in Fig. 5(b) and the ZZ tube shown in Fig. 1(c). While
the ZZ-tube is aligned with the tube’s axis, the ribbon generat-
ing AB tube is rolled under a 60° angle, see Fig. 1(b). The
energy of the circular state in Fig. 5(b) is uSevlar = —.694 for
the unit ring of N = 12 particles and 6 = 0. The helical state (6 =
n/3), in Fig. 5(a), is more energetically favorable, uhglical =
-2.7315. The axially magnetized state has energy u3i =
—2.7441 for 0 = n/2. The difference between circular and axial
state energies is small, i.e., less than 2% of the total energy.
Already at moderate curvatures, ie., R/d = 1.932, the difference
in the infinite triangular plane value (™) is small, w33l —
uxg™ = 0.015 or roughly 0.5% of the total energy value. If we
chose chirality to align the tube’s structure with its axis, as in
ZZ tubes shown in Fig. 1(c),|||| the energy converges faster to
the infinite triangular plane value. The energy difference, for
the system shown in Fig. 1(c), is u& — u,z™ ~ 0.001.
Improved convergence of the axial state comes with a marginal
increase of energy difference to circular and helical states of
less than 3% of the total energy value. The energies of circular
and helical states, for the ZZ tube in Fig. 1(c), are """ =
—2.618 and 1,1 = —2.7, respectively. We can conclude that
by changing chirality we can manipulate energy differences
between different states.

The AA tube’s square lattice is aligned with the tube’s axis,
see Fig. 5(a). What will happen if we turn the tube’s lattice
structure by 45°? We show the configurations and results of
energy calculations in Fig. 12. To demonstrate the stability of
the structure it is also realized with neodymium magnetic
spheres. The striking feature is a comparably small energy
increase of g, " — 4 YO = 1.8 x 107%, ¢f. Fig. 12(c). This
means that in realization with a finite temperature this system
would be degenerate. Since an infinite tube can never be rea-
lized, one could ask how significant is the influence of the
edges? In this context we calculate energies of finite tubes con-
sisting of N = 208 particles, ie., which correspond exactly to
the helical and vortex configurations shown in Fig. 12(A) and
(B), and obtain values """ = —2.4527 and " =
—2.4495, respectively. Therefore, at least in these two finite con-
figurations the energy is relatively close to each other (within
2%) and to that of infinite tubes (i.e., within 5%). In contrast
to AA tubes in the previous section, the local magnetic order of
finite and infinite tubes shown in Fig. 12 is quite similar. The

|ll[In the ZZ tube, particles form chains (so called, filaments) parallel to the
tube’s axis.

This journal is © The Royal Society of Chemistry 2019
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(a) helical anti-ferromagnetic tube

-~ T

Fig. 12 The helical (a) and vortex (b) anti-ferromagnetic states realized
with neodymium magnets (in upper panels) and magnetization pattern.
The energy spectrum of configurations (c) for the same infinite
configuration with respect to angle 0, where 6, = 0, 6, = -0, 65 = + 0,
and 04 = © — 0. The case 0 = /4 corresponds to helical and 6 = 0, n/2
vortex state. The chiral angle, i.e., the angle between thread of particles
and tangent to cylinder radius, is @ = 45° and is also marked in the planar
scheme of the system in panel (c). To convert results in real units, for
example the reference magnetic energies U;; = 107 J or 67 x 1078 J
could be used that correspond to 256kgT or 1.6 X 10% kgT, in cases of
particles with magnetic moments m = 1.15 A pmz or 9.2A pmz, respect-
ively, where T = 300 K is the temperature and kg is Boltzmann’s
constant.

reason is that the tubes finish the crown (zig-zag) ring which
prevents formation of a continuous head-tail magnetic order.

5. Conclusion and outlook

In the first part of the paper, we demonstrate that using mag-
netic particles with a permanent dipolar moment gives

This journal is © The Royal Society of Chemistry 2019
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additional design freedom for an experiment recently pro-
posed. Injection of an electrical current into a conductor wire
induces an electromagnetic field. The radial gradient of this
field owns the ability to attract magnetic beads. The particles,
therefore, assemble on the wire surface. We explored the inten-
sity of the electromagnetic field that leads to a transformation
of the clusters attached to the wire into a single layer tubular
structure. We further analyse the limits on the injected cur-
rents to minimize the Joule heating and steer the particle
assembly. In this regard, we have found a realistic range of cur-
rents and resulting electromagnetic fields at which the assem-
bly of spheres and its magnetic orientation are stable and con-
trollable. Our results are generic and can be scaled to many
different systems. Once the current is switched off, the circular
electromagnetic field disappears, and the particles stay
assembled held by interparticle interactions. From this point
on, the magnetization of colloidal particles turns and relaxes
to the equilibrium configuration.

In the second part of the paper, we studied the curvature-
induced breakup of the continuously degenerated state when a
two-dimensional ribbon of spheres is curved and transferred
to the cylinder. We show that different ferromagnetic states,
observed previously,”>*® are a result of curvature induced
energy barriers that lift the continuous degeneracy in the tri-
angular lattice. We performed a systematic investigation of the
degeneracy break-up as a function of the tube length and
packing symmetry (square or triangular), which lead to a
number of equilibrium magnetic states of dipolar tubes. For
triangular packing, we show that dipolar tubes transcend the
scale. Their equilibrium states mimic the ground magnetiza-
tion of magnetic nanotubes where the dipolar interaction is
either comparable or dominate over the exchange interaction.
Indeed, we found the circular state in short tubes, the axial
state in long tubes, and the helical state in between. This is an
important conclusion since it shows that all these states could
exist in magnetic nanotubes also without exchange inter-
actions. We find that the planar square lattice has a continu-
ously degenerate antiferromagnetic state. In tubes with the
square lattice, we have found remarkable magnetic vortex con-
figurations formed spontaneously. Such a configuration was
observed previously only in a system of magnetic cubes due to
intricate relation between the crystallinity of the cubes and
packing. Antiferromagnetic states have no analogous in the set
of magnetic ground states in continuum magnetic nano-
tubes'®*! and are remarkable due to their curvature-induced
stability and non-colinear texture. Indeed, these non-colinear
states can be very attractive for further research on magnetiza-
tion dynamics (reversal processes mediated by domain wall
propagation and spin-waves) due to the macroscopic scale of
dipolar tubes, and therefore less complexity in experiments.

In the context of curvilinear nanomagnetism,"*?* the
present theoretical result could represent a departure point
and alternative means to test and explore equilibrium and
dynamic magnetic properties at macroscopic scales. The
dipolar tubes present an alternative technique to reduce the
complexity of experiments and a platform to prove concepts

Nanoscale, 2019, 11, 2521-2535 | 2533
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for applications in magnonics at more accessible parameters
(reduced frequencies and macroscopic wavelengths). The
experimental realization of cylindrical magnetic objects is very
demanding since curvature effects might be overshadowed by
wall pinning on imperfections, such as grain boundaries and
edges.” The realization of presented quasi-one-dimensional
or edge free ferromagnets and antiferromagnets would create
an accessible platform for testing concepts of spin-based elec-
tronics (e.g., Cherenkov-like spin wave emission®>®* or curva-
ture induced non-reciprocities in magnonics®®%) and infor-
mation technologies by getting around a requirement of
robust magnetic uniformity at temperatures of technological
relevance. An additional application of the tubular assemblies
of dipoles could be modeling of the ordered planar systems
due to the absence of the lateral edges in curved geometry and
low energy barriers. Macroscopic dipoles were, for instance,
successfully used to study frustrated states in spin glasses.®
Although the previous approach cannot be applied straight-
forwardly to ordered planar structures, since edge effects could
overshadow properties like the response to magnetization
reversal, it can motivate further studies on this topic.
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1 Introduction

Particles with permanent dipole moments, such as magnetic
particles, are well known for their outstanding self-assembly
properties.'™ In biology, tubular and helical structures are
relevant self-assembled objects, for instance, found in bacterial
flagella® and microtubules.>® Other instances of such tubular/
helical structures can be found in various materials with specific
building units that can be: carbon atoms,” coiled carbon nano-
tubes,® DNA,? nanoparticles,'® or amphiphilic molecules.""™** Self
organization of cubic magnetic nanoparticles** and asymmetric
colloidal magnetic dumbbells"® into helical architectures were
recently reported without the need for pre-existing templates.
On a more theoretical side, hard spherical particles confined in
narrow cylinders spontaneously assemble into helical structures'®"”
and this is also seen experimentally.'® Hard-spheres with permanent
moment can be employed as a paradigm for more complex helical
molecular superstructures,'® or microtubules.**?! The pioneering
theoretical work of Jacobs and Bean?* and later that of de Gennes
and Pincus®® shed some light on the microstructure of self-
assembled unconstrained (spherical) dipoles. More recently, the
paper>* advocated the ground states of self-assembled magnetic
structures. The authors proved that for a sufficiently high number
of particles the ground state is obtained via ring stacking
into tubes.>* On the other hand, Vella et al** showed an
illustrative example in which a macroscopic straight portion
of the chain spontaneously wraps itself building a tube. At
larger scales, the Janus chain model was able to reproduce well
the formation of superstructures and double helical conformations

“ Scientific Computing Laboratory, Institute of Physics Belgrade, University of
Belgrade, Pregrevica 118, 11080 Belgrade, Serbia. E-mail: igor.stankovic@ipb.ac.rs
b Institut de Chimie, Physique et Matériaux (ICPM), Université de Lorraine,
1 Bd. Arago, 57070 Metz, France

This journal is © The Royal Society of Chemistry 2016

local triangular arrangement with densely packed filaments parallel to the tube axis.

of amphiphilic molecules.***” The competition between toroidal

and rod-like conformations, as possible ground states for DNA
condensation, was studied using a polymer chain model function
of stiffness and short range interactions.”®*® Also the recently
introduced polymorphic dynamics model*>*" was able to reproduce
the behavior of the microtubule lattice based on a rough under-
standing of underlying atomic level processes. The general scientific
problem of understanding the processes by which building blocks
(dipoles) self-assemble and obtain their functionality is highly
challenging.?*3¢

The goal of this paper is to address the intimate link between
microstructure and cohesive energy. Tubular helical structures
can be obtained either (i) through ring stacking or (ii) by rolling
one or multiple helices on a confining cylindrical surface (Section 2).
The dipolar interaction model is introduced and a link between
the dipole distribution and the microstructure is established
in Section 3. In Section 4, starting from the most simple case
corresponding to a single helix, we discuss the relationship
between the surface packing and the resulting macroscopic
properties such as the cohesive energy or overall polarization.
Then, the more complex situation of multiple helices with densely
packed constitutive particles is addressed. There, the degree of
alignment (especially in the ground state) between the dipole
moment orientation and the helix axis is analyzed.

2 Geometry of helices
2.1 Geometry of the single helix

In the framework of this paper, helices are composed of hard
spherical particles and confined to a cylinder’s surface, i.e., the
helices are created by rolling threads on the cylindrical surface
of radius R.,. Geometrical parameters that define a single helix
are: the azimuthal angular shift I' between the centers of two

Soft Matter
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Fig. 1 lllustration of a single helix with the relevant geometrical parameters
(R,I'Az) labelled. The bold line connecting spherical particle centers
represents the backbone of the helix. In the upper part of the figure, the
azimuthal dipole moment orientation « is defined in a local coordinate
system with its origin corresponding to the particle center. The z’-axis is
parallel to the cylinder axis.

successive particles and the radius of the helix R = R.,; + d/2,
where d stands for the hard sphere diameter, see Fig. 1. The radius
R represents physically the distance of the closest approach
between the cylinder axis and the center of the spherical particle.
The Cartesian coordinates of particle 7 in a single helix are
calculated as: x; = Rcos(il'), y; = Rsin(il'), and z; = iAz, where i € Z
and assuming that one particle is at (x,y,z) = (R,0,0). The distance
between the centers of each two successive particles along the
helix axis is labelled Az, see Fig. 1. When constructing a helix, its
radius R and the azimuthal angular distance I" have to be chosen
in a way that ensures non-overlapping of hard spheres. The non-
overlapping constraint is expressed for any two particles i, j as

@ne=2 (O)ne=4 () n.=6

View Article Online

Soft Matter

|'7j| > d. Since the helix thread is connected everywhere, any
two successive particles are touching. We can obtain Az as a
function of other two variables: Az = /d*>+2(cosI — 1)R2.
Thereby, variables Az, R and I' are not independent. Clearly,
with decreasing Az (i.e., increasing I') helices become more
compact. Because of the connectivity, every particle in a helix
has at least two neighbors, i.e., the coordination number, 7., is
always greater or equal than two (n. > 2). The highest packing

density of the particles for the prescribed confinement radius R
will be achieved when the successive helix turns touch. In this
situation of touching turns, the coordination number 7. can be
either four or six. Therefore, in general, n. € {2, 4, 6}, where the
case n. = 2 corresponds to non-touching turns. Based on the
coordination number 7., we can classify helices as follows (see
Fig. 2a-c). Examples of helices with two neighbors n. = 2 and
four neighbors n. = 4 at a prescribed cylindrical confinement,
e.g., R/d = 1.78, are sketched in Fig. 2a and b, respectively. For
a number of well-defined radii, as discussed later in this
paper, densely packed helices with six neighbors (n. = 6) can
be formed, see Fig. 2c. In the following sections, we will also
investigate stacked rings forming the so-called tubes, also
depicted in Fig. 2d-f.

2.2 Order parameters for single helices

The surface packing fraction, 1 = S/Sayail, is defined as the ratio
of the area S = nd’/4 covered by one particle and the area
available for one particle S,y,i;, in an unrolled configuration.

Following the definition of the surface packing density we
obtain:{

dZ
T RAZR (1)

For comparison we are also going to derive the packing fraction
for the tubes:i

e The surface packing fraction of AA tubes is given by
Naa = Nringd/8Rus for an AA tube with Ny,g particles per ring
and the confinement radius Raa/d = 1/[25in(n/Nying)], see Fig. 2d
for a microstructure with Ry,/d = 1.93.

(d) AA tube (e) AB tube (f)ZZ tube

Fig. 2 Illustration of different classes of helices, based on the coordination number n. = 2, 4, and 6. (a) Helix with non-touching turns (n. = 2). (b) Helix
with touching turns (n. = 4). (c) Densely packed helix (nc = 6). The other panels illustrate the so-called (d) AA, (e) AB, and (f) ZZ tubes. The tubes can be
created by strict axial stacking of unit rings. For AA and AB tubes unit rings are flat, whereas, for ZZ tubes the unit ring has a crown shape (reminiscent of
the pile of 'zig-zag' rings). The radii of AA and AB tubes are the same R/d = 1.93.
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e Similarly, for AB tubes, the packing fraction is 17,5 = Nringdz/
8RapAZag, With Rag = Ras. Here, the elevation Az,g between two
consecutive rings is:

Azap = (d/2)y/2 + 2cos(n/N) — co(n/N).  (2)

o For ZZ tubes, the packing fraction is 17 = Nyingd/8Rzz, with the
confinement radius Rzz/d = v/3/[4sin(m/Nring)]-

To further characterize the helical microstructures, we
introduce an additional geometrical order parameter ¢ which
is valid for n. = 4 and 6. This order parameter connects an
individual reference particle 0 located at 7, in the helix with its
two neighbors: its immediate successive particle 1 in the turn
(For = 71 — 7o) and a neighboring particle 2 from the next turn
(Foa = 75 — 7o), see Fig. 3(a).

The angular coordination order parameter is conveniently
defined as:

FO] ) ?02
5:2‘(,42‘v (3)

In the two limiting cases, the angular coordination order
parameter has values: &, = 0, for a locally square lattice on a
cylinder (e.g., AA tubes, check Fig. 2d) and &, = 1, for a locally
triangular lattice (e.g. AB tubes, check Fig. 2e). In all other
cases, the value of the angular coordination order parameter ¢
is between those two extreme values, i.e., 0 < ¢ < 1.

2.3 Multiple helices at high surface packing fraction

The densely packed helices (n. = 6) can be created, in analogy
with carbon nanotubes, by rolling a ribbon of a triangular
lattice on a cylinder surface.>” We deal with cylindrical geometry,
infinite in one direction. We can generate these helical structures
by periodical reproduction of a curved patch (unit cell) along the
helical line with spanning vectors (d;, @,). This curved unit
cell has n, particles along the a, direction and n, particles in the
a, direction.§

Since we deal with hard spheres and we aim to build very
dense structures, the parameter space (R,Az,n4,n,) is significantly
restricted. We are going to find out that only two of these
parameters are independent. There exists a relationship linking
the elevation angle O = arcsin(Az/d) and the confinement radius
R, see ref. 37. Bearing in mind that for any pair (ny,n,) or
equivalently (n,,n,), we have a unique corresponding structure

+ The available area per particle is Sayaii = 2mRAZ, where the distance between
successive particles along the tube axis is Az. We take for the surface covered by
particle S = nd*/4, i.e., neglecting curvature. This results in a small overestimation
of the packing fraction (less then 2% for large curvatures, e.g., R/d = \/3/2).

i The tubes are obtained via ring stacking. It is convenient to calculate the
surface packing fraction as the ratio of the area covered by the particles in a unit
ring and the available area per ring. The surface covered is S = Nyingnd”/4. The
available area per ring is Saai = 2nRAz, where Az is the distance between
successive rings. The distance between successive rings is Az = d for AA and ZZ
tubes.

§ The values n, and n, can be seen as the two possible widths of the ribbon
generating the same helical structure.
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Fig. 3 (a) lllustration of a helix made of hard spheres, helix backbone
(solid line), and the vectors connecting a reference particle O located at
(x.y.z) = (R,0,0) with its neighbors: an immediate successive particle 1 in the
turn located at (o) and a neighboring particle 2 from the next thread turn
at (Fo2). (b) An overview of the principal geometrical parameters of n. = 4
and 6 helices: elevation angle ® and azimuthal angular shifts I'y and I', (see
egn (7). In our notation, densely packed directions along the helical
superstructure are called threads. The corresponding elevation distances
of successive particles along helix axes Az, , (see eqn (9)) are also given for
two possibilities for the rolling of the same helix configuration.

with n. = 6, one arrives at the following two independent
equations:

V3n,
%) = t P 4
(ny,my) = arctan <2n1 T (4)
and
2

180° = n arcsin (i)nl—-i—nz

4R ViR +n? +nin;
(5)

+ ny arcsin

( d ) 2n, + my
AR) i nz s
We have solved those two equations and obtained the sets (©,R/d)
shown in Fig. 4. For each value of R there are two different values
of ©, symmetric around @ = 30°, which correspond to lattice
constant pairs (n3,n,) and (n,,n,), respectively. The (n4,n,) pairs
are actually identical structures with opposite chirality.*® The six-
fold rotational symmetry of the lattice restricts ©® € [0°,60°].

We now look into properties of (ny,n,) pairs in order to
characterize the multi-thread structure of six neighbor helices
(n. = 6). First, we identify the link between n. = 6-tubes and the

Soft Matter


http://dx.doi.org/10.1039/C5SM02774H

Published on 19 January 2016. Downloaded by Technische Universiteit Delft on 18/02/2016 14:49:01.

Paper

AB tubes

n,=n,
ZZ tubes

i n,=0
1 AB tubes
06 08 1 12 14 1.6

R/d

Fig. 4 Phase diagram in the (©,R/d)-plane showing possible unit cells
characterized by (ny,n;) pairs. Solid lines represent unit cells with n; fixed,
and the dashed ones represent unit cells with n, fixed. The three horizontal
lines (dot-dashed) correspond to tubes.

8 9

(n4,n,) pair values. The pairs (0,n,) and (74,0) leading to © = 60°
and 0°, respectively, represent AB tubes, cf. Fig. 4. The pairs
with n, = n, corresponding to @ = 30° lead to ZZ tubes that are
characterized by constitutive straight filaments parallel to the
ZZ tube axis, see Fig. 2f. The curve with n; = 1 (with n, > 3)
corresponds to a single helix, n; = 2 (with n, > 3) to a double
helix, n; = 3 (for any n, > 4) to a triple helix, and more generally

an ny-helical structure is obtained when n, > n; + 1.9
We employ Cartesian coordinates to express positions of
particles in an n-helix similarly to the single helix case, using

two indices, { € Z and j = {1,n}:

Xigjn = Rsin(il"l +jl"2)

Yijn = Reos(il'y +jT'5)
Zign = 1AZy + jAZ. (6)

In eqn (6), I'; represents the azimuthal angular shift between
each two consecutive particles along a given thread and I, is
the angular shift between threads, i.e., densely packed directions
in a superstructure, see Fig. 3(b). The azimuthal angle I'; is
merely provided by:

d 2
I'y = arccos|1 — (—cos @)
V2R

The angular shift I", between threads is more delicate to derive.
Knowing that starting from the reference particle it is possible
to reach the same particle position following two paths along
threads (in @, or d,-direction), one can arrive at a relation
linking I'; and I': 360° = (ny + ny)l'y — noly.

The dependence of angular parameters I'; and I, on the
reduced helix radius R/d is displayed in Fig. 5, for ©® < 30 in the

: (7)

9 In our notation, multiple helices are named after the smallest unit patch
dimension, i.e., the smallest number of generating threads.
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—e—a; (m=1)
—-—ﬁr(nz = 2)

—a; (n,=4)

@ (=4

I'y, I'; [deg]

Fig. 5 Dependence of azimuthal angular shift parameters I'; and I';
stemming from the corresponding spanning vectors &, a,, respectively,
on a reduced helix radius R/d, for single (n, = 1), double (n, = 2), and
quadruple (n, = 4) helices.

single helix (n, = 1, n; > 4), the double helix (1, = 2, n; > n,)
and the quadruple helix (n, = 4, n; > ny).

As the helix radius R/d increases, the value of I'; monotonically
decreases, since additional particles are added to a turn. The
angular parameter I, monotonically decreases only for n, = 1.
The scenario becomes qualitatively different at n, > 2 where
non-monotonic behavior is found, see Fig. 5. This feature can be
rationalized as follows. The smallest compatible radii R with
n, > 2 and ® < 30° are obtained when n; = n, (¢f. Fig. 4)
corresponding to Z tubes where I', = 0. Besides that, I', tends
to zero for the vanishing cylinder curvature (R/d — oo). These
are the reasons why the profile of I',(R/d) is non-monotonic
when n, > 2.

The surface packing fraction of densely packed multiple
helices is simply obtained by multiplying the surface packing
fraction of a single helix with the number of threads 7, (Hmuii = 121,
see eqn (1)):

2
Nmulti = nngdW7 (8)

where the elevation distance Az; (shown in Fig. 3b) is given by:

Azy = \/012 — 4R?sin’ (%) . 9)

The calculated surface packing fraction of single (n, = 1),
double (n, = 2), and quadruple (n, = 4) helices is shown in
Fig. 6. At a given confinement curvature (fixed R/d), adding
threads results in higher surface packing fraction, see Fig. 6.

3 Dipole moments
3.1 Dipolar interaction model

We now want to address the situation where the constitutive
particles are dipolar. Each particle carries an identical dipole
moment in magnitude, m = |m;|, where m; = (m}, m}, m3) defines
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Fig. 6 Surface packing fraction 5, see egn (8) as a function of reduced
helix radius R/d for single (n, = 1), double (n, = 2), and quadruple (n, = 4)
helices.

the dipole moment of particle i, see also Fig. 1. The potential
energy of interaction U(F;) between two point-like dipoles
whose centers are located at 7; and 7; can be written as:

(URDICRD)

10
= (10)

o) = il -
rij

for rj; > d or oo otherwise, where C represents a constant that
depends on the intervening medium, and ry; = || = |7, — 74| It is
convenient to introduce the energy scale defined by U; ; = Cm?/d”
that physically represents the repulsive potential value for two
parallel dipoles in contact standing side by side as clearly
suggested by the notation. Therefore, the total potential energy
of interaction in a given structure U, is given by

Ui = Z U(7y). (11)

i>j

One can then define the reduced potential energy of interaction
u (per particle) of N magnetic spheres. It reads u = Ui/ (U3 1N),
which will be referred to as the cohesive energy.

Since we are dealing with infinitely long structures (in one
direction), we shall consider only periodic structures in that
direction that greatly facilitate the calculation of the cohesive
energy. The method of choice is provided by the Lekner sum for
systems with periodicity in one direction.*® The central feature
in the Lekner method is the choice of the periodic cell. For
n. = 2, 4, we can always find helical parameters with a finite
number of particles in the unit cell. The periodicity is achieved
by imposing a condition on the angular shift parameter I" that a
helix has to make an integer number of turns within the unit cell.

3.2 Dipole moment orientation prescribed by helix threads

Because of the symmetry it is intuitive to envision dipole moments
following helix threads. In order to have dipole moments tangential
to the helical backbone, we introduce two components of dipole
moments. The parallel component with respect to the helix axis
is given by m® = mAz/d and the orthogonal one is given by

|| = my/1 — (Az/d)?. Hence, the dipole moment of particle
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helix (9,1) AB tube (8,0)

helix (8,2)

77 tube (4,4)

e.

Fig. 7 The representative structures including dipole moment distributions
are displayed. For AB tubes with patch parameters (ny,n,) = (8,0) dipole
distributions which correspond to spanning unit cell vectors (a) &, (oblique to
cylinder's axis), (b) &> (closer to cylinder's axes), and (c) ground state dipole
distribution. For a single helix (ny,ny) = (9,1) dipole distributions which
correspond to (d) &; and (e) &, (closer to helix axes) spanning vectors,
and(f) ground state dipole distribution. For a double helix (ny,no) = (8,2)
dipole distributions which correspond to (g) &y, (h) &> (closer to helix axes)
spanning vectors, and (i) the ground state dipole distribution. In the case of
ZZ tubes (j) &1 and (k) &, dipole distributions are shown. The ground state of
77 tubes follows &> dipole distribution (parallel to cylinder's axis).

in the single thread helix reads: m; = —m™sin(il'), m} = m™
cos(il), and m = m,.

In the multi-thread case, the Cartesian dipole moment
components are given by:

my ;= —msin(il’y +jI',)

my ;= m¥cos(il'y +jI'»)
m;; = mAz/d, (12)

where i € Z is the internal particle label within a thread and
J={1,n,} stands for the thread’s label. In dense helices (n. =4, 6)
dipole moments can follow two directions @, and d,. In Fig. 7,
representative dipole moment distributions are shown.

3.3 Energy minimization

In general, the dipole moments do not have to follow thread
structure. To find the dipole moment distribution that yields
minimal energy, we first perform minimization of the cohesive
energy using a constrained minimization algorithm.>*** A randomly
oriented dipole moment is assigned to every particle of the helical
structure in the following way: dipole moment is defined in the
spherical coordinate system. Two important features stemming
from these energy minimization calculations are:

(i) Dipole moments are tangential to the cylinder’s surface.
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(if) The component of dipole moment in the z-axis direction
m, for a given structure is identical for all particles. ||

Therefore we need just one angular parameter to characterize
the dipole moment orientation. We choose the dipole moment
angular parameter, « € [—180°,180°], relative to the z-axis, see
Fig. 1. Doing so we arrive at:

mi ;= —msin(o)sin(il’y +jT'5)

m?Y; = msin(a)cos(il'y + jI'5)
m3 ; = mcos(x), (13)

where the indices i and j have the same meaning as in eqn (12).
Consequently, the angular parameter o is most of the time a
unique variable, at prescribed helical structures, entering into
the energy minimization routine.

4 Cohesion energy and microstructure
4.1 Compression of a single helix

A simple way to deform a helix is to compress (or extend) it
along its axis, ie., the z-direction, while ensuring the dipole
moments follow the thread (for details of implementation, see
Section 3.2). Compression of a helix results in a continuous
increase of its surface packing fraction #. Fig. 8 shows the
evolution of cohesive energy uz with the surface packing fraction
n for a single helix with reduced radius (R/d ~ 1.7, chosen in the
vicinity of n. = 6 point). Recalling geometrical considerations in
Section 2.1 the increase of the azimuthal angular shift I' at
prescribed curvature results in a continuous decrease of Az and
compression of the helix. The compression process begins with

23
-2.4
-2.5
_:C
-2.6} 1
ground state E%
Sy = — d; - dipole orientation
l o
0.9
0.8k
0.7¢
250.6F
= 0.5k
~ 0.4¢
0.3k
0.2¢
0.1F
0

0 01020304050607080.9
n

Fig. 8 Compression of a single helix on a cylindrical confinement with a
fixed radius (R/d ~ 1.7). Dependence of cohesive energy (upper left panel)
and the overall polarization order parameter, i.e., the axial component of
the dipole moment (in lower left panel), on the packing fraction is shown
for two characteristic dipole moment orientations: one that follows the
helix, i.e., the spanning vector &; and the ground state dipole moment
orientation obtained by energy minimization. Comparative microstructures
at different 5 values (A—F) are depicted on the right panel. Configurations (A,
B, C and E) correspond to a dipole moment distribution following the helix
whereas configurations D and F correspond to ground state distributions.
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a fully extended helix (i.e.,  — d/8R =~ 0.073) where the chain
stands up with Az/d = 1, and the cohesive energy of infinite
chain u ~ —2.404.>* The compression ends when two successive
turns of the helix touch, i.e., the coordination number of particles
in the helix changes from n, = 2 to n, = 4.

We also address the minimal energy of the helix with respect
to the dipole moment distribution (i.e., not necessarily prescribed
by tangentially following the helix). From Fig. 8, we observe that
ug = ug(n) is non-monotonic. We can identify two regimes:

e At small packing fractions up to # < 0.4 (with no touching
turns), the compression of the helix requires energy input and
therefore cohesive energy increases. The reason for this is that
two distant consecutive turns of the helix experience weaker
attraction upon increasing .

¢ In the regime of high n 2 0.4 where successive turns are
allowed to be close or even touching, the cohesive energy starts
to decrease as # increases, i.e., the helix would compress on its
own without input of energy. This is a consequence of enhanced
attraction caused by the discreteness of the constitutive dipolar
beads, see ref. 41.

The overall polarization order parameter (m,) is also analysed
in Fig. 8. During most of the course of the helix compression,
see Fig. 8, a dipole moment orientation following the helix
corresponds to the ground state structure up to 1 ~ 0.8, ¢f.
points C and D in Fig. 8 (for details of ground state calculations,
see Section 3.3). Only for very high packing fractions, i.e., 7 > 0.8,
the ground state dipole orientation starts to rapidly deviate from
the helix direction accompanied by a significant reduction in
cohesive energy (see points E and F in Fig. 8). The highest difference
in (m,) occurs for 1 ~ 0.887, where . = 4 helix with touching turns
is formed, and the energy difference up — uk ~ 0.06.

4.2 From the square to triangular arrangement for a single
helix

Having successfully parameterized helices and introduced dipole
moments, it is natural to ask how cohesive energy depends on
structural changes and especially on curvature. With increasing
curvature the structure will change from the triangular to square
arrangement and vice versa through a continuous series of
rhombic configurations. We first study in detail systems with
dipole moments following the spanning vector that are most
oblique to helix axes, see Fig. 7d. For the sake of comparison
with tubes (AA/AB tubes), we also chose dipole moments that are
building vortices along the rings for them, ¢f. Fig. 7a. Motivation
for that choice stems from a previous study,”*
shown that finite AB tubular systems are energetically favor-
able, see Fig. 7a (dipole moment orientation is perpendicular to
the tube’s axis).

The surface packing fraction # (eqn (1)), the angular coordination
order parameter ¢ (see eqn (3)), and the cohesive energy per particle
ug (eqn (11)) are plotted versus the reduced helix radius R/d in Fig. 9.

where we have

| We have found that under some circumstances the dipole moment orientations
alternate, i.e., antiferromagnetic-like coupling between the neighboring threads.
This actually occurs with any AA tube. Similar behavior is reported for some
moderately dense n. = 4-helical structures.
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Fig. 9 Dependence of (a) the angular coordination order parameter ¢, (b)
the packing density n and (c) the cohesive energy ur on the helix radius
R/d, for &, dipole orientation. AA and AB tube points are clearly indicated,
they bracket the parameter values of helices, like a kind of envelope (solid
and dashed lines connecting the tube points are power law fits).

Actually, the energy and structural properties change in an
oscillatory quasi-periodic manner and they are enveloped from
both sides with the properties of AA and AB tubes, see Fig. 9. In
Fig. 10 behavior of these observables is depicted within one
period (R/d € [2.09,2.26], arbitrary chosen). In one period, the
number of particles () in a constitutive ring of (AA/AB) tubes is
increased for one, ie., from n-ring to n + 1-ring. Within this
period, the order parameter changes from ¢ = 0, i.e., square
arrangement, to £ = 1, i.e., triangular arrangement, via a continuous
rhombic transformation, see Fig. 10a. The radii of densely packed
helices are roughly in the middle between two corresponding
(AB/AA) tube radii, see Fig. 10a. This is a result of the radial
constraint and the excluded volume. Though in a single thread
helical structure we cannot close rings in the plane perpendicular to
the cylinder axis, one can nevertheless realize a full 360° helix turn
with roughly n + 1/2 particles. We observe discontinuity and strong
asymmetry of the angular coordination order parameter ¢ at the
mid-period (R13,1)/d ~ 2.17), see Fig. 10a. This is due to a change in
the number of lateral threads n,, see Fig. 7e for illustration, at the
mid period going from n, = 9 to n, = 10, see Fig. 10a.
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Fig. 10 Dependence of (a) the angular coordination order parameter ¢,
(b) the packing density 7 and (c) the cohesive energy ug on the helix radius
R/d, for a segment in the vicinity of Rus1)/d = 2.17 of Fig. 9. Tubes AA and
AB are represented by discrete points since they can be formed only with a
fixed number of particles in a ring, the fitted (power law) curves serve only
as a guide to the eye. The point which represents the dense helix with
(ny,n5) = (13,1) and Ry31)/d = 2.17 is marked with a rectangle.

With decreasing curvature, the surface packing fraction increases
globally, see Fig. 9b. We observe oscillatory behavior as the system
continuously evolves from the square to triangular arrangement and
vice versa. The AA and AB tubes still roughly bound have the values
taken by the surface packing fraction. At the helix radius R/d > 3.4,
see Fig. 9b, we are already within 3% of the asymptotic expected
values in the planar case. In contrast to the angular coordination
parameter £, the surface packing density 4 is continuous every-
where, compare Fig. 10a and b. Moreover, at mid-period the
n value is slightly (and systematically, see Fig. 9b) above the
interpolated stemming from AB tubes (see Fig. 10b). In Fig. 9b
and ¢, it can be clearly seen that the profiles of energy oscillations
ur and the surface packing fraction n are anti-correlated. The
mid-period values u coincide with interpolated stemming from
AB tube radii (confirmed by Fig. 9c and 10c).

4.3 Looking for the ground state

At this point, we would like to discuss mechanisms which govern
the minimal energy dipole moment orientation near the mid-
period transition point (more details about implementation are
provided in Section 3.3). There are three privileged directions in
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a helix: two which follow helix spanning vectors (determined by
d,, 4,) and the third one which is the direction of the helix axis.
These privileged directions come into play in two competing
mechanisms:

e The first mechanism is typically dictated by first neighbor
interactions which favor dipole moments following the thread
directions.

o The distant-neighbor interactions favor the distribution of
dipole moments parallel to the helix axis.

We can justify these two mechanisms as follows. It is well
known for a small finite system that rings are formed with dipole
moments building vortices, c¢f. ref. 24. When a helix turn is projected
along the z-axis, the resulting figure is highly reminiscent of the
vortex discussed above. The head to tail configuration is favored
at long distances, explaining the second advocated mechanism.

The abrupt change in polarization (or magnetization) in the
direction of the axis (m,), seen in Fig. 11b, is correlated with
the discontinuous change in the angular coordination order
parameter ¢ in the vicinity of transition, see Fig. 10a. At the
mid-period point R(3,1)/d = 2.17 magnetization in the direction
of the axis (m,) is close to one, but not exactly one, see Fig. 11.

For the sake of comparison with tubes (AA/AB tubes), we
choose dipole moments that are parallel with the helix axis, see
Fig. 7c. The fact that the system is able to relax its dipole
moment orientation to the ground state results in more dependence
of energy on confinement curvature around the mid-point. The
degree of asymmetry of uy is stronger around the transition point,
see Fig. 11b, than in the excited state in Fig. 10c. The ground state
calculations confirm the high stability of AB tubes (see Fig. 10c).

4.4 Cohesion energy for multiple helices at high surface
packing fraction

In this part, we consider the high surface packing fraction regime
with n. = 6. Some representative structures including dipole
moment streamlines are displayed in Fig. 7. The streamlines
following spanning unit cell vectors @, (oblique to the helix axis)
and d, (more aligned to the helix axis) are also shown.** Dipole
moment distributions in the ground states are also indicated for
comparison in Fig. 7. In analogy with the study of a single helix
case (see Section 4.2), we start analysis with a dipole moment
distribution prescribed by tangentiality with the thread backbone.
In Fig. 12, cohesive energy for the d,-generated dipole moment
distribution is shown for different helical structures.

The cohesive energy in a planar triangular lattice, u,, ~ —2.759,
represents the energy value which will be reached asymptotically
(R/d — o) for all considered structures. As already found for
AB tubes in ref. 24, cohesive energy exhibits the scaling law of
the form ug — u,, ~ R 2, see Fig. 12. The cohesive energies of
all three helices and AB tubes are weakly dependent on the
number of threads for @;-generated dipole moment distribution.

** It is possible to polarize the helix by a homogeneous external field parallel to its
axis. For symmetry reasons, a reversal of the magnetic field should result in the
reversal of the dipole orientation. In the case of magnetic dipoles, it should also be
possible to polarize the system to follow @; and @, spanning vectors by combination
of a curling magnetic field of electric current flowing through the confining cylinder
and the homogeneous external magnetic field parallel to its axis.
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Fig. 11 Dependence of (a) cohesive energy ur and (b) the overall polari-
zation order parameter (m,) on the helix radius R/d (in the ground state),
for a chosen segment of Fig. 9. Tubes AA and AB are represented by
discrete points since they can be formed only with a fixed number of
particles in a ring, the fitted (power law) curves serve only as a guide to the
eye. The point which represents the dense helix with (ny,n,) = (13,1) and
Razp/d = 2.17, is marked with a rectangle.
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230 % = double
K 4
-24r % +quadruple
25 ""!.%
-2.6f b T ]
By,
_2? ”ref= 22.759 "L-".V'_-‘;.gﬁ‘n._.;.‘-{;

Fig. 12 Dependence of cohesive energy ug on the helix radius R/d, for
single, double, and quadruple helices at high surface packing fraction, and
AB tubes, with &3 dipole orientation.
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Fig. 13 Dependence of cohesive energy ug on the helix radius R/d, for
families of single, double, and quadruple helices at a high surface packing
fraction, i.e., n, = {1, 2, 4}, respectively, and AB tubes, with &, and optimized
dipole moment orientation.

This is in accordance with surface packing fraction behavior
reported in Fig. 6. A comparison with the azimuthal angular shift
parameter I'y, see Fig. 5, and the corresponding cohesive energy
(for a,-generated dipole moment distribution) clearly reveals a
correlation between these two quantities.

In Fig. 13, cohesive energy for d,-generated dipole moment
distribution is compared with ground state energy for a different
number of threads. There exists an analogous correlation (as
discussed for d,-dipole distribution) between the azimuthal shift
I', and the resulting cohesive energy, compare Fig. 5 and 13.

The smallest compatible radius R for multi thread helices
(ny = 2, 4) is obtained for ZZ tubes (n; = n,). In Fig. 13, the
corresponding radii read R(;z)/d = 0.61 and Ry 4)/d = 1.13. In
this case the d, and ground state dipole moment orientations
are the same, see Fig. 7k. Strikingly, ZZ tube ground states
converge very fast to the expected planar value u. at the
smallest accessible radii, i.e., the largest curvature, within less
than 1% of the planar case, see Fig. 13 for R;z)/d = 0.61. A
structural similarity of ZZ tubes, with typical experimental
images of microtubules is striking, see Fig. 7k. Structurally,
ZZ tubes can be created by closing the rectangular strip on a
cylinder and decomposition into chains which are analogous to
biological filaments which the microtubules are made of.

5 Conclusions

We have presented a study about cohesive energy of helical
structures composed of hard spheres with permanent dipole
moments. Helices were created by replication of a particle or
patch (of particles) on a confining cylindrical surface. Even for
the most simple situation, namely the single thread helix, a
non-trivial behavior is found when monitoring the cohesive
energy as a function of surface packing (i.e., axial compression).
In particular, we observe a non-monotonic dependence of the

This journal is © The Royal Society of Chemistry 2016
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cohesive energy on the packing fraction (or equivalently the
amount of compression) as a result of a delicate interplay of
dipole-dipole interactions and excluded volume effects. The
lowest cohesive energy is achieved at the highest packing fraction
with touching turns. In parallel, the magnetization (or polarization)
order parameter, ie., the mean dipole moment per particle in (m,),
also exhibits a striking non-monotonic behavior as a function of
the extent of compression. In the regime of very high surface
packing fraction with local triangular arrangement compatible
with certain cylinder radius (R) vs. particle diameter (d) ratio
(R/d), a pronounced cohesive energy is found. Concomitantly,
the magnetization order parameter indicates a sharp change in
the dipole moment orientation, which tends to be parallel to
the helix axis.

Finally, we compare cohesive energies of dense multiple
(i.e., double or quadruple) helices, as well as, AB and ZZ-tubes
made up of stacking rings that can also be seen as special
multiple helices. A remarkable finding is the enhanced cohesive
energy for the ZZ-tube structure. The latter already emerges at
strong substrate curvature with cohesive energies very close to that
obtained at vanishing curvatures. In these ZZ-tube structures, an
alignment of the helix threads with its axis is a microstructural
signature for this low cohesive energy. As a final note, we would
like to emphasize that our model mimics nicely the geometry and
microstructure of microtubules. It could also provide a possible
clue about the self-assembly mechanisms and cohesion within
microtubular structures.
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In the current work we present a new modelling approach for simulating meso—scopic phenomena related to
lubrication of the piston ring—cylinder liner contact. Our geometry allows a variable confinement gap and a
varying amount of lubricant in the gap, while avoiding the squeeze-out of the lubricant into vacuum. We have
implemented a coarse grain molecular dynamics description of an ionic liquid as a lubricant which can expand
into lateral reservoirs. The results have revealed two regimes of lubrication, an elasto-hydrodynamic one under

low loads and one with low, velocity-independent specific friction, under high loads. The observed steep rise of
normal forces at small plate-to-plate distances is an interesting behaviour that could potentially be exploited for
preventing solid—solid contact and wear.

1. Introduction

Friction accounts approximately for one-third of the fuel energy
consumed in passenger cars [1], therefore a deeper understanding of
the lubrication mechanisms in engineering systems is necessary.
Atomic-scale simulations can provide important insights which are
necessary for understanding the underlying mechanisms that can affect
the system behaviour, such as structural changes in lubrication layers
during shear as well as the interaction between lubricants and surfaces.
The field of computational lubricated nanotribology has been well
established over the last decades [2,3] and the availability of increased
computational resources is allowing the application of such methods in
cases with increasing complexity. Recent studies of nanoscopic friction
based on Molecular Dynamics (MD) include, for example, the study of
fatty acids [4] and ionic liquids ILs [5] as lubricants. Wear reduction
demands and the drive to keep friction low, have led to reduced
lubricant film thickness down to only a few molecular layers [6—9]. MD
can enable us to access and understand the behaviour of very thin films
which are subjected to compression and shearing between walls [6-8].

Our specific goal is to achieve a representation of the tribological
system which is relevant to automotive powertrain applications. As
approximately 45% of the engine friction losses occur in the piston
assembly [1], our initial target is to mimic the conditions observed in
the piston ring—cylinder liner contact, in terms of pressure, tempera-
ture and shear rates. In addition, in order to be able to achieve length—
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E-mail address: Konstantinos.Gkagkas@toyota-europe.com (K. Gkagkas).

http://dx.doi.org/10.1016/j.triboint.2016.12.017

and time—scales that can be of relevance to the real-life systems, it is
necessary to apply appropriate simulation methodologies, such as the
use of coarse grain molecular dynamics [10—-13].

In recent years, the application of ILs as advanced lubricants is
being studied with a steadily increasing interest [14]. The use of ILs as
both neat lubricants and additives for engine lubrication has been
considered [15-17]. Significant improvements on friction and wear
reduction have been observed experimentally [16], rendering this
concept of potential interest to industry. However, unravelling the
mechanism of nanoscopic friction in ILs together with their structure
poses a great scientific challenge, and so far few studies in this direction
have been performed, e.g., Ref. [18]. ILs are molten salts typically
consisting of large-size organic anions and cations. Physical properties
of ILs, such as negligible vapour pressure, high temperature stability
(they do not evaporate or decompose at temperatures of interest for
automotive industry) and high ionic conductivity render them poten-
tially relevant to lubrication. In addition, their properties can be
modified by an applied voltage using confining surfaces which are
charged in order to build up an electric field across the nanoscale film.
The applied potential can affect the structure of IL layers and lead to
externally controllable lubricating properties [18,19]. There is also
significant flexibility in tuning the physical and chemical properties of
ILs which can affect lubrication such as viscosity, polarity and surface
reactivity by varying their atomic composition as well as the anion—
cation combination. An important observation is that ILs confined
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between surfaces feature alternating positive and negative ionic layers,
with an interlayer separation corresponding to the ion pair size [20,21].

Previous work employing Lennard-Jones fluids has provided in-
sights on the complete dynamic diagram of confined liquids including
wall slip, shear banding, solid friction, and plug flow. In terms of fluid
complexity these studies have mainly employed mono-atomic systems,
and only a few authors have considered mixtures of molecules [22,23].
In addition to inherently being a mixture of cation and anion
molecules, ILs involve long range Coulomb interactions inducing long
range order on far greater scales than the IL itself [5,9,24]. Detailed
investigation of ILs as lubricants at the nanoscale is therefore essential
for exploring the potential of implementing them in lubrication
systems.

In this study, we apply a coarse-grained model for the description of
nanoscopic friction mediated by a liquid lubricant because based on
recent studies [18,19,21] it was shown that if the molecules interact via
non-bonded potentials (Lennard-Jones and Coulombic), this can
capture all main physical attributes of the IL-lubricated nanotribolo-
gical system.

This paper is organised as follows: Section 2 introduces the MD
setup of the solids and lubricants used, while the motivation for the
choices made is provided. In Section 3, the structural properties of the
modelled IL under bulk and confined conditions are discussed. The
results stemming from the friction MD simulations are then presented
in Section 4 followed by some concluding remarks in Section 5.

2. Model

Under typical operation of internal combustion engines, the condi-
tions inside the combustion chamber vary significantly. Temperature
can range from 300 K to values higher than 2000 K, while pressure
ranges from atmospheric to values higher than 10 MPa [1]. The piston
reciprocates with a sinusoidal velocity variation with speeds varying
from zero to over 20 m/s. The time required for one revolution of the
engine is of the order of 10 ms, while the total distance travelled by the
piston over this period is of the order of 0.2 m. Such scales are typically
modelled using continuum mechanics simulations. However such
simulations cannot provide the physical insight which is necessary
for understanding the molecule—dependent processes that affect the
tribological phenomena. For this purpose, we have developed a coarse
grain MD configuration that can provide useful insights to molecular
processes, while remaining relevant to conditions observed in real-life
systems. More specifically, in this section we will describe a setup of
MD simulations developed with the aim of building a framework that
incorporates meso—scale features of the piston ring—cylinder liner
system and permits an efficient implementation of different solid
surfaces and lubricants.

2.1. Geometry

All MD simulations in this study were performed using the
LAMMPS software [25]. The geometry used in our friction simulations
is shown as a schematic in Fig. 1, along with the dimensions of our
system as well as the number of the MD particles used. The simulation
setup was loosely inspired by previously published research by others
[5,18,19,21]. By implementing such a geometry we have attempted to
achieve: (i) a realistic particle squeeze—out behaviour with the forma-
tion of two lateral lubricant regions (in a similar manner to the
simulations of Capozza et al. [21]) and (ii) a system that allows the
lubricant to be externally pressurised. For the description of the solid
surfaces we have combined rigid layers of particles moving as a single
entity on which the external force or motion is imposed, denoted by
“Top Action” and “Bottom Action” in Fig. 1(A), with thermalised layers
(denoted by “Top Thermo” and “Bottom Thermo”) in which particles
vibrate thermally at 7=330 K. The Nose-Hoover NVT thermostat is
used to control the temperature. As in previous MD simulations

84

Tribology International 113 (2017) 83-91

[9,18,19,21,24], under similar operating conditions, the details of the
adopted dissipation scheme are not expected to change the essence of
the system response on mechanical deformation. The relaxation time of
the Nose-Hoover NVT thermostat for the lubricant and the solids is
200 fs (cf. Ref. [9]). The plates were treated as rigid bodies, with the
lower one being fixed and the upper one subjected to a z-directed force
F, (the load) as shown in Fig. 1(A) and driven along x direction at a
constant velocity. The solid plates were made up of densely packed
atomic layers at a FCC (111) lattice arrangement. Periodic boundary
conditions were applied in the x and y directions. The bottom plate can
therefore be considered to be infinite, while the top plate is surrounded
by vacuum pockets on its sides, so called lateral reservoirs, in which the
lubricant can freely expand. The lateral reservoirs were implemented as
a mechanistic way for allowing the lubricant to be dynamically
squeezed in or out as an external load or velocity is applied, or due
to local fluctuations during the simulation progression. At the same
time, the lubricant remains an infinite continuous body in x and y
directions, similar to the conditions observed in a real tribological
system from a meso—scopic point of view. This is especially important
if the system experiences partial or complete crystallisation under
compression, cf. Section 4 and Fig. 8.

While the total number of considered lubricant molecules is
constant, the finite upper plate width and the resulting free space
enables the particles to be squeezed-out even to the extent where due to
structural changes the lubricant ceases wetting the solid plates. The
number of lubricant molecules effectively confined inside the gap can
therefore dynamically change depending on the loading conditions.
This is important for exploring the possible states of a mechanical
system of particles that is being maintained in thermodynamic
equilibrium (thermal and chemical) with a lubricant reservoir (i.e.,
void spaces in tribological system). The nano-tribological system is
open in the sense that it can exchange energy and particles, realising an
effectively grand-canonical situation, cf. Fig. 1(b) and Ref. [26].

2.2. Solids and lubricant model

By using our simulation setup, we aim to study the lubrication
properties of several lubricants. As a first step, in the current study we
have implemented an ionic liquid as a lubricant. On the atomic level
ILs are usually made up of large-size irregular organic anions and
cations often including long alkyl chains. In the current work we have
applied a simple coarse-grained model for its description, consisting of
a charged Lennard-Jones system where anions and cations have
different radii as already exploited in previous studies in the literature
[21]. According to that, we have implemented a Lennard-Jones (LJ)
12-6 potential combined with a Coulombic electrostatic potential:

O;: 12 O;; 6 1 qq
Vi =gl | 2| -2 |+ ———
Tij T 4mege, 1 1

Parameters {¢;, o;} define the LJ potential between different types
of particles i, j = A, C, P which refer to anions, cations and solid plate
atoms, respectively. The numerical values for each pair are listed in
Table 1. The diameter of cations was set to occ = 5 A and anions to
oaa = 10 A, in order to explore the effect of asymmetry of ion sizes
(similar to Ref. [21]). Atoms of the solid plates have a diameter of
opp = 3 A. The plates consist of nine densely packed layers in a FCC
(111) lattice.

The ions were modelled as coarse grain particles, the charge of
which was set to elementary: ¢, =-e and g.=+e, ie,
e = 1.6 x 1071 C. The ionic liquid is neutral, so the total number of
cations and anions is the same: Nc = N, = Ny/2. In the present
simulations, the number of ions used was Ny = 2500. The dielectric
constant was set to €, = 2 to account for the dielectric screening, as in
Refs. [19] and [21]. The LJ potential has a short-range impact, since it
vanishes rapidly as the distance increases or~°, while the Coulombic
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Fig. 1. (A) Schematic of the simulation setup shown as yz cross-section. There are two solid plates at the top and bottom of the system, consisting of two regions: at the outermost ones
the particles are moving as a single entity (Top/Bottom Action) and at the innermost ones the particles are at a controlled temperature (Top/Bottom Thermo). The thermalised layers are
in direct contact with the lubricant while the action layers are used to impose external velocity and/or force to the solid plates. (B)—(D) Side views of the typical simulation configuration
and key dimensions of the geometry. (B) Side (xz) view with respect to the shear direction. (C) Front (yz) view in the direction of the top plate motion. (D) Top (xy) view of the system.
The solid plates are made up of FCC (111) atomic layers. The ionic liquid is composed of an equal number of cations (blue spheres) and anions (red spheres). (For interpretation of the
references to color in this figure legend, the reader is referred to the web version of this article.)

Table 1
List of LJ parameters used in simulations.

Pair ij €47 [kCal/mol] o [A]
CcC 0.03 5

AA 0.03 10

CA 0.03 7.5
PC 0.3 4

PA 0.3 6.5
PP 120 3

potential has a long-range impact, «1/r. To handle long-range inter-
actions, we have used a multi-level summation method (MSM) [27],
since it scales well with the number of ions and allows the use of mixed
periodic and non-periodic boundaries that are featured in our setup. To
sum up, IL ions and plate atoms interact with each other via LJ
potentials. In addition a Coulombic electrostatic potential is added in
ion-ion interactions.

In engineering applications, the lubricant molecules typically
interact with metal surfaces. Computationally efficient many—body
potentials such as embedded atom method (EAM) potential [28,29]
can be applied for the description of such solids. Such schemes have
been employed extensively for modelling a wide range of systems
including metals [29] and metal-metal oxide interfaces [30]. In
addition, in order to account for the induced charges on the metallic
conductor surface by the ions, the Drude-rod model developed by Iori
and Corni [31] which consists of the addition of an embedded dipole
into each metal atom, thus rendering it polarisable, has been applied in
previous studies [5]. Since in our initial stage of IL tribological
behaviour research, modelling the elasticity of metallic plates plays a
secondary role, we have selected a simplified model in which plate
atoms interact strongly with each other if they belong to the same plate,
i.e., epp = 120 kCal/mol, as opposed, to a very weak interaction between
the different plates eipmotom = 0.03 kCal/mol. Furthermore, even
though the typical engineering systems are often metallic, our initial
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coarse grain MD study of liquid dynamics according to the applied
conditions justified the implementation of a simpler solid system which
does not feature substrate polarisation. Finally, it is possible that the
actual surfaces might feature carbon coatings or depositions, in which
case the surface polarisation can be of secondary importance.

The starting configuration for our MD simulations was obtained via
a relaxation process. In order to obtain a stable and reproducible initial
configuration, the relaxation was performed through a stepwise
increase of absolute ion charge at steps of Alg,| = ¢/10, i=A, C. Each
time the charge of the ions was increased, a minimisation of the
system's energy through conjugated gradient method was performed.
In this way, the system characteristics were gradually converted from
pure LJ to a Coulomb interaction dominated system through a series of
stable configurations.

As we are aiming at understanding the lubricant behaviour at meso-
scopic conditions observed in a ring—liner system, we have attempted
to include in our MD model the potential IL pressurisation that can
occur due to the liquid flow resistance, as well as the variable pressure
arising from the reacting gas in the combustion chamber. Inserting gas
molecules directly in the simulation for this purpose would require a
reduction of the time step due to higher thermal velocities of the gas. In
turn, the computational cost would increase significantly making
simulations impossible to run in realistic computational time.
Therefore, in order to understand the effect of external pressure on
the IL behaviour, we have applied a repulsive force between the
topmost rigid solid layer and the IL particles in the form of a truncated
and shifted LJ potential. Two cases with cut-off distances at 15 A and
4 A above the outermost top plate layer were studied so that the IL
inside the confinement gap would remain outside the influence zone of
this mechanistic force. By appropriate selection of the LJ parameters
for this potential, the resulting external pressures applied on the
unconfined surface of the IL were 120 kPa and 250 kPa, respectively.



K. Gkagkas et al.

0.01 .
0 TIK]

0.01 W

.02 -

-0.08 -

-0.04 -

A E; [eV]

-0.05 -
-0.06 -
-0.07 -
-0.08

-0.09 | G .u‘?rs i

0 20 4 '
time [ns]

AEjy [eV] ——

60 80 100 120 140 160 180

Tribology International 113 (2017) 83-91

1 340

320

300

1 280

- 260

TIK]

4 240

220

1 200

180

Fig. 2. (Left): Bulk internal energy change and temperature of the ionic liquid as a function of simulation time. (Right) Snapshots of ion arrangement at liquid (A), (C) and solid (B)

state.
3. Probing ionic liquid's internal structure behaviour
3.1. Solidification and melting of bulk ionic liquid

In order to confirm that the IL used in our MD simulations remains
in a liquid state for the conditions of interest, its liquid—solid and
solid—liquid phase transitions were initially studied. A bulk IL config-
uration was prepared by placing the same number of cations and
anions N, = N, = 1000 into a 3D periodic box, with pressure kept
constant at 100 kPa. Phase transitions were then achieved via the
application of linear ramping to the temperature, in a similar approach
to the calculations performed in Ref. [21].

Starting from an initial temperature 7; = 330 K where the IL is in
liquid state, the temperature was decreased linearly down to
T, =180K. The absolute rate of temperature change was:
|dT|/dt = 1.67 Kns™!. A liquid—solid phase transition was observed
during the IL cooling. After reaching 7> = 180 K, the temperature was
increased back to the initial value of 330 K. This heating process caused
with its turn a solid-liquid phase transition. In Fig. 2 the IL internal
energy change AE;, and temperature T are shown as functions of time
t. The temperature profile follows the applied conditions and its
superimposition to internal energy change allows the observation of
the dynamic behaviour of the liquid. By plotting the averaged internal
energy change of the IL against its temperature in Fig. 3, the hysteresis
behaviour in the solidification—melting cycle is clearly observed, while
the phase transition locations can be clearly defined. It can be seen that
during the cooling process, the internal energy of IL linearly decreases
until the temperature reaches 7j; = 190 K, at which point a sharp drop
is observed. This indicates a first order thermal phase transition
(liquid—solid). During the heating process, a similar sharp jump of
energy is observed at T, = 305 K which corresponds to an opposite
phase transition (solid-liquid). The obtained results are in a good
agreement with Ref. [21] and confirm that the IL is behaving as a liquid
for temperatures higher than 310 K, under atmospheric pressure
conditions. In the rest of our calculations a temperature value of
T=330 K was applied, in order to allow a liquid state that is combined
with local solidification under elevated contact pressure conditions.

3.2. Ionic liquid structure in thin film

The confinement has a profound influence on the structure of ILs in
thin films [20,26,32]. The confining surfaces can induce ordering of the
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internal energy was calculated by averaging on segments of AT = 0.5 K.

12 gA : ~ o,é F : .
8ri o H
= ¢ 20 25 30 35 40
5 5 d. A
AL S
2t LN
0 \'; f ‘-—pv,__’f‘dg P A
sl & E I
10 15 20 25 30 35 40
d, [A]

Fig. 4. Dependence of normal force F, on plate-to-plate distance d,.. Eight characteristic
points {A,B,C,D,E, F, G, H} with  corresponding  interplate  distances
d, = {11, 14, 17, 20, 22, 24, 27, 32} A are marked on the F,(d;) curve. The horizontal
solid line denotes F,=0 pN. The dashed line connects the points obtained from the
simulation and serves as a visual guide.

particles in their vicinity. The resulting structure and forces are a result
of the interplay between the limited volume and the particles which fill
the space. In Fig. 4, the force-distance characteristic of our system is



K. Gkagkas et al.

presented. The solid horizontal line denotes the zero normal force level
(i.e., F,=0). A non-monotonous behaviour of the normal force F,, acting
on the top plate can be observed as the plate-to-plate distance is
changing. This distance corresponds to the gap between the plates
where the IL is under confinement. The points (d,, F;) were obtained
through our simulations, while the dashed line serves as a visual guide.
It can be seen that the normal force strongly depends on the inter—
plate distance and that it also becomes negative in certain regions. This
can be translated as the IL striving to reduce the plate-to-plate distance
due to adhesion phenomena. These changes of the normal force are
correlated with the extraction and inclusion of IL layers into the gap, as
already observed experimentally, cf. Ref. [20]. During the performed
simulations, the cationic-anionic layers were squeezed out in pairs, in
order to keep the system locally neutral, as observed in experimental
studies [20,26,32—-34].

Concerning the realisation of the simulations presented in Fig. 4,
the inter—plate gap was modified in the following manner: the top plate
was displaced towards the bottom one with a constant velocity v,=5 m/
s. For d, < 17A the velocity was reduced to v,=1m/s. At each
calculation point shown in Fig. 4, the top plate was kept fixed for a
period of time f,;. = 50 ps, during which period the average value of
the normal force was calculated. The process was repeated until a
distance d ;;, = 11 A was reached.

In order to understand the dynamic evolution of our system,
snapshots of the system from the MD simulations corresponding to
several characteristic points in the F.(d,) curve were selected and
studied in more detail. Fig. 5 shows the configuration and ion density
distribution along the z—direction for eight characteristic points
{A,B,C,D,E, F, G, H}, corresponding to plate-to-plate distances
d, = {11, 14, 17, 20, 22, 24, 27, 32} A respectively. The ions are delib-
erately depicted smaller than their LJ radii in order to allow a direct
observation of the layering. The position of the atomic centres of the
innermost atomic layers of the top and bottom plate are indicated in
Fig. 5 as zr and zg respectively. As the bottom plate was fixed, zp
remains constant while zr changes with the top plate displacement.

A general feature observed under all conditions was the fact that the
cations always formed the layer closest to the bottom plate. The reason
is the smaller size of the cations (ccc = 5 A) compared to the anion
species (644 = 10 A). Following this, a second layer was induced by the
first one and populated only by anions. The distance between the first
and the second layer from the bottom is in the range of 1 — 2.5 A,
meaning that while the centres of mass of the particles are in different
layers, the layers themselves overlap as their distance is smaller than
the particle diameters. In the rest of this section, the changes in the
number of layers as the inter—plate gap is reduced will be presented
and correlated with the changes in the normal force F, which is acting
on the top plate.

For the minimum simulated plate-to-plate distance d,=11 A,
shown in Fig. 5(A) we can observe a pronounced peak in the anion
density distribution close to the bottom plate which is aligned with a
well-defined anionic layer inside the gap. The anion peak is marked
with the “1CU” annotation. In the case of cations, there are two peaks
attached below and above the anionic peak. This situation corresponds
to the formation of two incomplete cationic layers inside the gap. With
increasing plate-to-plate distance d, the normal force F, is decreasing,
with a sign change of F, at d,=12.7 A. In therange 12.7 A < d, < 157 A
the normal force remains negative. This means that the IL is pulling the
plates together, since the ions strive to reduce their interlayer distance,
as well as the distance between themselves and the plate atoms. Such
behaviour is typically observed in systems exhibiting layering transi-
tion, already seen in systems of both neutral molecules [2] and ILs
[20]. With further increase of d, the force becomes positive again, and
reaches a local maximum at the point (C) in Fig. 4. At this point we
observe a change in the number of anion layers confined in the gap
from one to two, as shown in Fig. 5(C).
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In Fig. 5(C), the plate-to-plate distance is d,=17 A and the two
bottom peaks of the anion/cation density distribution, denoted by
“1CU” and “2C”, are inside the gap. A third smaller anion/cation
density peak, denoted by “2U” in Fig. 5(C), is the result of the ordering
initiated at the bottom plate's surface and is actually outside the
confinement gap. The vertical distance between the peaks “2C” and
“2U” is approximately 3.5 A and corresponds to the effect of the
compression of the IL from the top plate. Further increase of the plate-
to-plate distance results in a continuous decrease of the normal force
without a sign change as the positions of peaks “2C” and “2U” become
aligned, cf. Fig. 5(D) for a distance d,=20 A. Further increase of the
inter—plate distance results once more in a reversal of the sign of the
normal force (ie., F, <0 for 21 A <d, < 23.5A). At the mid point
between the plates a broad maximum of cation density distribution can
then be observed, see Fig. 5(E). The cations, as smaller particles, have a
tendency to fill the space between the more stable anionic layers. When
the anions also start to form a third layer at the midpoint between the
two plates the corresponding cationic peak of density becomes sharper
and the normal force becomes positive again, see Fig. 5(F). In this case
the cations can form a layer more easily while the anions remain
scattered. This is the opposite behaviour to the one typically observed,
where the larger anions tend to order more strongly due to the
excluded volume effect [35]. From Fig. 5(F) to Fig. 5(G) an interesting
transition can be observed, during which the single well resolved cation
peak disappears and a less pronounced cation—anion pair peak takes its
place. Finally in Fig. 5(H) at d,=32 A, we observe the clear formation of
three anion and four cation peaks.

Considering engineering applications, the steep rise of the normal
force at small plate-to-plate distances, i.e., d. < 14 A can be beneficial
for protecting against solid-solid contact and consequent wear. On the
other hand, there is also a strongly decreasing trend of maximal normal
force which can be sustained by the system as the number of ion layers
confined between the plates increases, i.e., for two cation layers the
maximal force F, .., = 3 pN, while for three it is £, ., = 0.25 pN. In our
model, the Lennard-Jones interaction between the plates and the ions
is ten times stronger than between the ions themselves. The ion layers
closest to the plates are therefore more stable than the layers in the
midpoint of the gap (see Fig. 5(F)). As a result, the three layer system
becomes less dense, and can build up a lower normal force compared to
the two layer system (in Fig. 5(C)).

4. Friction simulations

Following the detailed study of the static system, we turn our focus
to dynamic conditions, where there is a relative motion between the
plates in x direction and as a result frictional forces can be observed.
The dynamics of the plates impact the IL and result in an overall
longitudinal force acting on each solid body. In order to evaluate the
trends of specific friction we have performed simulations at different
plate velocities and at two interplate distances. The simulations have
been performed for a broad range of top plate velocities v, = 0.1, 0.2,
0.5, 1, 2, 5, and 10 m/s, with the bottom plate kept fixed. We have
compared cases with different external pressures applied on the IL
Pexe = 0, 120 and 250 kPa and two distinct plate distances d,=17 and
27 A. The simulations were performed as follows: Points (C) and (G) in
Fig. 5 were chosen as the starting configurations. The simulations ran
until the top plate had covered a distance of d,=50 A in x direction.
Therefore cases with lower velocities required increased total time. The
forces acting on the top plate were monitored, as shown in Fig. 6 for a
randomly chosen case. It was observed that the normal force remained
roughly the same after the onset of the simulation. Steady—state
conditions were assumed following a displacement of d,=10 A, and
then average values were calculated using the statistics until the
completion of the simulation.

The results for the specific friction are shown as a function of sliding
velocity in Fig. 7. The specific friction (F; )/(F.) is defined as the ratio of
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Fig. 6. Temporal evolution of total normal and axial forces acting on sliding surface for
plate-to-plate distance d,=27 A and top plate axial velocity v,=10 m/s. Dashed lines
show the raw numerical data which are smoothed using the solid lines for a clearer
identification of temporal trends.
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the time averaged frictional and normal force F, and F, respectively
and is different to the Coulomb friction coefficient 4 = dF./dF,. In our
simulated cases we have observed either a weak or a logarithmic
dependence of specific friction on velocity. The numerical values were
fitted to a linear function of the form (F, }/(F,) = alog(w/vef) + b, where
Vet = 1 m/s. The coefficients a, b obtained from the simulation data are
listed in Table 2. A reasonable fit to the linear regression curve can be
observed for most cases. In the case of p,, = 120 kPa, the system is
potentially in a transition between the two significantly different cases
of zero and high pressure, which can explain the poorer quality of the
fit to the linear curve. The logarithmic dependence indicates typical
elasto-hydrodynamic lubrication conditions [36]. On the other hand,
the weak dependence of specific friction on velocity has also been
observed in previous studies of IL lubrication, cf. Refs. [5,24].

4.1. Impact of ionic liquid confinement gap

The influence of plate-to-plate distance on specific friction was
initially analysed, while the applied external pressure on the IL p,,, was
kept equal to zero. In contrast to previous studies of IL lubrication
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Fig. 7. Dependence of specific friction (F; )/(F.) on velocity at external pressures p,,, = 0,
120 and 250 kPa and inter-plate distances d,=17 and 27 A. The error bars represent the
standard deviation of the average values obtained from the simulation data. The curves
showing the specific friction trends were obtained by linear regression and the
corresponding parameters are listed in Table 2.

Table 2
Results for the coefficients a, b in the relation (F)/(F.) = alog(vy/veer) + b, where
vief = 1 m/s. The results were obtained using the least-squares method.

Case a b R?

(A) d,=17 A, pey, = OkPa -0.0006(2) 0.0039(2) 0.63
(B) d,=27 A, pey, = 0kPa 0.016(5) 0.036(3) 0.72
(C) ;=27 A, pey; = 120 kPa 0.007(2) 0.017(2) 0.26
(D) d,=27 A, peg, = 250 kPa 0.002(1) 0.003(1) 0.62

[5,24], our system showed a strong crystalline order induced by
confinement. The normal force was roughly ten times higher in the
case of the smaller plate-to-plate distance, i.e., for d,=17 A compared
to d,=27 A. On the other hand, the lateral force F, remained at similar
levels, therefore leading to a sharp decrease of the specific friction
values. At the same time, the weaker confinement and the smaller
normal force for d,=27 A resulted in a steeper slope of the curve
(FIE).

In order to understand the potential correlation of the IL structure
with the arising frictional forces, the confinement zone was observed in
detail using Fig. 8, where a side view (left side) and top view (right side)
of the system is shown. In the top view, the system is shown with the
solid and IL particles above the upper plate plane removed. In this plot
the ions are depicted with their corresponding LJ radii in order to
achieve a realistic visualisation of the structure. The anions form a
locally cubic structure, cf. right panel Fig. 8(A), while the crystal
direction of the cubic structure is indicated with dashed lines. If we
look into the structure of the IL in the confinement zone, Fig. 8(A) and
(B), we can observe a single, well resolved crystal structure in the case
of d,=17 A, while in the case of d,=27 A some defects are present. It
can also be observed that outside the gap, the IL remains in a
disordered, liquid state.

Further clarification can be attained by plotting the ion density
distribution profiles inside and outside the gap in Figs. 9(A) and (B). It
can be observed that at the plate-to-plate distance d,,=17 A, both cation
and anion peaks of density distribution function inside the gap are
narrow and sharp. In addition, both the anion and cation peaks in each
paired layer are located at approximately the same z location. These
findings confirm that under these conditions the IL is in a crystalline,
“solid-like” state with minimum disorder. In the case of a wider gap
d,=27 A the anion peaks next to the walls remain narrow, with a third
broader one appearing in the centre. The cation arrangement is more
dispersed, with double peaks appearing above and below each anion
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(A) dz=17A, pext=0

(D) dz=27A, pext=250kPa

Fig. 8. Side (yz) and top (xy) views of snapshots from four separate friction simulations.
The top views correspond to the planes marked with dashed lines in the side views and do
not include the solid and IL particles above the upper plate plane. The ions are depicted
according to their LJ radii in order to visualise the crystalline structures. The dashed
lines in the top views denote the crystal direction of self-formed cubic structures.

peak. These statistics indicate a more layered, less strictly ordered
state. The difference in the extent of confinement induced crystal-
lisation is a probable reason for the observed steep slope of specific
friction since the observed defects can interact more strongly with the
upper plate at higher velocities and contribute to the increase of
friction force. Our observations show some similarity to the behaviour
previously seen in Lennard-Jones systems where systems at pressures
above a certain critical value and at sufficiently low velocities exhibited
such behaviour. In these studies, cf. Ref. [8], the shape of fluid
molecule was identified as the main parameter that controls crystal-
lisation through the promotion or prevention of internal ordering.

4.2. Impact of ionic liquid pressurisation

In addition to the impact of different confinement gaps, the effect of
IL pressurisation was studied, while the inter—plate distance was kept
constant. More specifically, a gap of d,,=27 A was used, while different
pressures p,,, = 0, 120 and 250 kPa were applied, using the approach
described in Section 2.2.

Through observation of Fig. 9(B)—(D), it can be seen that the
application of external pressure prevents the wetting of the side walls of
the top plate and leads to a distinct crystallisation of the unconfined IL.
On the other hand, the ion density profiles inside the confinement zone
are moderately influenced.

The friction results for increasing values of applied pressure are
consistent with the observations in the previous subsection, with
specific friction decreasing as the order of the IL increases. It can be
seen that for high external pressure, i.e., p,,, = 250 kPa, the slope of the
specific friction curve almost vanishes.

Fig. 8(C) shows that for p,, = 120kPa the local cubic structure
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Fig. 9. Density distributions of ions along the z-axis inside (dashed lines) and outside (solid lines) the confinement zone between the solid plates for configurations shown in Fig. 8. The
position of the atomic centres of the innermost layer of the top and bottom plate is denoted with zt and zp, respectively. Bottom plate is fixed with zg = 21 A.

induced by confinement between the plates served as a nucleus for
further crystallisation between the plates and a well ordered single
crystallite was formed in this region. Outside the confinement zone
another crystallite was formed with a different orientation. Further
increase of external pressure to p,,, = 250 kPa forced the IL in the void
space to crystallise, while at the same time the IL in the confinement
zone was converted to a number of smaller crystallites, cf. Fig. 8(D) and
9(D).

The reported results show a dual nature of IL lubrication, with EHL
characteristics at low to medium pressures and confinement gaps that
allow more than two distinct anion/cation pair layers to form. At higher
pressures and smaller distances which can be translated as mixed
lubrication conditions the IL is transformed to a solid-like body, while
specific friction decreases to low values which are independent of the
sliding velocity. This behaviour can be beneficial in engineering
applications such as the piston ring—cylinder liner system, where it
can be assumed that the IL crystallisation can potentially aid in
preventing the solid contact between the surfaces, along with the
associated high friction and wear.

5. Conclusions

In the current study we have implemented a MD simulation setup
in order to study the behaviour of model ionic liquids confined between
plates which are in close proximity while being in relative motion. Our
MD setup was developed in a way that allows the meso—scopic study of
the lubrication processes in automotive applications such as the piston
ring — cylinder liner interaction inside the internal combustion engine.
More specifically, our geometry was selected in order to allow a variable
lubricant confinement gap combined with a varying lubricant quantity
in the gap, while avoiding the squeeze-out of the lubricant into vacuum.
Odd-number layering and near-wall solidification was observed be-
tween the solid plates, similar to published experimental findings. Our
friction simulations have uncovered an interesting behaviour of ILs,
with a logarithmic dependence of specific friction on velocity hinting at
elasto-hydrodynamic lubrication at low loads. This behaviour comple-
tely changed under more critical conditions of high load, with specific
friction decreasing to lower values and becoming independent of
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sliding velocity. This behaviour was strongly correlated with the
internal structure of the IL and can provide guidance for implementing
lubrication concepts that can lead to friction reduction in internal
combustion engines.
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Molecular dynamics investigation of the influence
of the shape of the cation on the structure and
lubrication properties of ionic liquidsf

* and Konstantinos Gkagkas (2 °

Miljan Dasi¢, (22 Igor Stankovi¢
We present a theoretical study of the influence of the molecular geometry of the cation on the
response of ionic liquids (ILs) to confinement and mechanical strain. The so-called tailed model includes
a large spherical anion and asymmetric cation consisting of a charged head and a neutral tail. Despite its
simplicity, this model recovers a wide range of structures seen in ILs: a simple cubic lattice for small
tails, a liquid-like state for symmetric cation—tail dimers, and a molecular layer structure for dimers with
large tails. A common feature of all investigated model ILs is the formation of a fixed (stable) layer of
cations along solid plates. We observe a single anionic layer for small gap widths, a double anionic layer
for intermediate ones, and tail-to-tail layer formation for wide gaps. The normal force evolution with
gap size can be related to the layer formed inside the gap. The low hysteretic losses during the linear
cyclic motion suggest the presence of strong slip inside the gap. In our model the specific friction is low

rsc.li/pccp

1 Introduction

Ionic liquids (ILs) are two-component systems composed of large
asymmetric and irregularly shaped organic cations and anions.
The feature of irregularity is important as it effectively prevents
low-temperature ordering and crystallisation. Therefore, ILs are
usually in the melted or glassy state. The physical properties of ILs
like negligible vapour pressure, high-temperature stability, and
high ionic conductivity and also a great variety of ILs and their
mixtures highlight them as potentially relevant to lubrication."?
A large number of variations in IL composition are possible,
estimated at the order of magnitude of 10'® different ILs.*> From
their variety stems the possibility of tuning their physicochemical
properties which can affect lubrication such as viscosity, polarity,
surface reactivity by varying their atomic composition, and the
cation-anion combination. Hence, it would be advantageous if we
could deduce general relations between the molecular structure
and anti-wear and lubrication properties of ILs.

Since 2001, when ionic liquids were first considered for
lubrication applications,” there has been a large number of
experimental studies in that direction. It has been observed that
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and the friction force decreases with tail size.

the alkyl chain length of the cations affects the IL’s viscosity,"
melting point' and pressure-viscosity coefficients.” Related spe-
cifically to lubrication, Dold et al®* and Minami® explored the
impact of the cationic alkyl chain’s length on the tribological
properties of ILs. ILs considered in those references have the same
cation but different anions (symmetric hexafluorophosphate
[PFs]” and asymmetric bis(trifluoromethylsulfonyl)imide [Tf,N] ",
respectively). Still, while Minami observed that the coefficient of
friction (COF) decreases from 0.25 to 0.15 with the increase of alkyl
chain length n¢ = 2 to 12 (n¢ is the number of carbon atoms), Dold
et al. observed that the COF increases from 0.025 to 0.1. The IL’s
wetting properties are also sensitive to its molecular geometry.
ILs exhibit different wetting behaviours depending on the anion
size:”"° from the absence of wetting to partial or complete wetting.
A well-studied IL, [BMIM]'[PF] ", exhibits full wetting at the
interface with mica substrates.”® In contrast, [BMIM][TFSI]|~
shows partial wetting on mica.*® In these examples, the ILs have
the same cation and different anions.

An important observation about the structure of confined
ILs is their arrangement into positively and negatively charged
ionic layers and adsorption onto solid surfaces.'®"" These ionic
adsorption layers should reduce friction and prevent wear,
especially in the case of boundary lubrication.’® The wear is
reduced primarily in two ways: via high load-carrying capability
and self-healing of adsorbed IL layers. Still, these two processes
seem conflicting with each other since high load-carrying cap-
ability requires strong adsorption of the lubricant to the surface,
while self-healing requires high mobility."> Understanding the
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driving forces between them requires relating the molecular
structure and flow properties of confined ILs. Kamimura et al."®
evaluated the tribological properties of different ionic liquids
using a pendulum and ball on disk tribo testers. They considered
ILs consisting of imidazolium cations with different alkyl chain
lengths and [Tf,N] ™ anions as lubricants. Their main observation
is that the increment of alkyl chain length can reduce the friction
and wear of sliding pairs in the elastohydrodynamic lubrica-
tion (EHL) regime as a consequence of the increased viscosity.
Generally, the conclusion is that longer alkyl chains lead to better
tribological performance. Related to the impact of alkyl chain
length on the structure of ILs, Perkin et al'* experimentally
achieved the formation of tail-to-tail bilayers of cations when their
alkyl chain length was large, in case of confinement between solid
surfaces. Their observations are in accordance with other experi-
mental investigations of IL lubricants.">™"” In this work, we have
obtained similar configurations via numerical simulations of ILs
confined between two solid plates, where tail-to-tail formation in
the middle of the interplate gap is visible.

In this theoretical study, we apply a coarse grained Molecular
Dynamics (MD) simulation setup consisting of two solid plates
and an IL placed between them. Our simulation setup also
includes lateral reservoirs into which the IL can dynamically
expand.'® The focus of our study is on the systematic investiga-
tion of the flow properties and lubrication mechanisms of ionic
liquids modelled with a generic coarse grained model which
considers a variable shape of the cation. We investigate the
impact of cationic tail size on the structural and tribological
properties of ILs via molecular dynamics simulations. Such an
idea is meaningful since previous theoretical studies have
pointed out that confinement modifies the behaviour of ILs,
and despite their good wetting nature, slip is present at the
plates.*’
ordering, which in turn can influence their lubrication
response. Recently, there have been substantial modelling efforts
towards the investigation of ILs as lubricants.”>>* Coarse

Coulombic interactions in ILs induce long-range
19-21

grained approaches, being less computationally expensive, have
an advantage for reaching the length- and time-scales that can be
of relevance to the systems of industrial interest. Previously,
coarse grained MD simulations*™*' were used to study thin
lubricant films subjected to shearing between solid plates.

We outline the content of this paper: the Model section describes
the interactions taken into account and the MD simulation setup.
The focus of the Bulk ionic liquids section is first on obtaining the
relaxed structures and then on calculating the viscosity coefficients
of bulk ionic liquids. In the following Confined ionic liquids section
we present and discuss the static and dynamic behaviours of
confined ionic liquids. This section also presents the results of the
friction behaviour of confined ILs. We present the overview of
contributions in the Discussion section followed by the Conclusion.

2 Model

In this study, we have applied a generic coarse grained IL model,
introduced in ref. 24. In this model, the anion is represented as a
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Fig. 1 Schematic representations of (a) anion and (b) cation molecules
in a TM. The anion is represented by a spherical particle with a diameter
oa =10 A. The cation molecule consists of a charged head with a diameter
oc = 5 A and a neutral tail. In order to be more concise, we refer just to the
cationic head as the cation. The cation and its tail are connected using a
spring with length L = (6c + o7)/2. The size of the tail has been varied
and (a) TM3, (b) TM5 and (c) TM9 ionic liquids have tail diameters of 3,
5and 9 A, respectively. The molecular asymmetry is a feature of real ionic
liquids and the chosen parameters resemble [BMIM]*[PF¢]™ IL properties,
cf. ref. 22 and 23.

negatively charged large-sized spherical particle, while the cation
is a dimer consisting of a positively charged small-sized sphe-
rical particle (i.e. cationic head), and a neutral spherical particle
(tail) attached to the corresponding cationic head via an elastic
spring, see Fig. 1. Since the cationic tail is the principal feature of
the model used in this paper, we will refer to it as a tail model
(TM). The asymmetry of the cation leads to amorphous (glassy)
states for realistic values of interaction parameters (e.g., for
hydrocarbons), in contrast to the simplest coarse-grained
model of an IL known as a salt-like model (SM), where both
cations and anions are spherical. The SM has already been
exploited in previous studies.'®*>**3> Despite its obvious advan-
tage of simplicity, in order to avoid crystallization, the SM relies
on a very weak non-bonded Lennard-Jones interaction, which
makes any comparison with real ILs only qualitative. In addi-
tion, the SM cannot account for molecular asymmetry featured
in real ILs. Nevertheless, the SM has been proven to be quite
useful for the development of the simulation methodology, as it
reduces computational complexity and enables faster equili-
bration (e.g., for obtaining static force-distance characteristics
as in ref. 18). More complex extensions of TM coarse grained
models can involve several tails of different sizes, like in ref. 22.
For simplicity reasons, we restrict our considerations in this
study to a single neutral tail of variable size. Although a whole
cationic dimer is an entity which actually represents a cation, in
order to be more concise we refer just to the cationic head as
the cation.

2.1 Interaction model

In cation-tail dimers an elastic spring connects cations and
neutral tails, enabling the tail’s freedom of moving indepen-
dently from its cation, since their connection is not rigid,
cf. Fig. 1. Interatomic interactions taken into consideration in
our MD simulations are: (i) non-bonded Lennard-Jones (L]) and

This journal is © the Owner Societies 2019
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Coulombic electrostatic interactions and (ii) bonded inter-
action (an elastic spring potential in cation-tail pairs):

12 6
N e | (B (o I 44
Vap (1) = 4esp [( r,—,-) ("f/) } +4Tf808r rip’ @

where i, j = 1, ..., N are particle indices, and N is the total
number of particles. Particles can be of different types o, p = A, C,
T, P, which refer to anions, cations, tails, and solid plate atoms,
respectively. Interaction of tails (i.e., at least one of the indices a,
B = T) with all other atom types, including tails themselves, is
implemented using a purely repulsive potential. The ionic liquid
is electro-neutral, i.e., the numbers of cations and anions are the
same. All MD simulations in this study were performed using the
LAMMPS software.*® More details are provided in the ESL

2.2 Model parameters

In this study we have fixed the diameters of the cationic heads
and anions at ¢ = 5 A and o, = 10 A, respectively. Such a choice
respects the asymmetry that exists in ILs and it is consistent
with other models, as well as, for example, the [BMIM][PFq]~
ionic liquid, cf. ref. 18 and 22-24. The solid plate atoms have a
diameter of op = 3 A. We have taken into consideration three
different tailed-models of the IL depending on the tail size,
which is defined by its Lennard-Jones o parameter: a small-tail
cationic dimer (i.e., TM3 with ¢y = 3 A), a symmetric cationic
dimer (i.e., TM5 with o1 = 6¢c = 5 A) and a large-tail cationic
dimer (i.e., TM9 with o1 = 9 A), see Fig. 1. Drawing a comparison
with the experiment in ref. 3 and 6, the TM IL mimics a folded
alkyl chain and the radius of the sphere is related to the
gyration radius of the chains. Depending on the length of the
alkyl chain, the sphere has a smaller or larger radius. Thus,
the size of a sphere which represents a neutral tail in TM ILs
does not compare directly with the alkyl chain length. However,
we can make a qualitative analogy. While the representation of
the alkyl chain as a neutral L] sphere does not include all the
microscopic level features, we will show that the three selected
radii, i.e., o7 = {3, 5, 9} A, result in clear differences in the bulk
properties of the ILs and their lubrication response.

Each cation-tail pair is connected via an elastic spring
defined by the next two parameters: elastic constant K =
80 kcal mol™" A™? and equilibrium length of the spring
L = (o¢ *+ o1)/2. To account for the dielectric screening, the
dielectric constant is set to ¢, = 2 as in ref. 18, 23 and 24. The
strength of the L] interactions between different charged parts
ofions (o, f = A, C) is g,3 = 1.1 keal mol *. The L] parameters are
chosen to compare well with one of the most widely studied
ionic liquids, [BMIM]'[PF¢]~, cf. ref. 22 and 23. The charges of
ions are set to elementary: gc = +e and g, = —e, where e = 1.6 X
10'° C. The tails interact with all other particle types repul-
sively. The strength of the ion-substrate interaction was tuned
to ensure complete wetting, ¢,p = 5.3 keal mol ™!, where o = A, C,
T.: All the values of the {e,p,043} parameters used in our

i Only when the strength of the ion-substrate L] interaction equals the strength of
the inter-ionic L] interaction, partial wetting is observed, i.e., &,p = 1.1 keal mol ™,
as reported in the ESL¥
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simulations are listed in the ESI.{ The cross-interaction para-
meters are calculated using Lorentz-Berthelot mixing rules.

3 Bulk ionic liquids
3.1 Bulk structure

An initial configuration for a bulk ionic liquid was obtained by
a random placement of ions (No = Ny = 1000) into a cubic
simulation box with periodic boundary conditions in all three
directions. The simulation box volume was chosen to ensure
that the resulting pressure after the relaxation of the IL struc-
ture is comparable to the one experienced by a thin confined IL
film studied in the following section of this paper. In the case of
the present system the pressure is p ~ 10 MPa, which corre-
sponds to a normal force of 1 nN acting on a surface of 10" A%,
Relaxation of the internal energy and pressure for the three TM
ILs is presented in detail in the ESL

Fig. 2 presents the xy cross-sectional snapshots of bulk IL
configurations at the end of relaxation simulations, again for
(@) T™™3, (b) T™M5 and (c) TM9. These results have clearly
revealed a strong dependence of the IL’s structure on the tail
size. It can be observed that (i) small tails in TM3 lead to cubic
crystalline arrangement of ions, (ii) symmetric cationic dimers
in TM5 enable a liquid-like state of the IL, and (iii) large tails in
TM9 dictate ordering in the way that ions form layers with tails
in-between.

These results are in agreement with experimental observa-
tions of the relationship between the length of the alkyl chain
and the structure of a bulk IL.>** When the cation alkyl chain is
short, the Coulombic forces are dominant, enabling order. We
observe this kind of result with TM3. Alkyl chains must be long
enough in order to suppress the Coulombic interactions, e.g.
the number of C atoms n¢ & 12, which corresponds to the tail
length of (nc — 1)-1.53 A =16.83 A, taking into account that a C-C
bond has a length of 1.53 A. The suppression of Coulombic
interactions results in the absence of order, as we obtain with
TMS5, ¢f. Fig. 2(b). However, the tail should not be too large since
large tails tend to arrange into a separate layer. This leads to a
reappearance of layered structural ordering, like in the case of
TM9, cf. Fig. 2(c). This layering can take place even when the
cohesive interaction between the tails is absent, since in our TM
IL the pair-interaction of tails with all other particles is repulsive.

3.2 Bulk IL viscosity characteristics

We have calculated the viscosity using non-equilibrium (NEMD)
simulations of the three TM IL systems in a box with periodic
boundary conditions in all three directions under different
shear rates. Since in bulk simulations the whole simulation
box is sheared, the shape of the box changes. Therefore, we use
the so-called SLLOD thermostat***® (more details are provided
in the ESIt). For each value of 7 in the range 0.01-10 ns™*, we
have calculated the average shear stress from three stress tensor
components: T = (T, + Ty, + 7,7)/3. The average shear stress t and
shear rate j are related by

T =9 (2)
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(a) TM3 (o7 = 3 A)

TM3 tail (or=3 A)

where 7 is the generalised viscosity coefficient and « is an
exponent. In addition to the NEMD method of simulation box
shearing, we have also calculated the zero shear rate viscosity
n°* using the Green-Kubo (GK) relation for the three model
ILs, as the integral of the stress tensor auto-correlation func-
tions, see ref. 37 and 38.

In Fig. 3 we present the dependence of the average shear
stress 7 on the shear rate j for the TM3, TM5 and TM9 bulk ILs.
We notice that the average shear stress remains within the
same order of magnitude in the TM3 and TM9 systems,
although the shear rate changes by four orders of magnitude.
As a result, the corresponding values of the exponent o are low,
Le. drpmz = 0.15 £ 0.02 and oo = 0.12 & 0.04. The bulk ILs in

100

0.01L—
0.01

01 1
y [(ns)’]

Fig. 3 Average shear stress t as a function of shear rate j of the TM3, TM5
and TM9 bulk ILs. We have conducted shear simulations for the shear rates
in a range of four orders of magnitude (7 = 0.01-10 ns™Y). The lines are
obtained by fitting the points with egn (2).
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(c) TM9 (o7 =9 A)

¥ e
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Fig. 2 Configuration snapshots of bulk (a) TM3, (b) TM5 and (c) TM9 ionic liquids, with tail diameters of 3, 5 and 9 A, respectively. We may notice that
each configuration snapshot represents a different state, i.e. the TM3 bulk IL crystallizes into a tilted simple cubic crystal structure, oriented along the face
diagonal; the TM5 bulk IL is in a liquid state; the TM9 bulk IL crystallizes into crystal planes with alternating ionic-tail layers, oriented along the
face diagonal as well.

the case of TM3 and TM9 are ordered. The presence of order
results also in high values of their Green-Kubo viscosities, i.e.
s = 4.72 mPa s and 5%ao = 1.67 mPa s. In contrast to that, we
observe a more than two orders of magnitude change in the
average stress tensor component in the case of symmetric cations
and a liquid-like bulk structure (TM5). We have obtained o5 =
0.8 + 0.1, which is relatively close to a Newtonian viscous fluid,
i.e, o = 1. The viscosities determined via shearing simulations
and via the GK relation in the case of TM5 are different; however,
they are of the same order of magnitude: #yy5 = 0.1435 mPa s and
11%515 =0.6144 mPa s.

4 Confined ionic liquids

For the study of ILs under confinement, we use the MD
simulation setup of ILs under confinement shown in Fig. 4.
The ionic liquid is placed between two solid plates: a bottom
plate which is continuous in two dimensions (in the xy-plane)
and a top plate which is infinite in one dimension (along the
x-axis) and features lateral reservoirs in the other, i.e., along the
y-axis. This design allows long-range ordering of the ILs on
the surface while at the same time creating quasi-micro-canonical
conditions inside the interplate gap. We use this setup through-
out the paper in order to investigate both the static and dynamic
behaviours of the confined IL, as well as its lubrication perfor-
mance. We keep the simulation setup geometry fixed, and we
change the IL. Additional implementation details can be found
in the ESL.}

4.1 Equilibrium behaviour of confined ionic liquids

Confinement induces layering in IL thin films.'®*° In order

to understand how an interplay between layering and the
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Fig. 4 Schematic of the simulation setup shown as a yz cross-section.
The dimensions of the system along the y and z axes, together with the
directions of the imposed normal load F, and lateral velocity V,, are noted.
The total system length in the x direction is 125 A. There are two solid
plates at the top and bottom of the system (more details on the simulation
configuration are given in the ESIt). The different regions have different
colours. The ionic liquid is composed of equal numbers of cation—tail pairs
and anions (particles can be visually distinguished: cations — blue spheres,
tails — cyan spheres, and anions — red spheres).

molecular geometry of ILs alters the load bearing capability of
the thin films, we calculate the quasi-static force-distance
characteristics. We follow the evolution of the normal load F,
acting on the top plate as a function of interplate distance d.,.
To ensure static conditions, the interplate distance is changed
through a series of alternating steps, called move and stay,
related to the movement of the top plate and subsequent
relaxation of the IL structure, respectively. We describe in detail
the simulation procedure in the ESI.{ The results for the force-
distance characteristics of the three TM ILs are presented in
Fig. 5, where three different markers correspond to the three IL
models. The normal force F, strongly and non-monotonically
depends on the distance d,. These changes in the normal force
F, are correlated with the squeezing in and out of cation/anion
layer pairs into the gap, as already observed experimentally™
and theoretically.'® The normal force becomes negative (F, < 0)
only in the case of small tails (TM3). The negative values are
a result of the IL trying to reduce the plate-to-plate distance
due to the adhesion forces inside the IL. The increasing tail
size seems to reduce the effect of adhesion: for large tails
(TM9) the normal force at the minimum is close to zero, while
for symmetric cation molecules (TM5) it becomes positive
(F, = 2 pN).

For all three curves corresponding to the three TM ILs we
can identify three characteristic ranges of the plate-to-plate
distance d.: the initial segment (11 A < d, < 13.8 A) character-
ized by a monotonic and steep decrease of the normal force F;
interval I (13.8 A < d, < 19.8 A) characterized by the presence
of local minima and maxima peaks of the normal force F,, and
interval I and beyond (d, > 19.8 A) characterized by a continuous
and gentle decrease of the normal force F,, where in all three cases
the normal force practically becomes zero when d, > 32 A.
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Fig. 5 Dependence of normal force F, on plate-to-plate distance d.. Five
characteristic points denoted {A, B, C, D, E} with the corresponding
interplate distances d, = 13.8, 15.5, 18.0, 19.8, and 25.8 A, respectively,
are marked in the figure. They are chosen in the way that: point A is located
in the proximity of a local minimum for all three cases; point B corresponds
to a local maximum for TM5; point C is located in the proximity of a local
minimum for TM3 and TM5; point D is located in the proximity of a local
maximum for TM3 and TM5; and point E is chosen according to the
condition DE = AD. For reference, the black horizontal line denotes
F, = 0. The lines connecting points (averages of normal force) serve as
visual guides.

We will briefly describe the segments of the F,(d,) curves,
pointing out similarities and differences between the different
IL models. In the initial segment, i.e., for small gaps d, < 13 A,
the normal force F, is practically the same for all three systems,
meaning that it does not depend on the tail size. The steep
increase of the normal force with compression in the range
d, < 13 Ais a sign of a very high resistance of the single anionic
layer left in the gap to squeeze out. On the other hand, at large
gap values (i.e., d, > 32 A), the normal loads F, in all three TM
ILs are similar and small. We can conclude that at large gaps
there is a low resistance of the IL to the gap changes. Significant
differences in the force-distance curves depending on the tail
size exist only in interval I, i.e., 13.8 A < d, < 19.8 A. In the case
of TM3, the F,(d,) characteristic curve has two local minima and
maxima and one saddle point; in TM5 there are two local
minima and maxima; and for TM9, there is one local minimum
and maximum.

4.1.1 1L layer structure inside the gap. In Fig. 6 we show the
ionic density distribution along the z axis for the three IL
models, at points A to E, ie., d, = {13.8, 15.5, 18.0, 19.8, 25.8} A.
A common feature of all investigated IL models is the formation
of fixed cationic layers along the whole length of the solid plates
(top and bottom). The fixed layers and their stability are a result
of strong LJ interactions between the plates and ions. In
general, the smallest particles form the first layer next to the
plates: for TM3 these particles are tail particles (which are part
of the cation-tail pair), while for TM5 and TM9 these particles
are the cations. The consecutive layers are formed inside the
interplate gap via combined volume exclusion and Coulombic
interactions, and their ordering is consistent with the fixed
layers. As a result, tails migrate to the plates in TM3, mix with the
cationic layer when the cation-tail dimer is symmetric in TM5,
and finally mix into the anionic layer when they are large in TM9.
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Fig. 6 lonic density distribution of ions inside the interplate gap of (a) TM3,
(b) TM5 and (c) TM9 in characteristic points {A, B, C, D, E} selected in the static
force—distance characteristics presented in Fig. 5. The positions of the atomic
centres of the innermost atomic layers of the (moving) top and (fixed) bottom
plates are labeled z;™F and zg, respectively. The five characteristic points,
denoted {A, B, C, D, E}, have the corresponding interplate distances
d, = zr — zg = 13.8, 15.5, 18.0, 19.8, and 25.8 A, respectively.

Since Coulombic interactions cause the layering with alternating
charge signs, layers of anions always separate the cation layers.

4380 | Phys. Chem. Chem. Phys., 2019, 21, 4375-4386

PCCP

We focus on analysing the changes in the segment between
points A and D, ie., interval I. The normal force F, changes
rapidly and non-monotonically with d, in interval I, ¢f. Fig. 5.
For the minimum of F, in the vicinity of point A, i.e., for plate-
to-plate distance ds = 13.8 A, we can observe a well-defined
anionic layer in Fig. 6 (the corresponding snapshots of configu-
rations are given in the ESIT). The most interesting change
takes place during the A — B transition when the single layer of
anions is split into two layers, cf. Fig. 6. As a result, the normal
force F, increases and reaches a local maximum in the proxi-
mity of point B, ie., for plate-to-plate distance d= = 15.5 A. We
observe that additional anion-cation pairs are pulled inside the
gap in Fig. 7. We also observe that the two anionic layers in
Fig. 6 for point B and the one for point A have the same maximum
number density. As we increase d, further, the number of anionic
layers confined inside the gap remains unchanged and the normal
load F, decreases slowly. At the same time, the number of ions
inside the gap steadily increases with gap width. Nevertheless, this
increase is not sufficient to keep the density of the IL inside of the
gap constant (¢f Fig. 7). Looking into the changes in the spatial
distribution of the IL components, as more cation-anion pairs are
pulled into the gap (going from A — E), we observe a steady
increase of the concentration of anions in the layer next to the
bottom plate. In the case of TM5 we have an increase from nfys =
18 atoms per nm® to s = 27 atoms per nm”, ¢f. Fig. 6. When we
further look at configuration snapshots for TM3 and TM5, a
formation of additional layers inside the gap is visible, between
points C and D. This can also be clearly observed in Fig. 6 and
results in a smaller maximum around d, = 19 A, in Fig. 5. We can
conclude that the normal force-plate distance characteristics are
not correlated with the number density of the IL molecules inside
the gap, but with the layer formation as seen in Fig. 6.
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Fig. 7 Evolution of the number of confined ionic liquid (IL) molecules
(bottom curves) and density (top curves) inside the gap with gap width
d, for TM3, TM5 and TM9 at characteristic points {A, B, C, D, E} selected
from the static force—distance characteristics (Fig. 5). The corresponding
axes for the number of IL molecules and the density are given on the
left and right sides, respectively. The densities at characteristic points for
the dynamic cases (intervals | and Il) are also given, i.e., |33 and Il 5. The
five characteristic points denoted {A, B, C, D, E} in the static and I;, 5 and
Il;> dynamic cases have the same corresponding interplate distances
d, = 13.8,15.5, 18.0, 19.8, and 25.8 A, respectively.
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As the interplate distance d, increases further, from point D
to E, we notice additional cations in the middle of the gap and
the formation of a third cationic layer in all three systems. We
can make an interesting observation: for all three models the
tails in the middle of the confinement are grouped into three
regions: one overlapping with cations at z = 34 A and two
located between the cationic and anionic layers, i.e., z = 30 and
38 A, ¢f in Fig. 6. This outcome is reminiscent of the findings
from ref. 14, where the authors have experimentally obtained
the formation of the tail-to-tail bilayer of cationic dimers in
case the alkyl chain length is oversized.

4.1.2 1L crystallinity: the influence of the gap. We show the
xy cross-sectional snapshots in Fig. 8 in order to observe the
IL’s in-plane structure at the cross-section just below the top
plate. We mark the boundaries of the top plate spatial region
with the vertical dashed lines. The central area of the panels in
the figure corresponds to the interplate gap region and it repre-
sents a half of the total cross-section’s width in the y direction,
while the remaining area corresponds to the lateral reservoirs.
The solid lines mark the orientation of crystal grains in those
areas, where we can observe the presence of structural ordering.
In the case of TM3, we observe the presence of partial triangular
ordering only at point B when the structure is the most
compressed. We do not notice any crystallization for symmetric

ogr=3A
df =138A

UT=5A UT:gA

) TMO tail (o7 =9 A)
@ anion (0a=104)

TM3 tail (or=3 A) TM5 tail (or =5 A)

@ cation (oc=5A)
Fig. 8 Configuration snapshots (xy cross section) of TM3, TM5 and TM9
at five characteristic points {A, B, C, D, E}. The five characteristic points,

denoted {A, B, C, D, E}, have the corresponding interplate distances
d, = 13.8, 155, 18.0, 19.8, and 25.8 A, respectively (see also Fig. 5).

This journal is © the Owner Societies 2019

Paper

dimers (TM5), which confirms that the symmetric tail prevents
ordering both under confinement and in the bulk. Contrary to
the previous two cases, we observe crystallization for all con-
figurations with the large tail (TM9). Additionally, we observe
changes in the type of crystalline structure. While in the lateral
reservoirs a triangular lattice arrangement is always present,
depending on the amount of compression we observe triangular
lattice arrangements at points A and D and square lattice arrange-
ments at points B and C. Even more surprisingly, the order is lost
when the tail-to-tail bilayer is formed at point E.

4.2 Cyclic extension and compression of confined ILs

The top plate was moved between the two limiting points of
intervals I (ds < d, < d2) and II (d? < d, < d5). We investigated
the dynamic behaviour of the confined IL thin film during the
cyclic movement of the top plate along the z axis, ie., the
interplate gap was periodically extended (extension half-cycle)
and compressed (compression half-cycle). We investigated our
system at three velocities V, = {0.1, 1, 10} m s *, but we did not
observe any velocity dependent differences in the system beha-
viour. The confined ionic liquid lubricant responds to the cyclic
movement of the top plate with a hysteresis in normal force
F,(d;) shown in Fig. 9. We present the detailed results of
TM5’s dynamic behaviour in panels (a) and (c) of Fig. 9. Also,
in panels (b) and (d) of the same figure, we present together
the smooth average cycles of our three IL models (TM3, TM5,
and TMO9).

4.2.1 Narrow gap: normal force hysteresis. We will now
discuss in detail the response of TM5 to the cyclic motion of the
top plate, in interval I shown in Fig. 9(a). Ten compression-
extension cycles are shown (thin lines) with an average cycle
superimposed on them (thick line). We identify three points of
interest: {I, I, I3}, i.e., the two terminal points of the cycle and
the point with the maximal normal force, respectively. These
three points also correspond to points {A, D, B}, respectively,
in the quasi-static characteristics shown in Fig. 5. Point I; corre-
sponds to the maximum of normal force F, both in the cyclic
compression cycle and in the static characteristics of TMS5,
which makes the comparison more straightforward.

The normal force F, decreases down to a value close to zero
during the extension half of the I; — I, cycle. The anion-cation
pairs are pulled into the gap from the lateral reservoirs as the
gap is extended and at point I, an additional anionic layer is
fully formed inside the gap. Actually, instead of the two fixed
layers of cations which shared one anionic layer, we obtain two
separate anionic layers. The total number of ions pulled in is
about 60 atoms or 0.22 atoms per (nm” ns) at 1 m s~ plate
linear speed. In the first part of the compression half-cycle,
I, — I3, the ions are compressed and the density and the
normal force F, increase. Somewhat surprisingly, we observe
that an equal number of ions flow out, while the normal force
increases, i.e., I, — I3 and during its sharp decrease, I; - I;
(¢f Fig. 7). The sharp decrease of the normal force F, in the
I; — I, segment is therefore a result of two processes: out-flow of
the ions from the gap and the collapse of the anionic double layer
and its rearrangement into a single anionic layer. The resulting
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Fig. 9 The results of dynamic extension—compression cycles are shown for intervals | and Il. In panels (a) and (c) we present dynamic F,(d)
characteristics in the case of TM5 for intervals | and Il, respectively; thin lines represent the hystereses of ten dynamic cycles, and the solid line on top of
them is the smooth average hysteresis. There is also a solid horizontal line which corresponds to F, = 0. In (a) points |5, I, and |5 denote representative
points: I3 — starting point, I, — ending point, Iz — global maximum of the F,(d,) curve. In (c) points ll; and Il, denote representative points: Il; — starting
point and Il — ending point. The arrows show the direction of hysteresis (extension I/ll; — 1/ll, followed by compression I/l — 1/111). In panels (b) and (d)
we show together the smooth average hystereses F(d,) of our three TMs, for intervals | and Il, respectively. The starting and ending points and arrows are

denoted, analogous to panels (a) and (c).

final density pf™ = 1.95 atoms per nm?® of the system is slightly
higher than in the static case pfi** = 1.85 atoms per nm?,
cf. Fig. 7. The value of the normal force F, at point I, is similar,
i.e., F, = 4 pN, in both the static and dynamic cases.

In Fig. 9(b), we observe that each one of the three investi-
gated ionic liquids (TM3, TM5, and TM9) exhibits different
behaviour in the average F,(d,) cycle during the extension and
compression half-cycles. First, at the onset of the extension
half-cycle, i.e. at point I;, the normal force F, has a positive
value for symmetric cations (TM5), it is close to zero for large
tails (TM9), and it is negative for small tails (TM3). Somewhat
surprisingly, the normal force increases for both TM ILs with
asymmetric cations (TM3/TM9), while it decreases for sym-
metric cations (TM5). The reason for this behaviour is the
strong interaction of the fixed layers of ions adjacent to the
plates with the plate particles. This interaction drives as many
ions inside the gap as possible, resulting in the non-intuitive
behaviour of the normal force due to the interplay of density
and intra-IL LJ interactions. During the compression half-cycle
for all three ILs the maximal normal force sustained was about
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50% smaller than that in the quasi-static case, i.e., for TM5 the
maximal force is F;'®™ = 17 pN in the dynamic case and Fy'** =
40 pN in the static case (see Fig. 5 and 9(b)). This observation
indicates that the top plate’s motion prevents the IL from filling
the gap. We can also conclude that the mechanical response is
mainly due to the rearrangement of the fixed layer and that the
mobility of the IL molecules is too low to significantly increase
the normal force resisting the compression. If we analyse the
rate of mass transfer outside of the gap, we conclude that there
is a substantial slip, which results in a lower normal force.
Without slip at a velocity V, =1 m s, the normal force calculated
based on the bulk viscosity coefficient would be roughly two
orders of magnitude higher.

4.2.2 Wide gap: monotonic force-distance characteristics. The
expansion-compression force-inter-plate distance characteristics
for interval II in the case of TM5 are given in Fig. 9(c). The
difference from the quasi-static extension/compression in Fig. 5
is the monotonic behaviour during the strike. The quasi-static
characteristics in interval II featured local minima and maxima
in the case of TM3 and TM5. In the dynamic case, there are only
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two characteristic points (starting and ending points) {II;, II,} and
a monotonically changing normal force between them. In the
extension half-cycle there is a continuous decrease of the normal
force F, followed by its continuous increase in the compression
half-cycle. The difference between the cycles in the normal force
is small. In the dynamic characteristics of interval II the layer
structure is similar to that of the static case, i.e., two fixed layers
stay-in-place and the tail double layer is formed during the
extension half-cycle (the configuration snapshots are given in
the ESIt). In contrast to interval I, the formation of the additional
layer of tails is not a result of the ions flowing from the lateral
reservoirs into the gap. The density inside the gap is 10% higher
in the dynamic case and a few atoms (less than 30) are displaced
during the cycle. We should note that the gap is also 50% larger
in interval I compared to interval II; therefore, the decrease in
density is even less striking. Actually, the cyclic motion has a
tendency to increase the density inside the gap. Since there is no
large displacement of the ions in and out of the gap in interval II,
there is also no maximum of the normal force F,, similar to the
one we have seen in the case of interval I, ¢f Fig. 9(a). In order to
make comparisons of different TM ionic liquid models, in Fig. 9(d)
we show together the F,(d,) average cycle dynamic characteristics
of all three IL models (TM3, TM5, TM9) for interval II. Compared
to interval I, the tail size does not have such a pronounced impact
on F,(d,) hysteresis curves in interval II.

4.2.3 Energy losses due to cyclic expansion—-compression.
At this point, we would like to quantify how the processes
arising during the dynamic cyclic movement of the top plate
contribute to energy losses. We calculate the area covered during
the extension-compression cycle (i.e., the area inside the F,(d,)
hysteresis). This area is equivalent to the work invested per
average dynamic cycle, i.e., the hysteretic energy losses. We show
the dependence of the energy losses on the tail size for both
intervals I and II in Fig. 10. We observe a clear tendency of the
increase of the invested work per dynamic cycle, with the
increase of the tail diameter. This is primarily due to the larger
volume occupied by the tails, resulting in larger normal forces
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Fig. 10 Energy losses per average cycle as a function of the tail size for
intervals | and Il of dynamic extension—compression cycles.
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resisting compression. There is a striking difference in the
amount of invested work between the two intervals I and II
(e.g. 27 pN A for interval T of TM9 compared to 5 pN A for
interval II of TM9). This difference is proportional to the maximal
normal force, which is sustained by the systems in the two
intervals (cf Fig. 5).

4.3 Tribological behaviour of confined ionic liquids

We have conducted static and dynamic characteristic analysis
of the three generic IL models, focusing on the influence of
their molecular structure on their anti-wear performance. In
order to obtain a full picture, it is crucial to determine the IL’s
friction behaviour under different shear conditions. In this
section we apply a relative motion between the plates by moving
the top plate along the x-axis (see Fig. 4) and we observe the
resulting frictional force (also along the x-axis, i.e., Fy). We have
performed two types of friction simulations: (i) at a constant top
plate’s velocity V, = 2 m s, the simulations are performed at
different fixed values of the gap: d, = 12 A to 25.5 A; and (ii) at a
fixed gap d, = 15 A the top plate’s lateral velocity takes five
different values: V, ={0.1, 0.3, 1.0, 3.0, 10.0} m s~ . In all friction
simulations, the total distance covered by the top plate was
A, =100 A in the x direction.

The dependence of the time-averaged frictional force (F,) on
the interplate gap d, for the three IL models is shown in Fig. 11.
The points obtained in the simulations are shown as markers.
Linear fits through these points are provided as visual guides.
For TM3, we observe a decrease of the frictional force (F,) with
the size of the gap. On the other hand, the frictional force
weakly depends on the interplate gap width in the case of TM5
and TM9 ILs. Both the TM3 and TM9 ILs have high zero shear-
rate (Green-Kubo) bulk viscosities correlated with the extent of
their ordering, i.e., nns > Nino > Hags- When comparing their
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Fig. 11 Average frictional force (F,) acting on the top plate as a function
of the plate-to-plate distance d, for confined TM3, TM5 and TM9 ionic
liquid lubricants. In the case of TM3 there is a clear linear dependence
showing the decrease of frictional force intensity with gap increase, while
in the case of TM5 and TM9 the frictional force is practically constant and
does not depend on the gap.
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dependence on the top plate’s lateral velocity

tribological performances in a thin film, we can conclude that
there is no correlation since the TM5 IL has the highest average
frictional force. In Fig. 12, we show the dependence of the
specific friction (F,)/(F;) on the top plate’s lateral velocity V, in
the case of TM5. We obtain specific friction values of the order
(Fx)/(F;) ~ 0.01, which are comparable to the results of Dold
et al.® for symmetric [PFs]” anions. We also observe a similar
tendency of decreasing friction force with respect to tail size, as
reported in the same ref. 3.

The specific friction (Fy)/(F;) is defined as the ratio of the
time averaged frictional (F,) to normal (F,) force and it is
different from the Coulombic friction coefficient y = OF,/0F,.
Consistently with our previous results for model ionic liquids,
we have observed a logarithmic dependence of the specific friction
on the lateral velocity, cf. ref. 18. The numerical values are fitted
to a linear function of the form (F,)/(F,) = alog(V./Vyef) + b,
where V.t = 1 m s~ . The coefficients of the linear fit took the
following values: a = 0.001 and b = 0.008. A reasonable fit to
the linear regression curve can be observed. The logarithmic
dependence indicates typical elastohydrodynamic lubrication
(EHL) conditions."*

5 Discussion

Ionic liquids interact via long-ranged Coulombic forces and
their models require high-performance computational resources.
This opens a question of the minimal model needed to capture
the properties of the molecular processes governing lubrication
mechanisms and the macroscopic performance relevant for
engineering applications. In this paper, we investigate a generic
tailed-model (TM) of ionic liquids (ILs), which includes an
asymmetric cation consisting of a positively charged head and
a neutral tail of variable size and a large spherical negatively
charged anion. We observe that, though simple, this model
results in striking differences in the equilibrium IL bulk
structure governed by the tail size relative to the cationic head:
(i) a simple cubic lattice for small tails, (ii) a liquid-like state for
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symmetric cation-tail dimers, and (iii) a molecular layer struc-
ture for large tails.

We have investigated the influence of the molecular structure
of a cation dimer on the response of three ILs to confinement
and mechanical strain using molecular dynamics simulations.
The properties of the three IL models are compared in and out of
equilibrium. We have related the evolution of the normal force
with inter-plate distance to the changes in the number and
structure of the confined IL layers. We find that the density
inside the gap has a secondary effect on the evolution of the
normal force. We observe that symmetric molecules offset intra-
IL adhesion due to the ordering of the IL. As a result, the thin
layer of symmetric IL molecules exhibits non-negative normal
force independent of the gap width. In analogy to the experi-
mental observations, a tail-to-tail bilayer is formed for wide gaps
in all three investigated model ILs. A mutual feature of all the
investigated model ILs is the formation of fixed (stable) layers of
cations along the solid plates. The fixed layer formation is a
result of strong LJ interaction between the plates and ions.
A consequence of the fixed layer stability is a steep increase of
the normal force at small interplate gaps. The steep increase of
the normal force is an effect useful for preventing solid-solid
contact and the accompanying wear. The tails attached to the
cations in the fixed layer migrate with increasing tail size. Small
tails form the first layer next to the plates. For symmetric
molecules the tails form a mixed layer with cations, while large
tails form a mixed layer with anions.

We have explored the dynamic behaviour of IL thin films
under cyclic extension-compression movements of the top plate.
Two intervals of the interplate distances are investigated: a
narrow gap interval, where the anionic layer is split into two,
and a wide gap interval, where a tail-to-tail layer is formed. For
the narrow gap interval, we observe a significant flow of ions
during the cyclic motion of the top plate. A sharp decrease of the
normal force at the final stage of compression is not only a
consequence of the density change due to the flow, but is also a
result of merging of the two anionic layers that repel each other
by the electrostatic Coulomb forces into a single one. The
mobility of ions in/out of the gap is driven by their interaction
with plates, ie., filling of the fixed layers. As a result, for the
narrow gap, the number of ions that entered the gap is 50%
smaller in the dynamic case than in the static case. This results in
a smaller density inside the moving narrow gap. The difference
between the dynamic and static cases for the wide gap was even
more striking. The number of ions that entered the gap is 80%
smaller in the dynamic case than in the static case. Surprisingly,
in the wide gap the density is higher in the dynamic case due to
the lack of mobility of ions. The invested work per average cycle
increases with tail size for all three IL models. As one could
expect, the invested work is higher for the narrow gap where the
number of confined ions/ionic layers changes during the cycle.
Nevertheless, the low hysteretic losses suggest the presence of
strong slip inside the gap, facilitating in- and out-flow of ions in
the gap. An increase of the tail size reduces the friction force in
our model. Depending on the tail size, the friction force decreases
with increasing gap for small tails and it increases for large tails.

This journal is © the Owner Societies 2019



PCCP

6 Conclusion

Understanding the interplay between the different processes
taking place in thin lubricant films is important due to the
conflicting demands imposed on how IL lubricants should
behave in dynamic confinement. On the one hand, a high
load-carrying capability requires strong adsorption of the lubri-
cant to the surface, while, on the other hand, fast self-healing
and low friction require high mobility/low viscosity. Our results
confirm that the behaviour of ILs in confinement can be
unrelated to their bulk behaviour, and therefore, it should be
possible to achieve simultaneously, typically conflicting, low
friction and good anti-wear performance. A search for optimal
IL lubricants, using either synthesis and test methods or state-
of-the-art computer-aided molecular design methods,** should
take into account the micro-scale properties of lubricating thin
films (e.g., normal force vs. number of layers characteristics), in
which the effects of molecular-level processes are more pro-
nounced. Directing the optimisation efforts towards the micro-
scale would enable a better differentiation of the qualities of
different ionic liquids.
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Abstract. We present a molecular dynamics study of the effects of confinement on the lubrication and flow
properties of ionic liquids. We use a coarse-grained salt model description of ionic liquid as a lubricant
confined between finite solid plates and subjected to two dynamic regimes: shear and cyclic loading. The
impact of confinement on the ion arrangement and mechanical response of the system has been studied
in detail and compared to static and bulk properties. The results have revealed that the wall slip has a
profound influence on the force built-up as a response to mechanical deformation and that at the same
time in the dynamic regime interaction with the walls represents a principal driving force governing the
behaviour of ionic liquid in the gap. We also observe a transition from a dense liquid to an ordered and
potentially solidified state of the ionic liquid taking place under variable normal loads and under shear.

1 Introduction

In this work, the lubricating ability and flow properties of
salt model ionic liquids (ILs) containing salt-like spherical
cations and anions are studied. ILs are molten salts typ-
ically consisting of large-size organic cations and anions.
The thermochemical stability, negligible vapor pressure,
viscosity, wetting performance and other physicochemical
properties of ILs are important factors contributing to the
interest in their research for lubricant applications [1,2].
In addition, their properties can be modified by an ap-
plied voltage using confining charged surfaces in order to
build up an electric field across the nanoscale film. The
applied potential can affect the structure of IL layers and
lead to externally controllable lubricating properties [3-5].
There is also a significant flexibility in tuning the physical
and chemical properties of ILs which can affect lubrication
such as viscosity, polarity and surface reactivity, by vary-
ing their atomic composition as well as the cation-anion
combination. The thermal stability and negligible vapor
pressure of ILs enable their usage at a high temperature.

* Contribution to the Topical Issue “Flowing Matter, Prob-
lems and Applications”, edited by Federico Toschi, Ignacio
Pagonabarraga Mora, Nuno Araujo, Marcello Sega.

# e-mail: mdasic@ipb.ac.rs

b e-mail: igor.stankovic@ipb.ac.rs

Regarding the ability of ionic liquids to dynamically
penetrate between surfaces, i.e. wetting, sometimes it is
considered that a low contact angle of the lubricant indi-
cates the affinity between the liquid and the surface, since
the liquid is more likely to stay in the area in which it
was initially placed. It is also expected that a lubricant is
going to penetrate into small-gap components. However,
the effect of wettability of the ionic liquids is not under-
stood well. The wetting of plate surfaces such as mica is
known to be partial by at least some ILs [6,7]. Lubrica-
tion necessarily involves intimate molecular features of the
liquid-solid plate interface, related with those mechanisms
determining the ionic liquid’s wetting of the plate. When
ILs are used as lubricants, their ions are ordered into lay-
ers and adsorbed onto surfaces [8]. These adsorption layers
can reduce friction and wear, particularly in the case of
boundary lubrication [8].

An important observation is that ILs confined be-
tween surfaces feature alternating positive and negative
ionic layers, with an interlayer separation correspond-
ing to the ion pair size [9, 10]. However, determining
the structure of ILs during flow and the mechanism of
nanoscopic friction with ILs as lubricants, poses a great
scientific challenge, and so far a few studies in this di-
rection have been performed [3]. ILs involve long-range
Coulombic interactions inducing long-range order on far
greater scales than the IL itself [11-13]. Recent studies of
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IL lubricants [3-5,10] have shown that if the molecules
interact via non-bonded potentials (Lennard-Jones and
Coulombic potential), this can capture all main physical
attributes of the IL-lubricated nanotribological system.
Therefore, molecular-scale simulations can provide impor-
tant insights which are necessary for understanding the
differences in the flow behaviour between bulk and con-
fined liquid lubricants and the mechanisms behind, such
as boundary layers formation in case of shearing and/or
applied normal load.

For this study, we utilize our previously developed
coarse-grained molecular dynamics (MD) simulation setup
consisting of two solid plates, and an ionic liquid lubricant
placed between them [10]. The motivation for the chosen
values of relevant model parameters (i.e., velocities, pres-
sures, temperatures, time duration of simulations) comes
from potential applications of ILs as lubricants in automo-
tive industry. Under typical operation of internal combus-
tion engines, the conditions inside the combustion cham-
ber vary significantly. Temperature can range from 300 K
to the values higher than 2000 K, while pressure ranges
from atmospheric to the values higher than 10 MPa [14].
The piston reciprocates with a sinusoidal velocity varia-
tion with speeds varying from zero to over 20m/s, with a
typical speed being around 1m/s. The time required for
one revolution of the engine is of the order of 10~2 s, while
the total distance travelled by the piston over this period is
of the order of 0.2 m. Such scales are typically modelled us-
ing continuum mechanics simulations. However, such sim-
ulations cannot provide the physical insight which is neces-
sary for understanding the molecule-dependent processes
that affect the tribological phenomena. Therefore, we have
impemented a coarse-grained MD simulation setup which
can, inter alia, provide useful insights to lubrication mech-
anisms of piston ring-cylinder liner contact in automotive
engines.

The determination and design of new applicable lu-
bricants require the understanding of both general and
specific behaviours of liquids when exposed to nanoscale
confinement, shearing and normal load. In this study our
focus is on determining the general features of ILs as
nanoscale lubricants. Hence, we have chosen the model
of a generic IL which is simple in order to provide a wide
perspective of the relevant mechanisms governing the IL
lubrication principles.

This paper is organized as follows: sect. 2 introduces
the model and MD simulation setup of the solids and lu-
bricants used, while the motivation for the choices made
is provided. In sect. 3 the structure and viscosity charac-
teristics of the bulk ionic liquid are presented. Section 4
deals with the static and dynamic behaviour of confined
IL. It also presents the results of confined IL’s shear be-
haviour. Section 5 includes an overview of the principal
observations and conclusions.

2 Model

The model used in this work is a coarse-grained model
of IL which has already been exploited in previous stud-
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ies [3-5,10] and it is known as SM model (salt-like model).
It is a charged Lennard-Jones system consisting of cations
and anions. There are two types of interatomic interac-
tions in our system and both of them are non-bonded:
Lennard-Jones (LJ) potential and Coulombic electrostatic
potential. In the current work we are comparing bulk and
confined IL properties. Therefore, there are three differ-
ent atom types taken into consideration: i) cations, ii) an-
ions and iii) solid plate atoms. Between all types of atoms
we apply the full LJ 12-6 potential, with the addition
of the Coulombic electrostatic potential for the interac-
tions between ions. In our system the cations and the an-
ions are charged particles, while the solid plate atoms are
electroneutral. Accordingly, we have implemented a LJ
12-6 potential combined with a Coulombic electrostatic
potential:

o \"?  [oi;\° 1 qg;

V (rij) = 4e;; — - o

(745) €ij [(Tij) (Tij) ] + dmege, 145
(1)

Parameters {¢;;,0;;} define the LJ potential between
different types of particles: i,7 = A, C,P which refer to
anions, cations and solid plate atoms, respectively. The
diameter of cations and anions is set to oo = 5A and
oaa = 10 A, respectively. The mass of cations and anions
is me = 130 g/mol and mx = 290 g/mol, respectively. The
asymmetry of ion sizes is typical in many experimentally
explored systems and the parameters have already been
explored in the literature, cf. refs. [5,10]. The atoms of
the solid plates have a diameter of opp = 3 A. The mass
of the solid plate atoms is mp = 65g/mol. The LJ po-
tential has a short-range impact, since it vanishes rapidly
as the distance increases o< %, while the Coulombic po-
tential has a long-range impact, o< 1/r. To handle long-
range interactions, we have used a multi-level summation
method (MSM) [15], since it scales well with the number
of ions and allows the use of mixed periodic (in z and
y directions) and non-periodic (in z-direction) boundary
conditions, which are present in our simulation setup with
confined IL. On the other hand, in our simulation setup
with bulk IL, periodic boundary conditions are applied in
all three directions ({x,y, z}). Ions are modelled as coarse-
grained particles, the charge of which is set equal to ele-
mentary: gc = +e and ga = —e, i.e., e = 1.6 - 10719 C.
The dielectric constant is set to ¢, = 2 to account for the
dielectric screening, as in refs. [4,5,10].

In this study, modelling the elasticity of metallic plates
plays a secondary role (central role belongs to the lateral
and normal forces created by the lubricant). Therefore, we
have selected a simplified model in which plate atoms in-
teract strongly with each other if they belong to the same
plate, i.e., epp = 120kCal/mol, as opposed, to a very
weak interaction between the different plates €iop /bottom =
0.03kCal/mol. The parameter epp is so strong in order
to ensure that the initial configuration of the solid bod-
ies will basically remain unchanged (apart from high fre-
quency oscillations). Furthermore, even though typical en-
gineering systems are often metallic, our initial coarse-
grained MD studies of liquid behaviour according to the
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Table 1. List of LLJ parameters used in simulations.

’ Pair ij ‘ €i; (kCal/mol) ‘ oij (A) ‘

CC 0.03 5
AA 0.03 10
CA 0.03 7.5
PC 0.3 4
PA 0.3 6.5
PP 120 3

applied conditions justified the implementation of a sim-
pler solid system which does not feature substrate polar-
ization, cf. ref. [10]. Finally, it is possible that the actual
surfaces might feature carbon coatings or depositions, in
which case the surface polarization can be of secondary
importance.

In table 1 we are presenting the values of {€;;,0;;}
parameters used in our model. Arithmetic mixing rules
for the LJ parameters are applied: €;; = /€ - €;,0i; =
(07 +0;)/2.

3 Bulk ionic liquid

All MD simulations in this study were performed using
the LAMMPS software [16]. The bulk ionic liquid is im-
plemented by randomly placing a chosen number of ions
(Nc = Ny = 1000) into a 3D simulation box that is peri-
odic in all three directions. In order to make the bulk IL
comparable with its confined counterpart, we have cho-
sen a simulation box volume which enables the pressure
experienced by the confined IL. More specifically, for the
present system, the pressure is p ~ 1MPa. The Nose-
Hoover NVT thermostat was used to control the temper-
ature and was set to T' = 330 K. The system was relaxed
for tior = 3-107 fs until the internal energy had converged
and the pressure had approached the desired value. The
simulation timestep was dt = 0.5fs. We have obtained
pressure stabilization at (p) = 1.1 MPa with a side length
of the cubic simulation box at L = 99 A. The energy re-
laxed to a value of (Ej,;) = 0.7597kCal/mol. The molar
and mass density of the bulk IL is p, = 3400 mol/m? and
pm = T19kg/m3, respectively.

We have calculated the viscosity in two ways: using the
Green-Kubo relation since the viscosity of a system can
be represented as an integral of the autocorrelation func-
tion [17], and using non-equilibrium molecular dynamics
simulations with different shear strains.

In the non-equlibrium shearing simulations, the bulk
IL is placed into a triclinic (non-orthogonal) simulation
box with periodic boundary conditions applied in all three
directions. Due to the deformation of the simulation box,
every point in the box has an additional velocity compo-
nent (a so-called streaming velocity). In order to prevent
the streaming velocity from affecting the thermal kinetic
energy, we use the so-called SLLOD thermostat [18,19].
The SLLOD thermostat accounts for the streaming veloc-
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Fig. 1. Dependence of the Green-Kubo (GK) viscosity coef-
ficient nGK on the simulation time ¢, in the case of the bulk
ionic liquid. The time needed to obtain the viscosity coefficient
is around tye1 = 5 ns.

ity which depends on an atom’s position within the sim-
ulation box and it needs to be accounted for controlling
the temperature.

Controlled shearing of the simulation box results in a
stress acting on IL, which is quantified via the stress ten-
sor. The relation between the stress tensor 7;; components
and the shear rate 7;; of the corresponding shear strain €;;,
with coefficient of viscosity 7;; as a proportionality con-
stant is 7,; = 1;; - 7i;, where ij = {ay, zz,yz}. We have
applied three independent shear strains (egy, €52, €y-). For
each of them we have calculated its corresponding stress
tensor component (Twy, Tz, Tyz). All shear strains were the
same: €,y = €5, = €,, = € = 1 leading to the shear rate of
F=c€- ttlot = i, where to is the total simulation time
of the shearing simulations. We have performed simula-
tions at four orders of magnitude of the total simulation
time: tyor = {0.1,1,10,100} ns, and thus at four orders of
magnitude of the corresponding shear rate. In this way
we wanted to check the quality of our relaxation proce-
dure and if there are shear rate dependence changes in
the system. We have iterated the shearing simulations (at
a shearing velocity of 1m/s) using the output of the pre-
vious run as the input of the next run, obtaining higher
strains (up to a strain of 5). We did not observe a strain
dependence in the response of the system, meaning that
the result is unaffected if the strain is further increased.

In fig. 1, we show the time relaxation of the Green-
Kubo viscosity coefficient, which stabilizes around n®K =
0.2039 mPa - s. The configuration snapshot of the bulk IL
at the end of the simulation (cf. fig. 2) shows that the ions
remain randomly positioned, like they were at the start
of simulation, which indicates the liquid state of the bulk
ionic liquid. The simulations for all three shear strains
give similar values of stress components, and resulting val-
ues are shown in fig. 3. The points {¥,7} were obtained
via shearing simulations and the solid line was obtained
according to 7 = 7K . 4, where 7% was obtained via
the Green-Kubo relation. Hence, we conclude that the re-
sults of shearing simulations are in agreement with the
results of the relaxation simulation and therefore there
are no changes in the bulk system which are shear rate
dependent.
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e cation
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y

Fig. 2. Configuration snapshot (yz cross-section) of a bulk IL
at the end of relaxation simulation. Cations are represented as
smaller blue spheres and anions as larger red spheres.
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Fig. 3. Average stress tensor component 7 as a function of
the shear rate 4 of a bulk SM ionic liquid. We have conducted
shearing simulations on four orders of magnitude of the shear
rate 4, therefore with three orders of magnitude span, which
is followed by three orders of magnitude span of 7. Points are
obtained via shearing simulations and the solid line is obtained
according to 7 = nGK -7, where 17GK is obtained via the Green-
Kubo relation.

4 Confined ionic liquid

In order to study the properties of our ionic liquid un-
der confinement, we use a setup consisting of two solid
plates (so-called Top and Bottom plates) and ionic liquid
lubricant placed between them. Such simulation setup has
been introduced and described in detail in our previous
paper [10], hence at this point we will describe it briefly.
The geometry is shown as a schematic in fig. 4(a) together
with the number of the coarse-grained particles used. In
fig. 4(b) we show a configuration snapshot of our system
in yz cross-section. By implementing such a geometry we
have attempted to achieve a realistic particle squeeze-out
behaviour with the formation of two lateral lubricant re-
gions in a similar manner to the simulations of Capozza
et al. [5]. For the description of the solid surfaces we have
combined rigid layers of particles moving as a single en-
tity on which the external force or motion is imposed, de-
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noted by “Top Action” and “Bottom Action” in fig. 4(a),
with thermalized layers, denoted by “Top Thermo” and
“Bottom Thermo” in which particles vibrate thermally
at T = 330K. The particles in the Top and Bottom ac-
tion layers are moved as rigid bodies and particles in the
thermo layers are allowed to move thermally. In this way,
we prevent a progressive deformation of the plates during
the cyclic movement. The thermo layers only vibrate ther-
mally since a strong LJ interaction holds them together.
The ionic liquid is neutral in total, so the total number
of cations and anions is the same: No = Ny = Ny,/2. In
the present simulations the total number of IL atoms is
Ny, = 2500.

The plates are driven along the z-direction at a con-
stant velocity V,,, as shown in fig. 4(a). The solid plates
are made up of nine atomic layers at a FCC (111) lattice
arrangement. Periodic boundary conditions are applied in
the x and y directions, while the simulation box is kept
fixed in the z-direction. The Bottom plate can therefore
be considered to be infinite, while the Top plate is sur-
rounded by the lateral reservoirs, in which the lubricant
can freely expand. The lateral reservoirs are implemented
as a mechanistic way for allowing the lubricant to be dy-
namically squeezed in or out as an external load or velocity
is applied. The number of lubricant molecules effectively
confined inside the gap can dynamically change depending
on the loading conditions. This is important for explor-
ing the possible states of a mechanical system of particles
that is being maintained in thermodynamic equilibrium
(thermal and chemical) with a lubricant reservoir (i.e.,
void spaces in tribological system). The nano-tribological
system is open in the sense that it can exchange energy
and particles, realizing an effectively grand-canonical sit-
uation [20,21].

We have shown that our bulk IL is a Newtonian fluid:
the validity of the 7 = n%K.4 relation over the whole range
of shearing rate % supports that fact. Our model does not
assume the nature of the viscous response of IL. Only
based on simulation results we conclude that the bulk salt
model (SM) IL behaves as a Newtonian fluid. For a dif-
ferent choice of parameters one could obtain power law
or solid-like behaviour. On the other hand, confinement
has a profound influence on the structure of ILs in thin
films [9,10,20,22], therefore when the same IL is confined
it does not behave as a Newtonian fluid, as we will show
in the rest of the paper.

The confining surfaces can induce ordering of the par-
ticles in their vicinity. We have used simulations to ob-
tain the static force-distance characteristic [10]. In order
to determine a reliable static force-distance characteristic,
at each calculation point we have to ensure the system is
in equilibrium. Concerning the realization of those sim-
ulations the interplate gap is modified in the following
manner: the gap is increased or decreased (i.e., the Top-
Bottom plate distance is changed) with a constant velocity
V., = 5m/s for a move period of time t,,0pe = 20 ps; there-
after, we apply conjugated gradient minimization on the
ions in order to minimize their internal energy and relax
them after the mowve period. As the energy minimization
is performed, the ions take positions which ensure their
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Fig. 4. (a) Schematic of the simulation setup shown as yz cross-section. There are two solid plates at the top and bottom of the
system (i.e. Top and Bottom plates, names are chosen according to their position along the z-axis), consisting of two regions: at
the outermost ones the particles are moving as a single entity (Top/Bottom Action) and at the innermost ones the particles are
thermalized at a controlled temperature (Top/Bottom Thermo). The thermalized layers are in direct contact with the lubricant
while the action layers are used to impose external velocity and/or force to the solid plates. (b) Front (yz) view with respect
to the shear direction. A typical simulation configuration and key dimensions of the geometry are given. The solid plates are
made up of FCC (111) atomic layers. The ionic liquid is composed of an equal number of cations and anions (cations: smaller

blue spheres; anions: larger red spheres).

minimal internal energy and the Top plate stays fixed for
a stay period of time ¢4y = 50 ps, during which period
the average value of the normal force is calculated; that
value is presented as a simulation point in F,(d,) static
characteristic, cf. fig. 5. In order to avoid systematic errors
due to the initial position or direction, the plate movement
is performed in different directions and from different ini-
tial configurations, hence fig. 5 shows the averaged values
of several realizations.

4.1 Equilibrium behaviour of confined ionic liquid

A non-monotonous behaviour of the normal force F, act-
ing on the Top plate can be observed in fig. 5 as the
plate-to-plate distance changes from one point at which
system is equilibrated to another, using the previously de-
scribed procedure. The points (d., F,) have been obtained
through our simulations, while the dashed line serves as a
visual guide. It can be seen that the normal force strongly
depends on the interplate distance. The presence of nega-
tive values of normal force F, can be understood as the IL
trying to reduce the plate-to-plate distance due to adhe-
sion phenomena. These changes of the normal force are
correlated with the extraction and inclusion of IL lay-
ers into the gap, as already observed experimentally, cf.
ref. [9]. During the performed stationary state simulations,
the cationic-anionic layers were squeezed out in pairs, in
order to keep the system locally neutral, as observed in
experimental studies [8,9,20,22,23].

There is a strongly decreasing trend of the maximal
normal force which can be sustained by the system as
the number of ionic layers confined between the plates in-
creases, i.e., for the two ionic layers the maximal force
sz’max = 3pN, while for the three ionic layers it is
le,{nax = 0.25pN. In our model, the Lennard-Jones in-
teraction between the plates and the ions is ten times
stronger than between the ions themselves. The ionic lay-
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Fig. 5. Dependence of the normal force F, acting on the
Top plate on the plate-to-plate distance d.. Five character-
istic points {I1, s, Is, 11,115} with corresponding interplate
distances d. ~ {14,20,17,22,27} A are marked on the F.(d.)
curve. Also, the two characteristic intervals of d, are labeled,
where the interval I is bounded by the points I; and Iz, while
the interval I1 is bounded by the points 117 and II>. The hor-
izontal solid line denotes F, = 0 pN. The dashed line connects
the points obtained from the simulation and serves as a visual
guide.

ers closest to the plates are therefore more stable than
the layers in the midpoint of the gap (interval IT). As
a result, the three-layer system becomes less dense and
can build up a lower normal force compared to the two-
layer system. We have selected two intervals of interest for
the interplate distance which capture the presence of local
maxima and subsequent minima of the normal force F, ac-
companied with the compression of IL. This corresponds
to the expulsion of a cation-anion layer pair from the gap.
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Fig. 6. Configuration snapshots (yz cross-section) accompanied with ionic density distribution along the z-direction in three
representative points of the interval I: {I1, I, Is}. Left panels correspond to the static case of Top plate’s movement, while right

panels correspond to the dynamic case of Top plate’s movement.

The intervals are: df = [14.2,20] A, df = [22,27] A, and
they are labeled as I and I1, respectively. In order to un-
derstand the changes of the system configurations and to
correlate them with the changes of the interplate distance,
snapshots of the system from the MD simulations corre-
sponding to several characteristic points of the intervals
I and IT have been selected and studied in more detail:
11,2, 111 » which correspond to the limits of the intervals,
and the local maximum of the interval I, labeled as I3.

The left vertical panel of fig. 6 shows the system con-
figuration in the yz cross-section and the ionic density
distribution along the z-direction obtained in the equi-
librium force-distance simulations for the three charac-
teristic points of the interval I: {Iy, I, I3}, correspond-
ing to plate-to-plate distances d, = {14.2,20,17.2} A, re-
spectively. In fig. 7 the left vertical panels show analo-
gous results for the two characteristic points of the in-
terval II: {II 1,115}, corresponding to plate-to-plate dis-
tances d, = {22,27} A, respectively. The ions are depicted
smaller than their LJ radii in order to allow a direct obser-
vation of the layering. The positions of the atomic centres
of the innermost atomic layers of the Top and Bottom
plates are labeled in figs. 6 and 7 as zp and zp respec-
tively. As the Bottom plate is kept fixed during the whole
simulation, zg remains constant while zr changes with the
Top plate displacement. A general feature observed under

all conditions was the formation of cationic layer close to
the plates. The reason is the smaller size of the cations
(0cc = 5A) compared to the anions (7aa = 10A). Fol-
lowing, the second layer gets induced by the first one (due
to Coulombic interaction) and it is populated by anions.
The distance between the first and the second layer from
the bottom is in the range of 1-2.5 A, meaning that while
the centres of mass of the particles are in different layers,
the layers themselves overlap as their distance is smaller
than the particle diameters.

From fig. 7 we observe that the anionic monolayer
thickness is roughly 7 A and corresponds to 10 / V2A, e,
the anions are placed in the centers of the squares formed
by the cations of the neighboring layers (the diameter of
an anion is 10 A). In addition to the yz cross-section con-
figuration snapshots together with the ionic density distri-
bution along the z-axis, shown in the left panels of figs. 6
and 7 for the cases of intervals I and II, respectively,
we have prepared the xy cross-section configuration snap-
shots, shown in the left panels of figs. 8 and 9.

4.2 Cyclic compression of confined ionic liquid

We have investigated the dynamic behaviour of the IL
during a periodic linear movement of the Top plate along
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Fig. 7. Configuration snapshots (yz cross-section) accompanied with ionic density distribution along the z-direction in two
representative points of the interval IT: {II1,II>}. Left panels correspond to the static case of Top plate’s movement, while
right panels correspond to the dynamic case of Top plate’s movement.

static case dynamic case

Fig. 8. Configuration snapshots (zy cross-section) in three rep-
resentative points of the interval I: {I1, I, I3}. Left panels cor-
respond to the static case of Top plate’s movement, while right
panels correspond to the dynamic case of Top plate’s move-
ment. We have highlighted the confined region with dashed
lines (Top plate’s width along the y-axis is a half of the total
system’s width) and also we have sketched crystallization pat-
terns with solid lines. Periodic boundary conditions are applied
in the x and y directions, while simulation box, which is cubic,
is kept fixed in the z-direction.

the z-axis, between the two limiting points of the inter-
vals I and II. The space between the solid plates was
in this way periodically expanded and compressed. Peri-
odic movements of the Top plate were performed at three

static case dynamic case

Fig. 9. Configuration snapshots (zy cross-section) in two rep-
resentative points of the interval I1: {111, II5}. Left panels cor-
respond to the static case of Top plate’s movement, while right
panels correspond to the dynamic case of Top plate’s move-
ment. We have highlighted the confined region with dashed
lines (Top plate’s width along the y-axis is a half of the to-
tal system’s width) and also we have sketched crystallization
patterns with solid lines.

constant velocities V, = {0.1,1,10} m/s but no velocity-
dependent differences in the system behaviour were ob-
served. We have performed ten cycles in order to deter-
mine how much the cycles differ and to determine a statis-
tically reliable average cycle. The confined ionic liquid lu-
bricant responds to the cyclic movement with a hysteresis
in the normal force F,(d,) as shown in fig. 10. We present
both raw data of all cycles (thin solid lines) and a smooth
average cycle (thick solid line). In the case of interval I
there are three points of interest {Iy, I2, I3}, correspond-
ing to the points noted in fig. 5. Points I; and I> are the
starting and ending point, respectively, and the point I3
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corresponds to the maximum of the normal force F, in
the smooth average cycle. We observe that between each
two of those points there are clear tendencies in the aver-
age cycle of the normal force F.(d,). First, in the segment
Iy — I, i.e. in the extension half of the cycle, there is a
continuous increase of the normal force F, from negative
values up to the value around zero in point I. In point Iy
there is one anionic layer confined in the gap and normal
force F, has a negative value. With the dynamic increase
of the gap ions are pulled in from lateral reservoirs into
the gap. In point /5 an additional cationic-anionic layer
pair is fully formed in the gap, hence increasing the num-
ber of confined anionic layers to two. Next, there is the
segment [y — I3 where the ions are compressed within
the gap, which is consistent with the continuous increase
of normal force F,. In this segment, the normal force F,
takes positive values meaning that the ionic liquid shows
resistance to the compression but does not flow out. After
that, in segment I3 — I; there is a sharp decrease of nor-
mal force F, which is correlated with the squeezing-out of
the additional cationic-anionic layer taken in from the lat-
eral reservoirs during the extension half-cycle. During the
compression half-cycle there is a return to the initial state
I, where the gap contains one compact anionic layer.
We should note that the distributions of cations and
anions in the dynamic case for interval I bear close re-
semblance. Let us now discuss the changes in the num-
ber of confined ionic layers as a function of the inter-
plate distance and correlate them with the changes in the
normal force F, acting on the Top plate: in the range
d, = [11,14.2] A the normal force F, acting on the Top
plate has a steep decrease, reaching the minimum at point
I,. For the point I; at d, = 14.2 A, cf. fig. 6, we can ob-
serve a pronounced peak in the anion density distribution
which is aligned with a well-defined anionic layer inside the
gap. In the case of cations, there are two peaks attached
below and above the anionic peak. This situation corre-
sponds to the formation of two incomplete cationic layers
inside the gap. The value of normal force F, is negative
and in point I it has the deepest minimum when con-
sidering the whole F,(d,) characteristic. With increasing
plate-to-plate distance d, the normal force F, is increas-
ing, with a sign change of the normal force F, around
d, = 15.7A in the equilibrium case and d, = 17.8A in
the dynamic case, cf. figs. 5 and 10(a), respectively. This
means that before this point the IL is pulling the plates
together, since the ions strive to reduce their interlayer dis-
tance. After this point, for F, > 0, enough ions are pulled
inside the gap and the IL now pushes the plates apart.
Such behaviour is typically observed in systems exhibiting
layering transition, already seen in systems of both neu-
tral molecules [24] and ILs [9]. With reversing into com-
pression in fig. 10(a), the normal force F reaches a local
maximum in the point I3 at d, = 17.2 A. This is actually
the location of the maximum in the equilibrium case as
well. With the further decrease of d, beyond the point I3
there is a continuous decrease of the normal force up to
the distance d, = 14.2 A as IL starts flowing out of the
gap. Still, one should note that there are two differences
between the two systems: i) the sign of the normal force in
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Fig. 10. This figure presents the results of dynamic extension-
compression cycles in the intervals I and II. In panel (a) we
present dynamic F;(d.) characteristic in the interval I: thin
lines represent the hystereses of ten dynamic cycles, the solid
line on top of them is the smooth average hysteresis. There is
also a solid horizontal line which corresponds to I, = 0. Panel
(b) is analogous to the panel (a), just it presents the results in
the interval I1.

point I» and ii) the magnitude of the normal force at local
maximum /3. In the case of cyclic (dynamic) movement
of the plates, the normal force is positive F, > 0, i.e. the
IL keeps pulling apart the plates at point I and the max-
imum of the normal force in the point I3 (F%™ = 1pN)
is lower than in the equilibrium case (F¢9 = 3pN). Both
observations indicate that the plate’s motion is prevent-
ing the ionic liquid to fully fill the void space of the gap.
Also, there is a substantial slip during the ejection of IL
from the gap, which results in a lower normal force. Oth-
erwise, if no slip would be present the maximum normal
force at velocity V, = 1 m/s should be about two orders of
magnitude higher based on the bulk viscosity coeflicient
calculated in the previous section.

Partial filling of the gap due to the motion of the walls
is even better observable in the results for the interval I1.
While the equilibrium characteristic has a local maximum,
cf. fig. 5, in the dynamic case there are only two charac-
teristic points (starting and ending point {I1,II5} and
a monotonously increasing normal force between them.
At point II; at d, = 22 A in the static case, we notice
that at the midpoint between the plates there is a broad
maximum of the cation density distribution, see fig. 7.
In the static case we notice that, similar to the transi-
tion from one to two anionic layers within the interval I,
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there is a transition from two to three anionic layers within
the interval II, which happens in proximity of the point
d, =24 A. At point 115 we notice two sharp anionic layers
in the proximity of the plates and the third anionic layer
which is broader, less sharp and positioned in the middle
of the interplate gap, cf. fig. 7. In the dynamic case the
number of layers remains the same in the interval 11, they
just get separated during the extension; and a creation of
additional ionic layers by the ions flowing from the lateral
reservoirs into the gap does not take place, cf. fig. 7.

We can conclude that in a confined system with strong
interaction between the walls and the IL, the major driv-
ing force that pulls IL into the gap between the plates
is the interaction with the wall atoms rather than the
inter-IL interactions. In order to visualize what happens
in the vicinity of the plates, we are presenting snapshots
of xy cross-section configurations in the intervals I and
11, check figs. 8 and 9, respectively. Even on a cursory
look, one sees that the phase behaviour of the confined
IL is complex: in fig. 8, we observe a salt-like ordering
taking place in all representative points {I, I, I3} of the
equilibrium configurations. In the dynamic case the IL ex-
hibits some level of ordering for a small gap (I;) and it is
amorphous in the other two points. On the other hand, in
fig. 9 there was no movement of the IL in and out of the
gap and the IL formed a two-dimensional square crystal
{II,115} on both surfaces during the dynamic case. In
the equilibrium configurations, there are probably enough
ions in the gap that allow the IL to obtain its liquid-like
character.

At this point, we would like to quantify how could
the processes described above contribute to the energy
losses. If two macroscopically smooth surfaces come into
contact, initially they only touch at a few of these asperity
points. A motion of two bodies in contact lubricated by an
ionic liquid would involve the generation of new contacts
and the separation of the existing ones. Ionic liquids are
characterized by strong Columbic interactions between the
particles. By calculating the area covered within the aver-
age cycle of the F,(d,) curves in fig. 10, we calculate the
amount of work invested per average dynamic cycle, i.e.,
the hysteretic energy losses. There is a big difference in the
amount of invested work in the two intervals: 3.5236 pN - A
for the interval I compared to 0.2844pN - A for the inter-
val II, where the vertical displacement of the Top plate in
the two intervals is roughly the same (Ad, ~ 5A). This
is consistent with a strongly decreasing trend of the max-
imal normal force which can be sustained by the system
as the number of ionic layers confined between the plates
increases, i.e. for the two ionic layers the maximal normal

force F! .. = 3pN, while for the three ionic layers it is
F ZI’{naX = 0.25 pN, corresponding to the two maxima of the

equilibrium force-distance characteristic in fig. 5.

4.3 Shear behaviour of confined ionic liquid

In order to study the behaviour of our confined IL un-
der shearing, we apply a relative motion between the
plates along the z-direction. The Bottom plate is kept
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Fig. 11. Dependence of the frictional force divided by the
contact area of the Top plate with IL lubricant (F)/Ssy on
the interplate distance d.. The three representative points
{P1, P2, P3s} are marked. Points obtained in simulations are
shown as circle markers, accompanied with errors along the
y-axis. Linear fit through those points is shown as a solid line.
In the inset dependence of specific friction (F,)/(F.) on the
interplate distance d. is shown, with y-axis in log scale. Sim-
ulation points are shown as circle markers, while the dashed
line serves as a visual guide.
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Fig. 12. Dependence of the frictional force divided by the
contact area of the Top plate with IL lubricant (F)/Ssy on
the Top plate’s lateral velocity V, = 0.1-10 m/s. The error bars
represent the standard deviation of the average values obtained
from the simulation data. The lines showing the friction trends
are obtained by linear regression.

fixed and a constant velocity V. is imposed on the Top
plate. We are interested in establishing how does the lat-
eral (frictional) force F,, depend on the confinement gap
d, = {12,14,18,22,25} A.

In fig. 11 we are showing the dependence of the time
averaged frictional force divided by the contact area of
the Top plate and the IL lubricant, i.e. (F})/Ss, on the
interplate distance d,. We observe a linear increase of the
frictional force per contact area with the increase of the
interplate distance, with a slope of 4nN/um3. In the in-
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Fig. 13. Configuration snapshots (yz cross-section) accompanied with ionic density distribution along the z-direction in three
representative points { P1, P2, Ps}. Left panels correspond to the start of friction simulations ¢ = 0, while right panels correspond

to the end of friction simulations ¢ = 3ns. Top plate’s lateral velocity is set to V,

2m/s, the total simulation time is

ttot = 3ns, hence all friction simulations have run until the Top plate had covered a distance of d, = Vi - tior = 60 A along the

x-direction.

set of fig. 11, we are showing the dependence of specific
friction defined as the ratio of the time averaged frictional
and normal force (F,)/(F.) on the interplate distance d.
By comparing fig. 11 with the results for the bulk liquid
in fig. 3 we observe that there is no correlation with the
lubricant viscosity (i.e., otherwise frictional force would
be three orders of magnitude higher). This leads us to the
assumption that our pressurized systems, whether they
form a crystalline lattice or not, do not lie in a typical hy-
drodynamic regime and operate under full slip conditions
in which the ionic liquid moves together with one of the
walls. As there is no solid-solid contact between the two
surfaces, but lubrication through very thin, highly viscous
films which are solid-like, mixed or dry lubrication are the
two potential regimes that can describe the observed con-
ditions. A parametric study on different shearing veloci-
ties V; = 0.1-10 m/s at two wall separations d, = 17, 27 A
provides additional information for the characterization of
the tribological regime of our system. In fig. 12 one can
observe a logarithmic (weak) dependence of the frictional
force per contact area on lateral velocity of the Top plate’s

movement which is consistent with the observations of pre-
vious studies of IL lubrication, cf. refs. [11,13].

From fig. 11 we have selected three representative
points with d, = {12,18,25} A labeled as {Py, P, P},
respectively. We provide an overview of the yz configu-
ration cross-sections together with ionic density distribu-
tions along the z-axis (cf. fig. 13) at the simulation onset
t = 0 and after ¢ = 3ns. In the panels of fig. 14 we have
highlighted the confined region with dashed lines (the Top
plate’s width along the y-axis is a half of the total system’s
width) and we have also sketched crystallization patterns
with solid lines. In figs. 13 and 14 we show initial configu-
rations at the input of friction simulations, together with
the final configurations obtained after the friction simu-
lations. We observe that any initial crystallization is not
lost due to the lateral motion of the Top plate, but only
slightly modified due to the motion, which suggests that
the lateral movement does not alter the ordering. This is
a significant finding since the longitudinal movement does
alter the local order (it destroys the crystal structure for
small gaps and induces it in larger ones).
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Fig. 14. Configuration snapshots (zy cross-section) in three
representative points {Py, P2, Ps}. Left panels correspond to
the start of friction simulations ¢ = 0, while right panels cor-
respond to the end of friction simulations ¢ = 3ns. We have
highlighted the confined region with dashed lines (Top plate’s
width along the y-axis is a half of the total system’s width)
and also we have sketched crystallization patterns with solid
lines. Top plate’s lateral velocity is set to V, = 2m/s, the
total simulation time is tyor = 3 ns, hence all friction simula-
tions have run until the Top plate had covered a distance of
dy = Vi - trot = 60 A along the z-direction.

5 Conclusions

In the current work we have used a molecular dynamics
simulation setup in order to study the response of a model
ionic liquid to imposed mechanical deformation. The prop-
erties of bulk and confined ionic liquid have been inves-
tigated under both static and dynamic conditions. First,
we have shown that the Green-Kubo viscosity coefficient
fits the shearing simulation results of our bulk salt model
ionic liquid, indicating its liquid state. Our simulation re-
sults have shown the significant impact of the confinement
and interaction with the walls on the ionic liquid response
to mechanical deformation. The force-distance hysteresis
surface under cyclic loading is smaller than one would ex-
pect considering only the viscosity value of the liquid. The
simulations have also shown the transition from a liquid
to a highly dense and ordered, potentially solidified state
of the IL taking place under variable normal load and un-
der shear. The wall slip has a profound influence on all
the forces which arise as a response to the mechanical
deformation. We also observe that the interaction of the
IL with the walls represents a principal driving force for
all processes observed in the dynamic regime for a range
of studied velocities. If sufficient time is allowed for the
system to reach equilibrium, inter-ionic interactions pull
more ionic liquid inside the confinement gap.

Tonic liquids feature strong long-ranged Coulombic
forces and their models require significant computational
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effort. Coarse-grained models, such as the salt model im-
plemented in the current study, are useful for bridging
the gap between the molecular processes that control the
lubrication phenomena and the macroscopic performance
in engineering applications. The implementation of sim-
plified models that describe fundamental physicochemical
phenomena at a reduced computational cost can provide
deep insights which shed light onto the mechanisms and
processes that can render ILs as potentially interesting
lubricant candidates.
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Abstract— The aim of this project isto examine relevant carrier
(electrong/holes/photons) dynamics of a Quantum Dot
Semiconductor Optical Amplifier (QD SOA) using pump-probe
experiment and programming numerical simulations of a QD
SOA. The speed of the carrier dynamicsin a QD SOA isultrafast
because the transitions happen at picosecond timescale. We
assume Auger dominated and phonon assisted mechanisms.
Greater importance of Auger processes was obtained, which is a
common result in the literature [3], [8]. Standard transitions
between energy levels of a QD were used with the addition of the
direct transition between Wetting Layer and Ground State.
Pump-probe experiment has been performed. The gain and
phase dynamics were time resolved for different currents. Three-
exponential fit of those results was done and the timescales were
exctracted asfunctions of the current.

Key words-Quantum Dot; Semiconductor optical amplifier;
carriers, dynamics, pump-probe

1. INTRODUCTION

Understanding of the ultrafast dynamics of semiconductor
materials is extremely important in order to develop and
improve next generation photonic sources. Ultrafast pump-
probe measurements have been used to experimentally
investigate the gain and phase recovery dynamics of QD SOAs
- [1], [2], [3]. Main part of a QD SOA is optical cavity (active
region) that is made between p-type and n-type layers.
Essencialy this device is a P-N junction because the band
structure of an inverse populated P-N junction is the best
structure for stimulated emission of light. In order to achieve
the inverse population a SOA is pumped by injected current.
The amplification happens by stimulated emission. The gain G
of an QD SOA is its most important parameter. It is defined as
the ratio of output over input power. A QD SOA consists of a
large number of Quantum Dots grown in the Wetting Layer
which is made of Quantum Wells. A simple Quantum
Mechanical model of a QD would be a potential pit with finite
height, therefore the energy levels possible into QD are discrete
and depend on the depth of that potential pit, which means they
depend on the size of a QD. Because of that, we use energy
broadening in the model. Carrier dynamics includes radiative
and non-radiative recombinations. In radiative recombinations,
electron-hole pair is recombined with the presence of a photon
which can be emitted or apsorbed. In nonradiative

recombinations, photons are not present. Main radiative
processes are spontaneous emission, amplified emission and
absorption. Nonradiative processes are phonon assisted and
Auger mediated recombinations. The transition between two
states can be either a capture or an escape. If a carrier goes
from higher level to lower, it is called capture and the transition
from lower to higher energy level is an escape.

II. MODEL

The carriers we are dealing with are electrons in the
conduction band (CB) and holes in the valence band (VB).
Photons are created in recombine processes between electrons
and holes from corresponding energy levels. We assume the
existence of three different energy states for both CB and VB.
The energy lowest is Ground State(GS), Excited State(ES) is
higher energy state of excited carriers and Wetting layer(WL)
corresponds to the reservoir of particles which is pumped by
the current that supplies the power to the device.

A real QD SOA device is built of a huge number of
quantum dots. Therefore, we divide GS and ES energy levels
into ensembles of quantum dots with given energy and WL is
one constant energy level, similar to Moreno et al[7]. This
division gives us a model of a device consisting of different
quantum dots, with different sizes and potential barriers and
also leads to inhomogenous broadening of the emitted photons.
The energy range of the simulation is between 0.919 and 1.18
eV. NumberSteps is the number of pieces that we are using. It
was shown that resolution of 150 pieces is enough for good
accuracy. Energy step is calculated as:

Emax _ Emin
NumberSteps

step

The meaning of the broadening shown in Figure 1. is that
the device should give that shape of the spectrum as the output,
therefore we set the resolutions for each energy piece. The
distribution is Gaussian with a full width half maximum
(FWHM) of 35 meV for both GS and ES, like in [7]. We have

chosen the peaks of the emission: A, =1300nm and
Azs =1165nm
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Figure 1. Inhomogenuous broadening of the GS and ES

The resolution of k-th part of the GS is calculated as a ratio
of those two integrals of Gaussian distribution. The value of
resolution is between 0 and 1 because it measures the ratio of

integration over £ interval around given energy divided by

step
the integration over full energy scan.
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For the ES it is simmilar and the ratio of those two integrals is
multiplied by 1.5. The Lorentzian function is used to describe
that emission does not happen only for certain energy
difference, but it can happen between k-th and j-th piece with
the probability given by narrow Lorentzian distribution,
meaning that photons of k-th energy can be produced after k-th
and j-th piece recombine.

r

L = e T B 0= B )]

where I is factor of homogenous broadening: I' = 7.5 meV.

As usual in this area, the heart of the model are ratio
equations. The ratio equations in this project are similar to
those in [7] and [8] meaning that electron and hole equations
are like in [8] and photon equations are like in [7] with the
difference that in our model both Auger and phonon assisted
processes are included. Also, a direct transition between WL
and GS is added as additional connection between the levels
that was not considered in [7] and [8]. The carrier dynamics
equations are considered separately for electrons, holes and
photons, but they are all coupled. Basically, we are solving 1
equation for electron WL, 1 for hole WL, NumberSteps*6 (for
electron and hole GS and ES and for GS and ES photons)
which means 902 coupled differential equations in total. GS
photons are photons got in the radiative recombinations
between the ground states of CB and VB, and ES photons are
got in the processes between the excited states of CB and VB.

The GS photons equation (for ES photons it is simmilar) for
i-th energy slice is:

oPg(i) 2/ NumberSteps pog (k) - hNg (k) - eNg (k) .
ot NumberSteps 45 T,
) NumberSteps ) Pg(l)
2bPg(i) Y. L(k)(i)-res(k)-(hNg(k)+eNg(k)—1)-—>=
k=1 T »

Equation for WL of electrons and holes:

aN_W _ Nunberstes yos(f) - Nw® - (2 — Ne(k)) . NumberSteps Ne(k)“
ot = we = wEWk)
NumberStes Ng(k)“ ~ NumberStes res(k)- Nw” - (1— Ng(k))
o TGW (k) k=1 wg
—(i+LJ'NW~NW*
wr  mr

where res(k) corresponds to resES(k) or resGS(k) and Nw*
means the opposite carrier’s WL density.

The electron/hole equation for i-th energy slice of ES (for GS it
is simmilar) is

ONe(i) _ Nw*“ -(2— Ne(i)) Ne“(i)- Nw _ Ne“(i)-(1—- Ng(i)) . Ng“(i)- (2= Ne(i))
B EW[i] Teg TGE[i]

ot we

Numb.

b(Ne(i) + Ne" (i) -1) zmzp\L(k)(i)'res(k)Pe(k)—(l ! jNe(i)'Ne*(i)

ber
J— +7
k=1 w mr

where Nw, Ne and Ng are the normalized carrier densities of
the WL, ES and GS, respectively. Photon populations of GS
and ES are Pg and Pe, respectively. The index (i) or (k) counts
the number of i-th or k-th energy slice. In the program there is
(t) index which means a function of time, but we skip it here.
Important feature of the rate equation models is that the
dynamics of the capture/escape processes and the
recombination processes can be expressed using the parameter
o which can take the integer values 1 or 2 depending on the
dominant process we want to include into the model equations.
The parameterization for the capture/escape terms is like in[8]:

o =1 corresponds to phonon assisted process and
a =2 corresponds to an Auger mediated process. In Auger
processes there is a collision of two carriers, therefore density
is squared. Terms (1-Ng) and (2-Ne) are Pauli blocking factors,
meaning that maximal value of normalized densities of carriers
in GS and ES are limitied to 1 and 2, respectively. The ES is
two times more dense, therefore we use factor 2. The physical
interpretation is that saturation of GS (Ng = 1) stops further fill
of GS and because of that, term (1-Ng) in the capture processes
to GS becomes zero, so further filling is blocked because GS is
already full. This type of blocking factor is not used for the WL
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because it has constantly being refilled by the current J, so Nw
can take arbitrary high value. A serious numerical model has to
include huge number of parameters in order to describe the

system better. Using form 7, we represent the carrier lifetime

due to the transition from energy level a to energy level b.
Those parameters are of great importance because the essence
of the whole simulation is to calculate the time response of the
QD SOA, solving the system of coupled equations in time
domain. Every process that happens has its average lifetime,
for electrons and for holes separately. It is possible to get fine
results only by using appropriate values for those time
parameters. For example, carrier lifetime of 10 ps means that in
average 10 picoseconds will go until that carrier performs the
transition. We assume that capture times are constant and using
formula

AE
. =1 _ehT

esc cap
we calculate the escape times.

III. SIMULATION

Presented model is implemented in Mathematica. First
part of the code consists of the constants, parameters and the
calculations for the broadening (Gaussian integrals and
Lorentzian function). After that, equations are written and all
initial conditions set to zero. The system of the equations is
solved using NDSolve (StiffnessSwitching Method).

The gain temporal changes of an QD SOA are of the key
importance for its performance, so we examine it, in the
simulation and using pump-probe experiment. In the
simulation, gain is calculated using photon populations.

IV. PUMP-PROBE EXPERIMENT

A. General idea

Pump-probe measurements are used to obtain information
on ultrafast phenomena. The general principle goes like this. A
sample gets hit by a pump beam, which causes a perturbation
in the sample. After an adjustable time delay that is controlled
using time delay stage, a probe pulse hits the sample and its
transmission is measured. By measuring the probe signal as a
function of the time delay, it is possible to obtain information
on the decay of the pump generated excitation. The temporal
resolution of the experiment is limited only by the pulse
duration, so we need the laser that generates ultrashort pulses.

Pump pulse is used to provide initial depletion of the
amplifier, Non-equilibrium carrier distribution results in
changed transmittance (gain/absorption and refractive index),
which are affecting following probe pulse, changing its
amplitude and phase. Carriers returning then to equilibrium
state are affected by different radiative and non-radiative
processes such as phonon or Auger assisted recombination.
Such processes affect recovered time traces, so by proper
choice of experimental conditions it is possible to pinpoint
processes governing dynamics in the device.

Detection part of the system has to be also more
complicated a the pump and probe beams cannot be spatially
separated. In simplest case they can be cross-polarized, but due
to the strong anisotropy of QD’s this type of measurement
won’t provide full information on the carrier relaxation. In
addition both beams have often the same wavelength and
intensity of probe pulses is very low, on the level of few 100’s
of nW. The solution is provided by heterodyne probe detection,
based on a fact that overlapping two waves with high
frequencies f; and f, will produce a beating signal with a small
frequency Af equal to the difference of frequencies of original
waves.

Heterodyning is commonly used in many types of detection
systems as it allows detecting weak, high frequency signals
using slow detectors of average sensitivity — most common
example is a radio. Usually one of the signals is produced by
local oscillator (LO) of known frequency and the other has
external source e.g. in case of radio it is input amplifier, or
laser beam passing through the tested device.

These two signals are in our case reference and probe
pulses, whose frequencies are shifted by f;=79MHz and
£,=80MHz, respectively. As amplitude and phase between
reference pulses are stable, both amplitude and phase of the
beating signal depend only on the probe beam.
Characterization of this beating signal provides information
about device gain and refractive index properties in function of
delay between pump and probe pulses.

Figure 2. Pump-probe optics schematic

S
Al

B.  Technical details about the experiment

Power of the pump and probe beam (before coupling to the
waveguide) was 500 pW and 20 pW. Pump probe always has
higher power because it perturbates the system and probe is
used for collecting the data about that perturbation. We have
used Single Color (SC) pump-probe which means that central
wavelength of both pump and probe is 1.3 pm. Bandwith of the
spectrum had Full Width Half Maximum (FWHM) of 20 nm.
Pusle duration was 300 fs which is related to the time
resolution of the experiment. Pump and probe beam had the
same Transverse Electric (TE) polarization. The experiment
was done at the room temperature (sensor was stable showing
~20°C ). In pump-probe experiments it is possible to pump and
probe both GS and ES. We have used pumping and probing of
GS only.
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The main difficulties in the pump-probe and in device
characterization were to align every mirror and optical element
proper and to couple enough amount of light into the Single
Mode Fiber (SMF) in order to perform spectrum analysis or
some other measurement.

V. RESULTS AND DISCUSSION

A. Characterization of the device

The QD SOA device we were using in the experiments has
sample number: QD DO1421, It comes from Innolume
company. We got the layer of numeruous devices and then the
devices were extracted by the employees in fabrication labs.
First of all, the device was mounted and put on the optical
bench. It was connected to the current source and optical-
current characteristic was measured using a powermeter. In the
Figure 3. optical-current characteristic of three different QD
SOAs grown on the same layer is given.

85

80 - [ —— Power (uW) )
75 L- trace e
70 Free space A

651 Thorlabs Power meter

:2' No optics, no SMF

50 P
45 ] e
40
35
30
25 ]
20 ]
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-5

optical power[uW]

currentmA]

Figure 3. Optical-current characteristic of the SOA-s

There is no treshhold current which means that the devices
are not lasers, they act as amplifiers. After we confirmed the
devices are amplifiers, the spectrum analysis was performed.
For 10mA we notice that only the GS emittes and on 100mA
GS is higher but on currents > 100mA, it will go to saturation
and the ES starts to rise.

B.  One single QD SOA simulation

The simulation of a single QD SOA by solving the model
equations has given fine results. The curves are smooth and
stable. After turning on the device, stady state is achieved after
some time. Stady state means that the carrier densities and
photon populations are constant. The time required to achieve
stady state extracted from the simulation results is about 20 to
50 picoseconds. It is in a good agreement with the times from
the experiment. In the experiment, we first measure the optical-
current characteristic to prove that the device is a SOA, and
after that, using pump-probe gain and phase recovery are got.
The same procedure is in the simulation. First we plot optical-

current characteristic which is normalised number of photons
(Pg and Pe) as a function of current. In a for loop we change
the current and solve the equations for every current. The
photons number is taken at phoTime=20ps because that is the
time when solutions become stable. We got the saturation of
GS emission which happens in the experiment as we can see
the saturation of GS on spectrum diagrams. The ES emission
increases with the increase of the current and the curve looks
similar to those in Figure 3.

The time plots of GS and ES gains were got. We can notice
two different regimes — absorption and gain regime, as reported
in [3]. The absorption regime happens on low current when
inverse population is not achieved. GS absorption was got for
simulation current of J=0.5 and ES absorption was got for
J=0.9. The gain regime happens on high current when inverse
population is achieved. Both GS and ES gain regimes were got
for J=5. Comparing the values of GS and ES photons
populations in absorption and gain regime, we can conclude
that ES is affected by the current changes stronger than GS.

= GS photons population as a function of current ]
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Figure 4. GS photons optical-current characteristic
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Figure 5. ES photons optical-current characteristic

In Figures 6. and 7. ES photons population is shown with
Auger processes and without them, respectively. Without
Auger processes we didn’t get stady state in 50ps time range
which means that the device is not stable. When we include
Auger processes, ES photons population goes to stady state
after ~20ps which is reasonable time.
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Figure 6. ES photons population time resolved (Auger included)
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Figure 7. ES photons time resolved (Auger excluded)

C. Ensembles of Quantum Dots on different energies

The results of the simulation that considers different energy
levels and broadening of the light are shown. The comparison
of the results with direct transition WL<&-2>GS and without
that transition is made. We were using different timescales,
200ps for the simulation with WL&—->GS and 1000 ps for the
simulation without that transition because it was expected to
get faster response with additional process. As we can see in
those plots, additional process does not make a big difference
in both the stable values and tmes needed for achieving stable
response. The only difference is that results with WL&—>GS
are more compact for GS electrons and holes, meaning that
time resolved carrier densities for different energy levels within
GS more converge to one curve than in the model without
additional transition where divergence of the results is higher.
More expected result is to get divergence because different
energy levels should have different densities of carriers
because escape lifetimes directly depend on the energy
differences between the levels.

GS electron occupation
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Figure 8. GS electron occupation time resolved (with WL&>GS)
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Figure 9. GS electron occupation time resolved (without WL&>GS)

D. Results of the pump-probe experiment

In the pump-probe experiment time delay between pump
and probe beam is changing and the gain and phase are
measured as functions of the time delay. This gives us the time
recovery of the device. Depending on the current that is
injected into the device, there are two different regimes —
apsorbtion and gain.

The absorption regime plot is given for 10mA and gain
regime plot is given for 5S0mA.

On the lower current inverse population is not achieved.
When pump beam enters the cavity of the device it gets
apsorbed. An electron from the VB apsorbs a photon of the
pump beam and goes to the CB leaving a hole in the VB. This
leads to higher number of relevant carriers in both bands.
When the probe beam arrives after the time delay we set, there
are conditions for the emission and gain increases, recovers to
the constant level in the stady state. On the other side, in the
gain regime inverse population is achieved because of the
higher current. When the pump beam arrives the gain
instantenuously increases because the conditions for the
stimulated emission are already satisfied. As the time delay
increases, gain changes decrease because the probe beam sees
lower inverse population due to the emission that goes all the
time. After some amount of time device goes to stady state and
gain changes keep being constant when time delay increases. It
is obvious that recovery time in the absorption regime is higher
than in the gain regime. It indicates that apsorbtion processes
are the slowest component in the ultrafast carrier dynamics.
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Figue 10. Gain changes on 50 mA
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Figure 11. Gain changes on 10 mA

The three-exponential decay fit is performed using Origin’s
fitting tool and ExpDecay3 function. It reads:

X-X, X-Xo X-Xo

YZYO+Ale_ T+Ae N TAe "

where Al, A2 and A3 are the amplitudes of exponential decay
components and tl, t2 and t3 are time constants in those
exponential decays. The three exponential fit indicates that
there are three components of carrier dynamics in a QD SOA —
ultrafast, medium and slow.

VI. CONCLUSIONS AND FURTHER WORK

Pump-probe measurements of gain and phase recoveries of
a QD SOA have been performed. The fitting with three-
exponential decay is successfull and three different timescales
are extracted and ploted as a function of current. The plots are
simmilar to the results in [8]. Removing of the Auger processes
from the model equations causes slower response and the
solutions that do not correspond to the experimental results,
therefore we have concluded that they affect the dynamics
strongly. Adding the direct transition WL&->GS does not
make a big difference in the solutions and for GS it leads to
lower divergence of the results, therefore there are not
advantages in adding that process to the model equations.

Results of single QD SOA simulations have shown good
agreement with the experimental results which means that it is
possible to use the ratio equations from this project to model a
QD SOA.

When the broadening was introduced, the simulation has
become complicated. The main problem is that we need to use
large number of parameters with unknown values, so
estimations have to be made. All of the model equations are
coupled and changing of one parameter (carrier lifetime for a
certain process or energy level) strongly affects the solution of
the system. In the experiment we extracted three different
timescales but it is impossible to connect them to every
particular time parameter in the model.

Spectrum plots of carrier densities and photon populations
as functions of wavelength have been made but they were not
good enough, so there is a huge space of improving the
simulation in order to achieve better spectrum characteristics of
the light emitted by the QD SOA.
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Abstract—Microring-resonator filters have important appli-
cations as filtering elements in microphotonic circuits. In this
paper, we address the question of optimum design of resonator-
based add-drop filters in the presence of finite losses, and show
that symmetric coupling provides the optimum design. This
conclusion contravenes previous work on this subject, and the
oft-cited critically coupled resonator case. While the minimum
bandwidth of a resonant filter is ultimately limited by intrinsic
losses, i.e. the intrinsic Q, we show that the symmetric design
can approach twice as narrow a linewidth as a critically coupled
design for the same losses, in principle. We present a coupled-
mode theory (CMT) model, and a complete electromagnetic
device design example based on finite-difference time-domain
field simulations which validates our conclusions.

Index Terms—Microring resonators, channel add-drop filters,
coupled mode theory, filter synthesis, power splitters.

I. INTRODUCTION

NTEGRATED silicon based photonics has many promising

applications in optical telecommunications, optoelectron-
ics and optical signal processing [1]-[4]. The integration of
silicon photonics and electronic circuits offers the prospect
of low energy devices, circuits and systems for applications
including on-chip and processor-to-memory interconnects [3],
[4], as well as photonic analog-to-digital converters [5]. Other
applications include nonlinear and quantum optical devices for
applications in quantum information and computing [6].

An important photonic device, and one of the earliest
concepts realized in integrated photonics, is the resonant
channel add-drop filter. Microring resonators are particularly
well suited for add-drop filter applications [7], [8] because
of their traveling wave structure that allows for a natural
separation of the four ports (in, through, drop, add in Fig. 1),
without the use of circulators. Detailed techniques have been
worked out for synthesizing standard Butterworth, Chebyshev
[1], [9], and more advanced [10] filter responses.

These filter synthesis techniques have primarily dealt with
lossless structures. However, radiation and scattering losses are
not insubstantial in strong-confinement photonics, with typical
losses of 2-3dB/cm [4] and radiation Q’s on the order of
250,000 in silicon, and higher in some other material systems.
Regardless of the magnitude of the loss, it begins to play a
major role for narrow enough bandwidth filters, when the total
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Fig. 1. Schematic of a single microring-resonator add-drop filter showing
the parameters used in the CMT model.

Q approaches the loss Q, @,. Therefore it is of interest to
investigate the optimal design of filters in the presence of loss.

Some prior work has already addressed this issue in photon-
ics [11], and considerably more in circuit and microwave the-
ory. Here, we show that the design of single-microring filters
that provides minimum loss calls for symmetric coupling to the
input and drop bus. This is in contradiction with the critically
coupled design claimed to provide optimum transmission e.g.
by Vorckel et al. [12] explicitly, and often assumed optimal
in other work (e.g. [13]).

II. COUPLING OF MODES IN TIME (CMT) MODEL

Coupled-mode theory in time (CMT) provides a simple
model that affords all of the necessary physics of the reso-
nant add-drop filter problem, including resonance, loss and
coupling to ports. The system of equations that describes a
single-resonator filter excited by a monochromatic input wave
s;(t) at angular frequency w is [1], [2]

Salt) = juwalt) = (o — alt) — jv/2resi(0)
s¢(t) si(t) — jV2realt) (1)
Sd(t) = —j 27'da(t)

where |a|? is the energy amplitude of the ring resonant mode,
and s;, s, and sy are the power-normalized amplitudes of
input, through and drop port waves [2] (Fig. 1). With input
wave s; incident, some excitation is picked up by the resonator,
and the remaining field propagates on to the through port.
It then interferes with the light leaving the resonator in the
through port and is carried away by through-port wave s;.
The energy stored in the resonator is |a|? and according to
Eq. (1) the energy amplitude a(t) decays at the total rate r,
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comprising a decay rate describing external coupling to the
input port, 7., the drop port, r4, and a loss mechanism, 7,:

r=re+ra+To 2

The decay rates are related to decay time constants as r; =
1/7;, for i € {e,d,o}. Since 7 is a field time constant, the
associated photon lifetime (1/e-intensity time) is 7/2.

The drop-port response of the device is found from Eq. (1),
2 4drerq

=—a 3)

W — Wy)? + 12
( )

Sd
Si

The response is Lorentzian, with a 3dB (full width at half
maximum, FWHM) bandwidth of dwsqp = 2r.

Unlike a full scattering model using transfer matrices [2],
[14], the CMT model treats only given resonances (here, w,)
of the ring and does not include geometry information that
would reveal properties such as the free spectral range (FSR).

III. OPTIMAL AND CRITICAL COUPLING

Given a certain loss Q, @), and corresponding loss rate r, =
wo/(2Q,), our objective is to find the optimum choice of ring-
waveguide couplings 7., r4 in order to maximize on-resonance
efficiency of transmission to the drop port, |s4/s;|%. The CMT
model, because of its simplicity, lends itself to closed-form
analytical synthesis.

To find the optimum solution, we first note that the trans-
mission efficiency, see Eq. (3), not surprisingly decreases with
increasing loss, 7,. On the other hand, increasing r. and ry
with a fixed r, increases transmission, but also bandwidth,
thus providing lower loss for a different filter. Therefore, we
must ask for the best design of a fixed bandwidth. This was
neglected in Ref. [12], and is the cause of its erroneous claim
that critical coupling provides the minimum drop loss. Fixing
bandwidth means fixing total rate r, according to dwsqp = 27,
and together with a fixed loss, 7,, leaves only one undeter-
mined degree of freedom, since from Eq. (2), rq = r—7r.—17,.
Maximizing with respect to the remaining (input) coupling
rate ., gives the optimal couplings for maximum drop port
transmission

r—"To

2 “)

It is instructive to compare this solution to the critical coupling
solution of the same bandwidth [1], [13] which leads to

Te =T4d =

T
Te:rd+To:§ ®)]

A comparison of the transmission efficiency of the optimal
(symmetric) and critical-coupling designs is given in Fig. 2,
showing that the symmetric design is indeed optimal for
maximizing dropped on-resonant power. We define normalized
bandwidth o = Awsap/Aw, as the ratio of total bandwidth
2r to intrinsic (loss limited) bandwidth 2r,. Substitution of
Egs. (4.5) into (3) yields the efficiency of the symmetric and
critically coupled designs for various relative bandwidths o

sal” 1\*
Sl - <1 - ) 6)
S; «
2
2
e ™)
S; «

j—

09+ 1
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c ==
.% 0.7+ - E
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Fig. 2. Minimizing the impact of loss on a single filter stage: comparison

of symmetric (optimal) and critically coupled single-ring filter designs for
different normalized bandwidths, « (ratio of total bandwidth to loss-limited,
intrinsic bandwidth).

This comparison is useful in the design process to determine
the narrowest bandwidth that supports a desired transmission
to the drop port, or the maximum transmission achievable at
a certain bandwidth, given known linear losses. Fig. 2 and
Egs. (4-5) show that the optimum symmetric design has a
minimum bandwidth limit of A f,, while the critically coupled
design has a minimum bandwidth of 2Af,. In the limit of
a large relative bandwidth «, the loss plays a negligible
role and the two solutions can be verified by to be equal
by a first-order Taylor series expansion in o' of Egs. (4—
5). For 3dB transmission, the symmetric case can reach
a = V2/(vV/2 — 1) ~ 3.412 times the intrinsic linewidth,
while the critically coupled case is limited to o = 4 intrinsic
linewidths, a difference of ~20%.

IV. ELECTROMAGNETIC DESIGN

We next verify these results on a hypothetical lossy device
design, via full-wave finite-difference time-domain (FDTD)
numerical simulations [15]. We first use numerical simulations
to design the example filter and relate the physical geometry
to CMT variables such as r., 4 and r,, and then verify the
total device performance against the CMT model by simulating
the entire device’s response using FDTD. Without loss of
generality, we consider a two-dimensional (2D) model in TE
polarization, because all relevant physics is in the plane. The
theory applies, however, to arbitrary resonator type (microring,
photonic crystal cavity, etc.), in 2D (e.g. toy models) or 3D
(real devices), and for arbitrary choices of excitation mode
(e.g. polarization) and loss mechanism. In our example, we
consider bending loss as the source of loss, but the approach
treats equally absorption, roughness-induced scattering, etc.

Fig. 1 shows the geometry of the device. First, the bus and
ring waveguide widths are chosen to be the widest that still
give single mode slab operation in the 1.55 um wavelength
range. For core and cladding indices n., = 3.5 and n =
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1.45, the waveguide width is w, = 0.24 ypm. The microring
resonator radius is chosen next, purposefully small enough to
result in substantial radiation losses, so that we can test our
design approach for filters with lossy resonant elements. A
circularly bent waveguide is known to produce radiation loss
due to bending that exponentially increases with decreasing
radius [16]. We use a two-dimensional mode solver for bent
slab waveguides [17] to find a radius for which the radiation Q,
Qo ~ 1,000. This amounts to selecting a radius at which the
real part of the propagation constant forms an integer number
of wavelengths in one round trip at 1550 nm, and the imaginary
part of the propagation constant yields the losses, and the target
loss Q (Q, = ko(dBr/dk,)/(261)). This radiation Q, Q,,
determines the minimum possible 3dB linewidth known as
the intrinsic linewidth, Af, = f,/Q,, due to decay rate r,.
The closest radius to a ), of 1,000 and 1550nm resonance is
an outer radius of R, = 0.78 um.

Next we choose the gaps that correspond to calculated
coupling rates r., 4 in the presence of loss, r,. The evanescent
field that exists in the cladding is responsible for coupling
between the bus waveguide and the ring waveguide. The
fraction of power coupled to the ring normalized to the input
bus power is termed the power coupling coefficient, k2. Since
the evanescent field decays exponentially far from the core,
larger gaps between the bus and the ring lead to smaller
coupling coefficients as [2], [14]

E2(g) ~ ke (8780), (8)

where k, = k(g,). In high-index-contrast, strong-confinement
structures, this dependence deviates from purely exponential
dependence, but rigorous FDTD simulations provide the exact
relationship between the coupling coefficients and the bus-
ring gap. Hence, to capture the data in a physically consistent
model, we take the log of k2 vs. gap, which is nearly linear
and fit it to a low-order polynomial to account for higher-order
effects captured in the full-wave simulation [8]

&)

From this type of fit, the coupling geometry of the device can
be chosen to obtain desired r.,r4. Finally, for a given loss
Q, Q, (.e. r,), we use FDTD simulations to simulate the
full device design to confirm the analytic solutions obtained
using the CMT model and Eqgs. (4-5) in both the optimal and
critically coupled case. We give one design example in this
paper, for a = 2.5. From the chosen microring cavity design,
and corresponding radiation loss r,, we obtain total bandwidth
2r = 2r,a, and the corresponding r. and 74 for the symmetric
and critical designs. To connect the power coupling coefficient
to the CMT model, we use the first-order correspondence [1]

2r;
! AfF‘SR

where the FSR is Afrsr = 55—, c is the speed of light
in vacuum and n, ~ 3.62 is the ring group index found in
modesolver simulations. Using Eq. (9), the coupling gaps are

_ b2 — VP2 — 4p1(ps — Ink?)
2p1

Ink*(g) = ps + p2g + p1g>.

fori € {e,d} (10)

gi fori € {e,d} (11)
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Fig. 3. Spectra of through and drop ports calculated in FDTD simulations

and drop port calculated using the CMT model for a) optimally coupled and
b) critically coupled microring resonator channel add-drop filters on o = 2.5
A good matching of the analytic CMT solution with numerically simulated
FDTD is observable. The insets are showing spectra on dB scale.

In Fig. 3, spectral responses resulting from FDTD simulations
are shown for optimal and critically coupled filters for a =
2.5. Overlapping the data is the CMT model of the target
design, showing very good matching. CMT and FDTD spectra
significantly differ only at far off-resonant detuning, where
drop port transmission is less than —30dB. The reason for
this disagreement is that the CMT model here has included
only one resonance, while a physical microring cavity has a
finite FSR and repeating resonances. Hence, the FDTD drop
response levels off on the left (shorter wavelength side) and
right (longer wavelength side) because it is about to rise into
another peak one FSR away. The left and right sides of the
FDTD response are unequal because dispersion results in the
FSR becoming smaller with increasing wavelength. We have
verified that equally good agreement can be obtained for other
values of the normalized bandwidth «. The on-resonant drop
loss is plotted (points) alongside the analytic response (lines)
in Fig. 2 and confirms the analytic model of the optimum

929



5 T T T 3 n T T T T ]
E, field E, field
451 1t 1 0.8
al 1 | WMos
220nm
35 165nm ny =145 L g 0.4
e T = & 1 0.2
S5t g 1o
>~ >
2t E -0.2
1
151 ] -04
1 s
L : -06
E= FLILI T = B
1 1
oy ] L - -
05 Isource (ew) 165nm T240nm !'source (ew) 140nm 08
1A =1.549um ) ) 1A =1.549um ) ) ) .
0 1 2 4 5 0 1 2 3 4 5

x (um)

x (um)

Fig. 4. Numerical FDTD simulations of symmetrically (on the left), i.e. optimally, and critically (on the right) coupled microring resonator channel add-drop
filters showing the electric field propagation in the structures. Geometrical parameters are also provided. This is a snapshot under continuous-wave excitation

on-resonance and it shows that more power is dropped for optimally coupled device.

symmetric and critical designs, respectively.

Figure 4 shows field snapshots of FDTD simulations of the
a = 2.5 designs whose spectra are in Fig. 3. While pulsed
excitation was used to obtain full spectral response data in a
single simulation, the snapshots are taken in the steady state
with continuous-wave excitation at the resonant wavelength,
for simpler interpretation. Fields are shown with excitation
amplitudes on the same scale. More power is seen dropped
by the symmetric design in Fig. 4(a) even though the critical
case has less through-port transmission (it also radiates more).
The guided fields look ‘wobbly’ because of the significant
presence of radial radiation from the ring in the total field.
An additional interesting observation is the larger steady-state
field enhancement in the critically-coupled cavity in Fig. 4(b)
even though both have the same total Q (r). This is because
the input coupling r. is stronger for the critically coupled case.
Hence, the symmetric design is not only more efficient but also
less sensitive to nonlinear resonance shifting and nonlinear loss
due to Kerr nonlinearity and two-photon absorption.

V. CONCLUSION

We showed that the optimum design of a drop filter, in the
context of minimizing on-resonance insertion loss, is a design
with a symmetric coupling configuration. A CMT model
shows that the symmetric design approaches a 2-fold narrower
loss-limited bandwidth, and allows 20% narrower passbands
for 3dB insertion loss. We constructed an example geometry
using mode solver and FDTD simulations of a microring cavity
and directional couplers, and verified that the complete device
has the CMT-predicted response from full-wave simulations
of the entire device. We also noted that the symmetric design
is in addition more robust to nonlinearities.
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Abstract—The aim of this paper is to use theoretical
models of coupled microring resonator filter to show its
operation and to apply those calculations in order to
maximize drop port power. Coupled microring resonators are
one of fundamental elements in photonic devices. They have
good resonator characteristics useful for filter applications,
because arbitrary -3dB bandwidth and FSR(Free Spectral
Range) are easily designed. Theoretical models include T-
matrix (Transfer Matrix) and CMT (Coupling of Modes in
Time). A comparison of those modelsis shown. CMT modél is
applied in optimization of transmission to the drop port.

Key words-model; transfer matrix; coupling of modes in
time; microring; resonator; filters;

I.  INTRODUCTION

INTEGRATED silicon based photonics has many
promising applications in optical telecommunications,
optoelectronics and optical signal processing [1]-[4]. The
integration of silicon photonics and electronic circuits
offers the prospect of low energy devices, circuits and
systems for applications including on-chip and processor-
to-memory interconnects [3], [4], as well as photonic
analog-to-digital converters [5]. Other applications include
nonlinear and quantum devices for applications in quantum
information and computing [6]. An important photonic
device, and one of the earliest concepts realized in
integrated photonics, is the resonant channel add-drop
filter. Microring resonators are particularly well suited for
add-drop filter applications [7], [8] because of their
traveling wave structure that allows for a natural separation
of the four ports (in, through, drop, add).

II. TRANSFER MATRIX MODEL

In the Fig. 1. schematic drawing of a ring resonator
coupled to two bus waveguides is shown. In transfer matrix
model we have two linear systems. First one has optical

signal amplitude inputs of & and @, , and outputs of b1 and
b2 . It represents coupling of the first bus to the ring with

coupling coefficient of ki , while the other linear system

represents coupling of the second bus to the ring with

drop

— V1

—_— thru
—> i —
S; a1' b St

Fig. 1. Schematic of a microring-resonator add-drop filter showing
the parameters used in the T matrix model

coupling coefficient of kO, where optical amplitude inputs

are @, and @, while outputs are b, and b, . In transfer

matrix model we want to solve next matrix equation

(e B o L S B BT
bl a1 T21T22 a'1

Optical signals &, and @, are coming from input ports, b,
leaves the system at through port and optical signal
b4 leaves the system at drop port. The goal is to determine
transfer matrix T. We solve it using next three matrix
equations. First two stand for the linear systems that model
couplings of the buses to the ring while third one is about

the phase constraint for the signals propagating in the
microring resonator [2], [9].
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a3 e*jﬂﬂRO b2
- 4
o)

In Eq. 4 j is imaginary one, S7Ris the product of
propagation constant and half of the circumference of the
ring and term R is inner radius of the ring. The expression
for beta is

2
ﬂ = ng X7 (5)

where n, is group refractive index. We use notation:
_ [tn t, ]
Lt
= [Tutn
[ZIXP)

When matrix equations are written in developed form, we
obtain

~+ |

(6)

b =t,a +1,a,
b, =t,a +t
, =L, T, R
b, = 7,8, +7,,3,
b, =7,a, +7,3,
Together with the phase constraints
a, =b, xe /"
®)

a, =b, xe "

The algorithm is to solve Eq. 7.4 for &, and to obtain D, in
terms of &, and b4 using Eq. 8.1. Then plug in @, to Eq.
7.3 which leads to an expression of b3 in terms of

(a, ,b4 ). We were using Eq. 8.1, Eq. 7.3 and Eq. 7.4. In
similar way using Eq. 8.2, Eq. 7.1 and Eq. 7.2 we solve
a, and b, in terms of (&,,D,). Then we have to combine
expressions obtained by this separate solvings using

constraint equations (Eq. 8.1 and Eq. 8.2) which leads to
this solution

b4 =T,a,+T,a

©
bl =T,a,+T,3

like in Eq.
elements are

1, where expressions for transfer matrix

_ 2 AR
_Tn +€ tzz (712721 _711722)
1= _ 28R
(1-e "7 t,)

LA
_ € Tty

12 = _ 28R
(l_e Tntzz)

(10)
— j R
— e . tlZle
21 — 2 /R
(1-e""7ty,)

— t11 + e_jzﬂﬂRTn(tlztzl _tntzz)
2 i
(1-eR7t,)

Here T,, represents normalized drop port power and T,,

represents normalized through port power. Now we apply
those expressions from Eq. 10 to calculate spectral
response of a filter made of two bus waveguides that are
coupled to the microring-resonator. We have chosen free
spectral range of 2 THz and -3dB bandwidth of 40 GHz. It
is known that free spectral range of a microring-resonator
is determined by ring’s radius [2].
Cc

C
FSR= SR=——— (1)
27Rn, 2my FR
Taking the Eq. 12 from reference [1] and using
Cc C
l:Tj|d/1|:?df (12)
gives us the relation for -3dB bandwidth
- Af e =k 2FSR (13)
Therefore we define normalized coupling
7T X Af
$= " (14)
2FSR
Delay in group time is calculated using this formula
1 do 15)
¢ 2r df

where @ is the phase and f is the frequency.
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In Fig. 2 and Fig. 3 frequency spectra of T-matrix
elements’ amplitude, phase and group time delay are given,
in symmetric and chosen asymmetric case, respectively.
We can notice that symmetric coupling affords 100%
transmission to the drop port. In the phase and group time
delay plots we can notice differentiation of the bus lines,
caused by the asymmetric coupling.

III. COUPLING OF MODES IN TIME (CMT) MODEL

Coupled-mode theory in time (CMT) provides a
simple model that affords all necessary physics of the
resonant add-drop filter problem, including resonance, loss
and coupling to input and output ports [1,2,6]. The system
of equations that describes a single-resonator filter excited
by a monochromatic input wave at angular frequency wis

%a(t) = jaa(t) = (jo, — Nat) - j2r.s (1)

s(t)=s (1) - j42r.a)
sy () = —jy/2rya(t)

where a(t) is energy amplitude of the ring resonant mode,
S, S S, are the power-normalized amplitudes of input,
through and drop port waves [2]. With input wave §
incident, some excitation is picked up by the resonator, and
the remaining field interferes with that leaving the
resonator in the through port and is carried away by
through-port wave S. The energy stored in the resonator is
la(t)|* and according to Eqgs. (16) the energy amplitude a(t)
decays at a total rate r, comprising decay rates describing
external coupling to the input port, re, to the drop port, g,
and to loss mechanisms, Iy

(16)

(17)

The coupling rates r. and ryq are determined in the
evanescent-coupling geometry in Fig. 8 by the size of the
ring-waveguide coupling gaps [1,9]. The decay rates are
related to decay time constants as r; = 1/, for i = {€,d,0}.
Since 7 is a field time constant, the associated photon
lifetime of the resonant cavity (which measures decay of
intensity) is 7/2.

The through-port and drop-port responses of the device
can be found from Egs. (16) as

F=r+r,+r,

32 _(@-0) +(1,+1y 1)’ (18)
S (a)—a)o)2+(r+rd+r)2
4rrd (19)
(0—a,) i’

The drop-port response is Lorentzian, with a full 3dB
bandwidth Awsgg = 2r.

Unlike a full scattering model (T matrix model) using
transfer matrices, the CMT model addresses only one
resonant mode of the ring and does not include geometry
information that can define a free spectral range (FSR).

Resonant frequencies are determined by the resonant
condition

=m—C (20)
27RN,,

where c is the speed of light in vacuum, R is the ring
resonator radius, and Ngs is the (frequency dependent)
effective index of the guided mode. The FSR is given by

Cc
Afeg = 20
" 27Rn,
where Ny is group effective index of the guided mode.
Sd Sa
( | ‘
drop : add
rd—
5
a o
—r
input — thru
— 3 — >
Si St

Fig. 4. Schematic of a single microring-resonator add-drop filter showing
the parameters used in the CMT model.

IV. CORRESPONDENCE OF CMT AND T-MATRIX
MODELS

We have derived T-matrix and CMT models of
coupled microring resonator filters. Now we will compare
those models. In Fig. 5 we show wavelength spectra of
amplitude in linear and db scale. The task is to connect

coupling coefficients K, K, from T-matrix model with

decay rates I, I'y. There is a direct relation [1]

r,=2k:xFSR (22)
for m = {e,d} and n={i,o}. Using normalized couplings
from Eq. (14) we obtain expression for decay rates as

r=r-Af 4 (23)
We are showing the results of comparison for symmetric
coupling, with zero losses. One disadvantage of T-matrix
model is that it does not model losses while CMT model
includes losses. On the other side, T-matrix shows free

spectral range and multiple resonances while CMT model
has only one resonant wavelength. In Fig. 5(b) we can
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notice that deviation of CMT Lorentzian from T-matrix
trace is bigger on dB scale than on linear scale in Fig.5 (a).

aadai
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0.8+
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Comparison of CMT and T-matrix models
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Comparison of CMT and T-matrix models
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Fig. 5. Comparison of CMT and T-matrix models (wavelength spectra of
amplitude) linear (a) and dB scale (b)

V. OPTIMAL AND CRITICAL COUPLING

We apply CMT model in order to optimize drop port
transmission. Fixing the bandwidth means fixing the total
rate r, according to Eq. (17) and, together with a fixed loss
rate, there is only one degree of freedom left. Taking the

first derivative of Eq. (19) in respect to I, and setting this

to zero gives

24

From setting Eq. (18) to zero on-resonance, we derive the
couplings of critically coupled filter

r,="ry+r, (25)

CMT Transfer functions of drop port, through port and loss
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CMT Transfer functions of drop port, through port and loss
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Fig. 6. CMT transmission (drop port, through port and losses) in optimally
and critically coupled filters — (a), (b)

Transmission

1.58 16 1.62

Transmission

In Fig. 6 transmission spectra of through and drop port is
given for optimally and critically coupled filters. A
comparison of the transmission efficiency of the optimal
symmetric [Eq. (24)] and critical coupling [Eq. (25)]
designs is given in Fig. 7, showing that the symmetric
design is indeed optimal for maximizing dropped on-
resonant power. We define a normalized bandwidth, ¢,
by normalizing the 3dB bandwidth Af;gs by the intrinsic
linewidth Af, due to the loss rate ro, i.e. loss Q, Q.
Substitution of the solutions of Eq. (24) and Eq. (25) into
Eq. (19) provides the normalized efficiency of the
symmetric and critically coupled designs given in Eq. (26).

2 2
‘i z(l_ij
S loptimal as (26)
s .2
S critical o
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Fig. 7. Minimizing the impact of loss on a single filter stage: comparison
of symmetric (optimal) and critically coupled single-ring filter designs for
different normalized bandwidths, 0 (ratio of total bandwidth to loss-
limited, intrinsic bandwidth). Ref. [12]

TABLE I
MINIMUM NORMALIZED BANDWIDTH [J FOR 3DB DROP-PORT POWER

Symmetric coupling Critical coupling

£ 23,412 4
V2 -1

VI CONCLUSION

Transfer matrix model of a photonic microring-
resonator channel add-drop filter has been solved and
applied to design a filter with chosen free spectral range

(FSR) and -3dB bandwidth (Af3dB ). The results of those

calculations are given for symmetric and asymmetric
coupling. CMT model was solved and applied in order to
maximize drop port power of a single ring filter. We have
determined how to choose optimal couplings and then
compared this to the case of critical coupling. This
comparison is useful in the design process to determine the
narrowest bandwidth that supports a desired transmission
to the drop port, or the maximum transmission achievable
at a certain bandwidth, given known linear losses. Fig. 7
and Egs. (26) show that the optimum symmetric design has
a minimum bandwidth limit of Af, while the critically
coupled design has a minimum bandwidth of 2A4f,. In the
limit of a large bandwidth ¢, the loss plays a negligible role
and the two solutions can be verified by a first-order Taylor
series expansion of Egs. (26) to be equal.
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Abstract—Calculation of magnetic field and supercurrent
distribution has been performed, using modified London model.
We have written a simulation in MATLAB that calculates a
mixed state of type-ll1 superconductors. Starting point of the
calculations was magnetic field distribution. Supercurrent
distribution was obtained from the magnetic field distribution,
according to the Ampere’s law. It has been shown that it is
possible to extract the vortex-core size from the profile of
supercurrent distribution. Dependence of the vortex-core size
upon the cutoff parameter is provided. Two basic cases of the
vortex lattice (VL) have been used — square and triangular
lattice.

Key words-superconductors; type-11; mixed state; London
model; vortex lattice (VL); vortex-core size; simulation; MATLAB

L INTRODUCTION

Superconductivity (SC) is a physical phenomenon
characterized by vanishing of the electric resistivity in different
materials and alloys when they are cooled down below a
certain temperature, known as the critical temperature (T.).
Beside the stepwise decrease of the specific electric resistivity
to zero, it was observed that a superconductor pushes out the
magnetic flux, when placed in an external magnetic field. This
appearance is called Meissner effect. The explanation is that
surface supercurrents are induced and their magnetic field
cancels out the external magnetic field. Inside the
superconductors, electric field is E = pJ = 0 (since p = 0),
therefore only surface currents can exist. Under the condition T
< T, , there is a surface supercurrent whose magnetic field
completely cancels out external magnetic field, under the
condition that external magnetic field is smaller than the
critical field (H < H). The value of critical field depends on
the temperature. It decreases from its maximum value H¢(0) to
the zero value at critical temperature (H.(T.) = 0). When one
places already cooled superconductor (T < T.) in a magnetic
field bigger than critical field at that temperature (H > He(T)),
material loses SC characteristics and Meissner effect does not
happen. In principle, one can define superconductivity as a
characteristic behaviour of a given material. SC exists in a
certain space of parameters, like H(T) defined by the values of
magnetic field H and temperature T.

There are two possible cases, depending exclusively on the
kind of the SC material. In type-I superconductors, when H =
Hc(T), whole sample returns to a normal state, when magnetic
induction B completely penetrates into the sample. In type-II
superconductors, when H < H(T), where H is the lower
critical field, magnetic induction does not penetrate into the
sample and this is called — superconducting state. When H >
He(T), where He, is the upper critical field, sample returns to a
normal state, with full penetration of the magnetic induction.
Under the condition H(T) < H < He(T), there is a partial
penetration of magnetic induction into the sample. Regular
microscopic structure with alternate placements of normal and
superconducting areas settles, this is known as the mixed state.
In the mixed state magnetic induction enters the sample partly,
as magnetic vortex lines. Alexei Abrikosov won a Nobel prize
in physics for his prediction about the mixed state. He
predicted that some materials could preserve SC in strong
magnetic fields by allowing the external magnetic field to
penetrate the sample as a periodic arrangement of quantized
flux lines, this is a vortex lattice (VL) [1].

The basis of Abrikosov’s model of the mixed state is
phenomenological Ginzburg-Landau (GL) theory. The
structure of the VL is, within the GL theory, characterized by
the two fundamental length scales. Those are magnetic field
penetration depth - A and coherence length - & The first
phenomenological theory of superconductivity was London
theory. A major triumph of the equations of this theory is their
ability to explain the Meissner effect. Their equation shows
that magnetic induction in the superconductor decays
exponentially with the distance from the surface. It means that
a superconductor in Meissner state is not ideal because
magnetic induction penetrates into the sample on the length
scale of A — London penetration depth. One way of explaining
the other parameter, coherence length, is that it defines the
length scale over which the transition between normal and SC
areas in the mixed state happens. There are different
experimental techniques that investigate the mixed state of
type-II superconductors. One of the most powerful among
them is the muon spin rotation technique.

Muon spin rotation is an experimental technique used to
measure local magnetic fields inside the sample. It can probe

-1118 -



magnetic induction in the bulk of a superconductor in a vortex
lattice state [3]. Those measurements can determine the vortex-
core size.

HA (a) (b)

normal state

normal state

mixed state

superconducting state superconducting state

>
T T Te T

Figure 1. H(T) characteristic for type-I and type-II superconductors

II. LONDON MODEL

There are different models for the description of magnetic
field distribution of the mixed state in type-1I superconductors.
The aim of those models is to extract data from muon spin
rotation experiments. The difference between the models is in
their ability to take into account various effects which can be
measured in the experiments. In phenomenological London
model, magnetic field for a perfect flux-line lattice (FLL) [3] is

iG-F

e
1+ 2°G? W

(P =8, Y
S g

where the sum goes over the reciprocal lattice vectors G of the
FLL. Here @, is a flux quantum with its normalized value of
2m. Parameter S is the area of the vortex lattice unit cell. Vector
I is the radius vector in the Xy plane, it determines the position
of the point in which magnetic field is calculated. Parameter A
is the penetration depth in the Meissner state. In reference [5]
the temperature dependence of A is given in the Eq. 2.
However, we are dealing with a simplified model that does not
account for the temperature dependence, so parameter A has a
fixed normalized value.

III. MODIFIED LONDON MODEL

London model used for the analysis of the experimental
data does not account for the spatial dependence of the order
parameter and it breaks down at distances on the order of
coherence length from the vortex core center, B(r) diverges. To

correct this, the sum over G can be truncated by multiplying
each term in Eq. 1 by a cutoff function F(G), where G is the

module of G . One important fact is that the adequate form of
F(G) depends on the precise spatial dependence of the order
parameter in the vortex core, which in general depends on
temperature and magnetic field. Modified London model has
the analytical expression for F(G) in the form of a smooth
Gaussian cutoff factor [3]

F(G) = exp(-aG*&,”) @)

Magnetic field distribution in modified London model is
given as

() =8, S exp(-a66, )

Brandt determined the values of a by solving Ginzburg-
Landau (GL) equations [5]. Furthermore, Laiho et al. have
shown that o is temperature dependent [2]. They have
determined the temperature and magnetic field dependences of
the cutoff function used in the modified London model. These
calculations show that the London model with the proper cutoff
function provides a reasonable description of the magnetic field
distribution of the FLL in type-II superconductors.

IV. VORTEX LATTICE CONFIGURATION

Before the calculation of magnetic field, shape of the vortex
lattice has to be fixed. The shape of the VL is determined by
the unit vectors [4]

r =(a,0,0)
r, =(acosd ,asinf ,0) 4)
r, =(0,0,1)

where a is the lattice constant

@,
H
The range for H is 0 < H < 1. The lattice characteristic angle 0

is the angle between I, and I, . Two basic shapes are

considered in this paper: square lattice (8, = 90°) and triangular
lattice (8, = 60°). By introducing reciprocal unit vectors

o Q)
- [T

k, =27

that define reciprocal lattice vector G , where n and m are
integers

G(n,m)=—nk, +mk, 6)

Area of the vortex unit cell is calculated as
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S=1-(F,xTF) 7)

The sum over reciprocal lattice vector G is symmetric.

It means that integers (n,m) take the values from the interval

—I<{n,m}<I ®)

Value of | is determined under the cutoff condition [5],

~27z

&

From the Eq. 6 we obtain the value of G

(€))

—
max

‘G‘ = \/(mkzx —nk,, )* +(mk,, —nk,, f (10)

A. Square lattice
In the case of square lattice, Eq. 10 simplifies to

‘G‘ = \/(nklx)z +(mk,, f (11)

Since k= K, and n_ =m_ =I,we obtain

= IV2k,, (12)

max

G

Combining Eq. 9 and Eq. 12 gives us

2
|=—"— (13)
\/Egh klx
According to Eq. 5,k = 27 , therefore Eq. 13 becomes
a

(14)

J2¢,

B. Triangular lattice
In the case of triangular lattice, Eq. 10 simplifies to

‘G‘ = \/(nklx)z + (mk2y - nkly)Z (15)

Maximum value of G is

max I\/(k1X)2 +<k2y +‘k1y‘)z (16)

Combining Eq. 9 and Eq. 16, gives us

G

2
| = (17)
fh\/(klx)z + (kzy + ‘kly‘)z
. 2z 2r 4r
Accordingto Eq. 5, k =22 k. =—2" k. =2
g q 1x a > My a\/g 2y a\/g
| = J3a (18)

28,

V. CURRENT DISTRIBUTION

Magnetic field distribution over a chosen Xy mesh has been
calculated, according to Eq. 3. Next parameter of a type-II
superconductor we want to calculate is the vortex-core size.
One of possible ways for defining a vortex-core size is
provided in [6]. It is defined from the supercurrent density near
the vortex center. At the vortex center supercurrent density is
equal to zero, since that part of the superconductive material is
not in SC state. The absolute value of supercurrent density
reaches its maximum value at the distance R, from the vortex
center. This distance is the vortex-core size. When there is an
analytical expression for the magnetic field, current distribution
is easily calculated. According to the Ampere’s law (IV
Maxwell’s equation)

J(F)=Vxh(F) (19)

Magnetic field points along the z-direction. By solving the
determinant that corresponds to the vector product from Eq. 19,
the expression for current distribution is obtained

;o) oh(r)
oy ) ox

Let us calculate the X and y components of the current:

J(r)= (20)
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oh(f) . @, (G)e'Gr
=j—2 =1x, 21
os Z 1+ A°G? { y} @D
Intensity of the current in a given point of the Xy mesh is
J(r) \/ J J,(F) 22)

VI. RESULTS

Magnetic field and current distribution of modified London
mode have been calculated, in the cases of square and
triangular vortex lattices. We show the results for &, = 0.18.
Furthermore, the values of vortex-core size have been extracted
from the profile of the current distribution. Dependence of
vortex-core size upon the cutoff parameter has been found.

A. Square lattice

In Fig. 2 and Fig. 3 top view and side view of magnetic
field distribution in square lattice case are shown, respectively.

Magnetic field distribution

0.952
0.9515
';: 10.951
&,
g 0.9505
-2 0.95
e 0.9495
% 2 0 4
x[a.u.]
Figure 2. Top view of magnetic field distribution (square lattice)

Magnetic field distribution

0.952
0.951+
0.95+

0.949.°
<

0

ylau] 44 x[a.u.]

Figure 3. Side view of magnetic field distribution (square lattice)

It is confirmed that the lattice constant extracted from Fig. 2 is
equal to the lattice constant given in the simulation. In Fig. 3
we can observe that magnetic field has maximum value in the
core center and symmetrically drops down around the core
center. In Fig. 4 and Fig. 5 top view and side view of current
distribution are shown.

Current distribution

0
x[a.u.]

Figure 4. Top view of current distribution (square lattice)

Current distribution

yla.ul] 4 4

x{a.u.]

Figure 5. Side view of current distribution (square lattice)

One can notice the square lattice in Fig. 4, with the proper
lattice constant. In Fig. 5 one can observe that current has
minimum value in the core center and symmetrically rises up
around the core center, in “volcano-like” shape.

B. Triangular lattice

Fig. 6 and Fig. 7 top view and side view of magnetic field
distribution in triangular lattice case are shown, respectively.
One can notice the triangular lattice in Fig. 6, with the lattice
constant equal to the lattice constant calculated in the
simulation. In Fig. 7 one can observe that magnetic field has
maximum value in the core center and symmetrically drops
down around the core center.

In Fig. 8 and Fig. 9 top and side view of current distribution
are presented. Similar to the square lattice case, current has
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minimum value in the core center, and rises up symmetrically Clirretit distribution
around the core center.

Magnetic field distribution

y[a.u.]

v . =
y[a.u.] 4 4 x{a.u]

-4 7 Figure 9. Side view of current distribution (triangular lattice)

2 0
x[a.u.]
Figure 6. Top view of magnetic field distribution (triangular lattice) Now when we have the current distribution, next step is to
plot its profile and extract the vortex-core size. As stated in [6]
Miaghistic eid disibution (Fig. 6 (b)) vortex core size is thp distance from the vortex
centre at which supercurrent density has maximum value. In

Fig. 10 profile of the supercurrent distribution is presented, for
& =0.18.

a Profile of the current distribution
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Figure 7. Side view of magnetic field distribution (triangular lattice)

o
0

[=]

Current distribution

35 3 25 2 a5
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Figure 10. Profile of the current distribution (&, = 0.18)

The vortex-core size does not depend on the lattice shape,
for one value of &, it is the same for both lattices. The profile
along X-axis is presented, it is the same along y-axis, due to
symmetry. The Xy mesh includes three vortex cores along both
axes. This plot has been obtained by observing one arbitrary
chosen vortex core. In Fig. 11 the dependence of vortex-core
size on the cutoff parameter is shown.

0
x[a.u.]

Figure 8. Top view of current distribution (triangular lattice)
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Vortex-core size in function of the cutoff parameter
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Figure 11. Vortex-core size in function of the cutoff parameter

VII. CONCLUSION

Magnetic field and supercurrent distribution have been
calculated according to the modified London model. The
results have met expectations, meaning that the lattice shape
with proper lattice constant has been obtained. Distributions
correspond to the mixed state of a type-II superconductor.
Vortex-core size has been obtained from the profile of the
supercurrent distribution. Plot of the vortex-core size versus
cutoff parameter shows that they are on the same order of
magnitude and that an increase of the cutoff parameter causes
the increase of the vortex-core size. Future work may include
the analysis and application of the models that include
temperature dependance, which will allow comparison and
matching of the calculations with experimental results.
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Abstract—This paper is dealing with tubular structures composed
through the self-assembly of magnetic hard spheres, in a given
geometric confinement. Since the structures are tubes, geometric
confinement is a cylinder with a given radius (confinement
radius). Interaction of interest is magnetic dipole-dipole
interaction, therefore a detailed analysis of it is provided. Next
step is formation of the structures. We are analyzing infinitely
long tubes, therefore an efficient method (Lekner method) for
summing the dipole-dipole interactions of 1D periodical systems
(periodical along one direction, the z-axis) is implemented in
MATLAB. One of the main goals is determination of
energetically favoured configurations, so a comparison of the
tubes’ energy has been done.

Key words-calculations; geometrical packing; binding energy;
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L INTRODUCTION

Self-assembly of magnetic particles is an interesting and
relevant research topic which investigates the ways of forming
regular structures composed of magnetic particles, in a fixed
geometric confinement. Interaction between each two particles
is magnetic dipole-dipole interaction [1]. What is a magnetic
particle? It is a hard sphere which is a magnet (it has magnetic
dipole moment). Why is this topic attractive? First of all, it is
relevant from the theoretical point of view, since the dipole-
dipole interaction is a long-ranged (~1/1, r is the distance) and
unisotropic interaction. Applications of magnetic structures are
numerous, especially in nanoelectronics and biotechnology.
For example, in nanotechnology, mixtures of self-assembled
magnetic particles can lead to the formation of very strong
magnets [2,3]. Interaction between magnetic planar layers can
lead to 3D structures with a great potential for the
microfabrication of electronic devices [4]. Ground states of
microstructures in ferofluid monolayers, in which the
interaction is magnetic dipole-dipole interaction, have been
investigated [5]. In the paper [6] self-assembled magnetic
structures with minimal energy (ground state) have been found.
It has been shown that as the number of particles, N, increases,
the dimensionality of the ground state structures increases as
well. For a small number of particles (N = {2, 3}), a chain is
the ground state. For (3 <N < 14), a chain closes into a ring. In

the end, for a sufficiently big number of particles (N > 13)
ground state is obtained via ring stacking. There is a clear
transition with the increase of N, since a chain is 1D, a ring is
2D and stacked rings is a 3D structure. The subject of this
paper is investigation of 3D structures (infinitely long tubes)
formed via ring stacking into tubes. In the first part of this
paper, a detailed analysis of the magnetic dipole-dipole
interaction is performed, in order to better understand self-
assembly of magnetic particles. There are two specific
geometrical packings of the rings into tubes (square and
triangular), leading to so called, AA and AB tubes. Our goal is
to form a certain structure and calculate its binding energy,
which is a result of the dipole-dipole interactions of each pair
of particles that are building it. Once a structure is built
geometrically, its dipole orientation (also called magnetization)
should be defined. We have introduced three different
magnetizations (ST/MT/ZZ magnetization) and compared their
impact on the energy. Also, for a fixed magnetization, a scan
over a wide range of confinement radii has been done, in order
to understand how does the energy change when the
confinement radius increases. When the confinement radius
goes to infinity, then a convergence to corresponding lattice
plane happens [6], which confirms the accuracy of the
implemented summation method.

II.  MAGNETIC DIPOLE-DIPOLE INTERACTION

Interaction for modelling the self-assembly of hard
magnetic spheres is magnetic dipole-dipole interaction.
It occurs between two particles with magnetic moments m; and
m,, Potential energy of this interaction has the form:

U, (ﬁz): C|:(ml '3m2 ) -3 (ml Ty )(sz alP ):| (1)
r r
In the above equation, constant C is:
C :ﬂ = 10‘7{Ej| )
4r m
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and the position vector connecting the two particles is ry; = Iy
— r,. Distance between the particles is the moduo of this vector
and we note it as r. Let us assume that magnetic moments
belong to the same plane. In such a case, they have two
components, one normal to the direction of rj;, m, and the
other one parallel to it, m,. It leads to the expression for the
potential energy:

2
(mlnmzn +mlpm2p) m,,m,,r
U, =C " -3 -
3)
:>Udd -C m,,m,, _32mlpm2p
r

In the next figure, a sketch of the two dipoles that we are
analyzing is shown.

mh mz
Dipol 1 Dipol 2
Tz

Figure 1. A sketch of two dipoles interacting via magnetic dipole-dipole
interaction

Potential of their interaction has been derived. Let us normalize
the values of the variables in it:

C =1Jm|=|m,|=1F, =[000],F, =[010]  (4)

Vectors m; and m; form the angles 6, and 0, with the direction
of vector ry,. Let us write:

m, =mcosd
: ()
m, =msind
There is a compact expression for the potential:
U, =C m,m, sin @, sin 6, —32m1m2 cosd, cosb, ©)

r

Let us test how does the potential depend on the mutual
orientation of the dipoles. We are scanning the angle 0, in
1000 points over the full range,, and angle 0, takes selected
values. In Fig. 2 the potential depending on the mutual dipole
orientation is shown. Potential has a minimum when the

dipoles are parallel to vector ry; and they point to the same
direction. It has a maximum when the dipoles have opposite
directions, parallel to vector ry,. The same stands if the dipoles
are normal to vector ry;, just the absolute values of the
potential are smaller. Stars indicate the higher absolute value
minimum and maximum, while triangles indicate lower
absolute value minimum and maximum.

/w"" =—tetal = 0 q
»tetal = pi/2

S ==tetal = pi 1

' teta2 = 3pi/2

-, r |
o f
AL

tetal [rad]

Figure 2. Potential of the dipole-dipole interaction depending on the dipole
orientation

From the previous analysis, we have learned that two dipole
orientations are of interest: parallel and normal to the vector
ri,. Distance was kept fixed and the dipole orientation was
being changed. Now, we will keep the orientation fixed, but
the distance will be changing.

In Fig. 3 a sketch of two dipoles parallel to the position vector
I, is shown. This system corresponds to the minimum marked
with a star in Fig. 2.

y

Ku \ X ] Xem X

Figure 3. A sketch of two dipoles parallel to the position vector

In Fig. 4 dependence of potential on distance is shown.
Obviously, absolute value of interaction potential decreases as
the distance increases. This is an example of attraction
between two dipoles. In Fig. 5 a sketch of two dipoles normal
to the position vector Iy, is shown. This system corresponds to
the maximum marked with a triangle in Fig. 2.

In Fig. 6 dependence of potential on distance is shown. The
same remark applies here, absolute value of interaction
potential decreases as the distance increases. This is an
example of repulsion between two dipoles.
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Figure 4. Dependence of the interacion potential on the position of dipole 2

e
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Figure 5. A sketch of two dipoles normal to the position vector

0.9
0.8r
0.7
0.6

g 0.5F
0.4
0.3
0.2r

(x)

U

0.1F

Figure 6. Dependence of the interaction potential on the position of dipole 2

This was the analysis of two systems of interest based on the
general picture presented in Fig. 2. On the other side, from the
Eq. 3, we can conclude that for a specific dipole orientation,
interaction potential will be equal to zero [7]. We came up
with a sketch shown in Fig. 7, in order to find out how does
the system look like when this is the case. In Fig. 8
dependence of potential on distance is shown. When the angle
is equal to the magic angle, potential is equal to zero. From the
Eq. 3 we can derive what should be the angle o which causes
the dipole-dipole interaction potential to be equal to zero.

m,,m,, _2mlpm2p =0

<sinfa—2cos’a=0 )

<> (o = arccos L =54.74°

NE)

Angle a = 54.74° is the magic angle, interaction potential goes
through the zero value at the x-coordinate (see Fig. 8) which
corresponds to this angle. For this system, there is a switch of
potential's sign, so there are both, attraction and repulsion
between two dipoles.

Figure 7. An illustration of the magic angle in the dipole-dipole interactions

P —— N ]

0.4 " " " " L L L L
s B} -1 RiX 02 02 0.6 1 14 (]
X

Figure 8. Dependence of the interaction potential on the position of dipole 2

III. CALCULATION OF THE BINDING ENERGY

In this chapter, a method for calculating the binding
energy of a tubular structure is provided. Since we are
analyzing infinitely long tubes, an efficient method for
summing the dipole-dipole interactions of 1D periodical
structures (periodical along one direction, the z-axis) had to be
found. There are two well known and widely applied methods
for this type of calculations, those are Ewald summs and
Lekner method. Ewald sums are usually used for 2D
periodical systems, while Lekner summation method
converges faster in the 1D case, therefore we decided to
implement Lekner method. The key feature of Lekner method
is the choice of a periodic cell. It is a part of the infinite
structure which is being replicated. Since we are dealing with
tubes, one has to define its cell which is being replicated along
the tube's axis (z — axis). Energy of an infinitely long tube is
calculated as a sum of the self and cross energy. In next
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expressions, we are dividing by N, since the energy is defined
per particle, which allows a comparison of different structures
with different number of particles in a cell.

Self energy represents the interaction energy of a selected
particle in a cell, with all of its copies in the other cells. Total
self energy is got as a sum over all particles in a cell, where
number of particles in one cell is equal to N.

Self energy is given as [8]:

®)

Cross energy represents the interaction energy of a selected
particle in a cell, with all other particles of the same cell and
with all their copies in the other cells. Total cross energy is got
as a sum over all particles in a cell, i = {1, N}, j= {1, N} [8]:

©)

In the above equation, the cross energy is got as a sum of cross
potentials of pairs of particles (i, j). Cross potential is defined
as a sum of four sums. In those sums a modified Bessel
function of the second kind, zero and first order, K, and K;
appears, respectively. In the following text, those sums are
presented.

S, (10)

4
Ucross(r’rj’mi’mj? Lz):
=1

Method for calculation of the binding energy of 1D infinitely
long periodic structures is presented briefly. Goal of this paper
is geometric formation and calculation of the binding energy of
structures with minimal energy. Since the dipole orientation
dictates the interaction potential, energy minimization means
finding the optimal dipole orientation.

Sl_ E 3 -

_ _8”{2(mp. "mepj /5) m, 'mpi:|><
2 P P

X i k COS(I(ﬂZ )K1 (knp )
k=1

S =_16”2[(mpi'/3xmpj.’5)—m m }x
N P o
x> K coslk, ), ki,

k=1

_2 {2(@. plm,-p)_, m}
S_L_z p’ - p°
g _-l6r’ (m, -5)m, +(m, '/5)"% y

! L p

k=-+00
x kzsin(knz)Kl(kﬂp)

ka (11)

IV. GEOMETRIC FORMATION OF THE STRUCTURES

In this paper we are analyzing tubes composed of
magnetic particles. A specific configuration of a tube is
defined by the geometry and the dipole orientation. There are
two possible tube's geometries depending on the ring stacking.
If the rings are stacked one on top of each other, those are AA
tubes. Otherwise, if the rings are stacked in the way that there
is one particle in the upper ring between two particles in the
lower ring, those are AB tubes. There are only two ways of
ring stacking, but there is a huge number of different dipole
orientations. We took both stackings, and three well-defined
dipole orientations. Those dipole orientations are called:
single-thread (ST), multi-thread (MT) and ZZ dipole
orientation. ST means that dipoles follow one thread that is
tangential to the contour of the tube. MT means that dipoles
follow multi threads of which the tube is composed, while ZZ
means that all the dipoles are parallel to the z-axis. We have
analyzed all three chosen dipole orientations for AA and AB
tubes. When calculating binding energy of an infinite periodic
structure using Lekner method, the key task is to define the
periodic cell. In an AA tube, a cell is one ring. In an AB tube,
a cell is composed of two rings. Normalization of the system
includes dimension and energy scales. The diameter of every
particle is d = 1. The distance between two particles is
calculated from centre to centre, which means that the distance
between two touching particles is equal to 1. On the other side,
it is very convenient to introduce energy scale, so the energy is
not defined in joules or electronvolts, but rather in arbitraty
units [a. u.]. Energy scale is defined via repulsive potential of
two touching dipoles standing side by side. The dipole
moment is also normalized so that the length of dipole
moment vector is equal to 1. Now we will explain geometric
formation of the structures. For a tube, the basis is a ring
composed of magnetic particles. In Fig. 9 the cross-section of
a tube is presented.
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Figure 9. A sketch of the tube’s cross-section

A ring is composed of N touching particles. Angular distance
between two successive particles is 5 — 27 for an arbitraty

chosen i-th particle, its angular position in respect to the
positive x-semiaxis is g :izi . Let us look at the triangle
1
N

ABC in Fig. 9. Since the distance between touching particles
is equal to 1, then BC = 1/2. There are relations:

sina = L
2R (12)
20=2" ===
N N
Therefore, the relation between ring's radius and number of

particles is:
1

S 13
2sin(z/N) (42

A. Formation of AA tubes

In AA tubes, a periodic cell is one ring. Next array of
equations defines coordinates of the particles, i = {1, N}.

. 2T
X = ———F——~cos| I—
2sin(z/N) [ Nj

1 . (.27 (14)
Vi 2sin(7z/N)sm( N j
;=0

Dipole moments are defined in the next way, i= {1, N}.

=CoS i2—7[+z
Hy, N 2

(.27 7
=sm| l—+— (15)
’uyi ( N 2}

#y, =0

In the case of AA tubes, period along the z-axis is Lz = 1.

B. Formation of AB tubes

In AB tubes, periodic cell is a pair of rings. There are two
arrays of equations, one for the lower ring, and another one for
the upper ring. For the lower ring, coordinates of the particles
are defined like in the case of AA tubes. There was a problem
defining the z-coordinates of upper ring particles, which was
solved using the definition of the distance between touching
particles. Let us look at two arbitrary chosen particles in the
lower ring (particles A and B) and one particle in the upper
ring (particle C), which is placed between them. As it stands
AC = BC = 1, from this condition we can derive how much
are the upper ring particles displaced compared to the lower
ring particles, along the z direction:

AZZ\/1_()(A_X<:)2_(yA_yc)2 (16)

In the upper ring, coordinates of the particles are those:

1 2 T
X, =——————cos| i—+-—
2sin(z/N) ( N N]

1 21 7
= sin| i ——+— (17)
Vi 2sin(7r/N)Sm( N N)

. =Az

In this case, period along the z-axis is Lz = 2 AZ.

V. RESULTS OF THE STRUCTURE AND ENERGY
CALCULATIONS

In this chapter, results of the structure and energy
calculations are presented. In Fig. 10, a geometry of one tube
configuration is shown, obtained via MATLAB calculations.
We are showing how does the tube (AA tube) look like in a
side and in a top view.

vmivi))
N,

(
;

Figure 10. A side and a top view of an AA tube

In Fig. 11 and Fig. 12, dependence of binding energy on the
confinement radius for AA and AB tubes is shown, including
three different magnetizations.
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Figure 11. Energy in function of the confinement radius for different
magnetizations (AA tube)
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Figure 12. Energy in function of the confinement radius for different
magnetizations (AB tube)

It is clear that for a fixed packing geometry (AA or AB),
binding energy decreases as the magnetization changes from
ST and MT into ZZ. Tubes with ZZ dipole orientation have
minimal binding energy, and therefore they are the most stable
tube configurations. When the confinement radius goes to the
infinity, energy of all differently oriented tubes (ST/MT/ZZ)
converges into the energy of an infinite plane. Energy of a
square lattice plane is Egquare = —2.258, all AA tubes converge
into a square lattice plane. Energy of a triangular lattice plane

iS Egianguiar = —2.759, all AB tubes converge into a triangular
lattice plane.

VI. CONCLUSION

We have developed MATLAB simulations which form
tubular structures composed of magnetic particles and
calculate its binding energy. Both AA and AB ring stackings,
including three different magnetizations, have been
investigated.

From the results, we conclude that all those tube

configurations are stable, since their binding energy is
negative. For a fixed packing geometry (AA or AB), binding
energy decreases as magnetization changes in the way:
ST - MT - ZZ. For a fixed magnetization, AB tubes have
lower energy than AA tubes. Since AB tubes are more densely
packed than AA tubes, we may say that bigger packing density
implies lower binding energy and more stable structures.
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Abstract. Tubular and cylindrical lattices are principal structural elements in biological systems.
They give rise to structures, such as bacterial flagella and microtubules, which are essential
building blocks of cells. The complexity of the structures formed by the particles with dipole-
dipole interaction is a result of the interplay between anisotropic near-field interaction and long-
range influence of the global geometry of the structure. Subject of this paper is the investigation
of infinite 3D structures, i. e. tubes and helices. We will show that tubes are in terms of structure,
actually a subset of helices. There is an endless number of different helical configurations.
Nevertheless, densely packed structures exist in a number of well defined points in parameter
space. We observe a structural similarity of, so called, Z-tubes, with the structures in typical
experimental images of microtubules. These tubes can be decomposed into chains which are
analogous to biological filaments, of which microtubules are made of We present a way of
geometric generation of densely packed helical structures composed of hard spheres. Later on,
we show how to assign dipole moments to the particles making up those structures, in order to
obtain dipole orientations which follow the geometry. Experimental study has proved that
structures with such dipole orientations are stable.

(a) helix (7, 4) . (b) ZZ tube (4, 4)

FIGURE Ll.Ilustration of one representative four-stranded helix (i. e. having ST dipole orientation) (a)
and one representative ZZ tube (b).
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Modeling the behaviour of confined dipolar and
ionic systems

Abstract

In this doctoral thesis confined dipolar and ionic systems have been modelled and
investigated, namely dipolar tubes and helices composed of dipolar hard spheres and
ionic liquids. Mutual for those systems is the fact that their structure and behaviour
are dominated by long-range interactions, i.e., dipole-dipole interaction in case of
dipolar systems and Coulombic interaction in case of ionic systems. The feature
of pronounced ordering of formed configurations and possibility of manipulating
them via externally applied fields (magnetic/electric field in case of magnetic/elec-
tric dipoles and electric field in case of ions) attract attention of condensed matter
physics.

The first part of this doctoral thesis, which is dedicated to dipolar systems, is
dealing with the investigation of the structure and cohesive energy in tubes and
helices composed of dipolar hard spheres. A complex dependence of cohesive energy
on surface packing fraction and dipole moment orientation has been observed. In
case that single-thread helices are considered, the lowest cohesive energy is achieved
at the highest surface packing fraction. Besides that, an interesting non-monotonic
behaviour of the cohesive energy as a function of the surface packing fraction has
been obtained. In case of multi-thread helices, a new phase, showing remarkably
lower cohesive energy, has been determined. This phase is referred to as ZZ tube
and it consists of threads following the confining cylinder’s axis, labeled as the z
axis, in terms of both spatial and dipole moment orientation. Actually, in case of
Z 7 tubes dipolar hard spheres are arranged into a local triangular lattice, with
densely packed threads following the z axis.

In the scope of this doctoral thesis dipolar configurations under the condition
of cylindrical confinement are considered, meaning that dipolar spheres are placed
on a confining cylinder. First question which arises is what are the possible config-

urations, since there is an interplay between the two components, i.e., positioning



and dipole moment orientation of the particles. For a fixed geometry, only certain
dipole moment orientations lead to stable configurations. The above mentioned two
components can be treated as independent variables, while dependent variable is the
cohesive energy emerging from the dipole-dipole interactions. Accordingly, geome-
try is kept fixed, while dipole moment orientation is varied and the dependence of
cohesive energy on dipole moment orientation is determined. In an analogous way;,
dipole moment orientation is kept fixed, while geometry is varied, i.e., the radius
of confining cylinder, leading to the dependence of cohesive energy on geometry.
Besides the cohesive energy, some other dependent variables are considered, like
the total polarization of a dipolar configuration. Except from the theoretical rele-
vance, dipolar tubes and helices represent model systems which might be useful for
other scientific areas. Modeling of dipolar tubes and helices might provide better
understanding of certain biological structures (for example, microtubules) or macro-
molecules (protein folding is dominated by electric dipole-dipole interactions). Due
to the mechanical flexibility of dipolar structures and possibilities of manipulating
them by external electric or magnetic fields, they might be useful in the synthesis
of electronic devices.

In the second part of this doctoral thesis, which is dedicated to ionic systems, a
molecular dynamics (M D) based modeling approach for simulating mesoscopic phe-
nomena related to lubrication with ionic liquid (L) lubricants has been developed.
In that approach, geometry of the system allows a variable confinement gap between
solid plates and consequently a varying amount of lubricant in the gap. A coarse
grain M D description of: (i) IL lubricant, which can expand into lateral reservoirs,
and (i) FCC (111) structured solid plates has been employed. Namely, two models
of IL: (a) the salt-like model (SM) and (b) the tailed model (T'M) have been imple-
mented. In case of (a) SM model, I L consists of spherical cations and anions, while
in case of (b) T'M model, a neutral spherical tail is attached to the cation via an
elastic spring. Three relevant T'M models have been examined by varying the size
of neutral tail. The effects of confinement on flow and lubrication properties of SM
and T'M ionic liquids, that were subjected to dynamic regimes of cyclic loading and

shearing, have been investigated. The impact of confinement on ionic arrangement



and mechanical response of SM and T'M ionic liquids has been studied in detail and
compared to bulk properties. In case of T'M models the influence of the molecular
geometry of the cation on the response of L to confinement and imposed mechan-
ical deformations (normal load, cyclic loading and shearing) has been investigated.
Although it is simple, 7'M model recovers a wide range of structures seen in bulk
ILs: simple cubic lattice for small tails, liquid-like state for symmetric cation-tail
dimers, and layering for large tails. The dependence of normal force on interplate
gap can be related to ionic layering inside the gap. In investigated T'M models of
1L, specific friction is low and friction force decreases with neutral tail size. As a
concluding remark, it has been found that the size of neutral tail from cation-tail
dimer has a huge impact on structure and tribological behaviour of confined ionic
liquids.

Ionic liquids are composed of large asymmetric and irregularly shaped organic
cations and anions. Irregularity effectively prevents low-temperature ordering and
crystallization of I Ls, hence they are usually in the melted or glassy state. Physical
properties of I Ls: negligible vapour pressure, high-temperature stability, high ionic
conductivity, chemical stability and possibility of external control, make them rele-
vant to various applications. Modeling of ionic liquids is an interesting problem from
the theoretical point of view due to their ordering and possibility of manipulating
them via external electric fields. On the other side, ionic liquids are high quality
lubricants used for friction reduction and wear prevention and modeling of I Ls gives
an insight about their industrial applications.

Keywords: dipolar hard spheres, tubes, helices, Lekner summation, ionic lig-

uids, tribological behaviour, molecular dynamics
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MopenoBame MOHAINIakhA TPOCTOPHO OrPAHUYIEHUX
JIATIOJTHAX M JOHCKHUX CHCTEMA

Caxerak

Y 0BOj JOKTOPCKO] T€3W MOJEJOBAHUW Cy W HWCIHATAHW ITPOCTOPHO OTPpAHUYEHU
JIUTIOJTHU W JOHCKW CUCTEeMHU, TAYHUje TUTIOIHE TyOe M XeJUKCH CACTAB/BEHH OJT TUTIOJI-
HUX 9BpCTHX chepa U JOHCKEe TeIHOCTH. 3ajeHUYKO 33 OBE CHCTEME je UUEbeHUIA
Jla Cy UM CTPYKTypa M MOHAIIAe MPEeTeKHO ojpeheHn 1yroJoMeTHUM UHTEPAKITU-
jama, JTUTOJ-IATIOTHOM HHTEPAKIHjOM YV CAydajy JAWIOJHUX CHCTeMa, OJHOCHO Ky-
JIOHOBOM MHTEPAKIUJOM Yy CJydajy joHCKuX cucrema. O uiMKa HAIJIAMIEHOI CTPYK-
TypHOr ypehuBama popMupannx KoHMUTyparuja 1 MOTYNHOCT MaHHUITY IAIIjE FTbIMa
IIPEKO €KCTePHO MPUMEhEeHIX [0Jba (MArHETHO /eJIEKTPUIHO TOJbE Y CJYUajy MarHeT-
HUX /€JIeKTPUIHAX JTUMOJA, OJHOCHO JeKTPUIHO MOJbe Y CJydajy joHa) MpHBJIAde
HaXKIby ca acrnekTa (hpu3uKe KOHJIEH30BAHE MaTepuje.

IIpBu seo oBe JOKTOPCKe Te3e, KOju je mocBeheH JUIIOJHUM CUCTEMUMA, OaBH
ce HCTPayKUBAEM CTPYKTYDe W KOXe3WOHe eHepruje y TybaMa M XeJHKCHMa KOju
Cy cacTaB/beHU O/I JIMIOJHUX YBpcTHX cdepa. /lobujena je KOMILIEKCHA 3aBUCHOCT
KOXe3WOHe eHepTHje 07 MOBPITUHCKE TYCTHHE NMaKoBaha W OpPHUjeHTAIHje TUTOJTHUX
MOMeHaTa. ¥ C¢JIy4ajy jeIJHOCTPYKO HAMOTAHUX XeJIMKCa, HajHU2Ka KOXe3MOHA eH-
epruja MOCTUTHYTA je TPU HajBUIIO] MOBPIIUHCKO] TYCTHHHU MaKoBama. llopem Tora,
J00ujena je 3aHUM/bUBa HEMOHOTOHA 3aBUCHOCT KOXE3UOHE eHePIHje O/ IOBPIITUHCKE
I'YCTUHE MAaKOBamba. ¥ CAy4ajy BUIIECTPYKO HAMOTAHUX XEJIUKCA OTKPUBEHA je HOBA
daza, Koja Mokazyje MpUMeTHO HUXKY KOXe3uOoHY eHeprujy. OBa dhasza HazBaHa je /2
Tyba, a cacroju ce oJf HUTU Koje upare ocy koHdunupajyher nuiunjipa, o3HadeHy
Ka0 2z 0Ca, y CMHUCIY TPOCTOPHE W OPHjeHTAllNje IUIOJTHIX MOMEHATa. 3amlpaBo, y
caydajy ZZ Tybda aunoJiHe 4Bpere cdepe cy ypehene y JTJOKaJIHO TPOYTraoHy peleTky,
ca TYCTO MaKOBAHUM HUTUMa KOje Cy MapaJieHe ca 2 OCOM.

Y okBHPY OBe JOKTOPCKE Te3e pasMaTpaHe Cy JAUNOJIHE KOHQUIYypaluje Hpu
YCJOBY MUJIUHJIPUTHOT TPOCTOPHOT KOH(DUHUPAIHA, TITO 3HAYUM J1a CY JUTIOJHE chepe

nocTapsbete Ha KoHduHupajyhu nuiuuagap. [IpBo nmurame Koje ce mocras/ba jecTe



Koje cy Mmoryhe kondwurypamnuje, ca 003uUpoM Jia LOCTOjU IIPEIINTAE JIBE KOM-
NOHEHTE, MPOCTOPHOT MO3WIMOHUPAha W OPUjeHTAIHje JIUIMOIHAX MOMEHATa, 49eC-
TUIA. 3a PUKCHPAHY I'eOMeTpHU]y, caMo ojpehene opujenTaruje JUIOJIHAX MOMEHATA
JIOBoJIe 0 cTabuIHuX KoHdurypamnuja. Ilomenyre a1Be KOMIOHEHTE MOTY Ce TPETH-
paTu Kao HEe3aBHUCHE NMPOMEH/bUBE, & 3aBHUCHA IMPOMEH/bUBA j€ KOXEe3MOHA €HEpruja
ycae AUToJI-AUNONHUX WHTepakimja. [Ipema Tome, reomerpuja je pukcupaHa, a
JIUIIOJIHA, OPHjeHTallija ce Bapupa M ojpelhyje ce 3aBHCHOCT KOXE3HOHE €HEepPrHje O/
opujeHTaluje JAUIOoJHIX MOMeHara. Ha anajoran Ha4vuH, JUIIOJIHA OpUjeHTAllA]a je
¢dukcupana, a reoMeTpuja ce Bapupa, peruMo pajujyc Koudunupajyher muannipa,
IITO JOBOJM JIO 3aBHCHOCTH KOXE3WOHe eHepruje o reomerpuje. OcuM KOXe3HOHE
eHepruje, pasMarpaHe cy M Jpyre 3aBHCHE IIPOMEHJbUBE, KAO IITO je YKYIHa I0-
Jlapu3anmja jaumnosHe koudurypamuje. Ilopes Teopujckor 3nadaja, AMIOJIHE TyOe
U XeJIUKCH TIPEJICTABBAJY MOJeAHE cucmeme KOju MOTY OUTH KOPUCHH Y JIPYTHM
HAy4YHHM objactuMa. MojenoBame JUIOIHUX Ty0a H XeJIUKCA MOYKe HPYKHTH
bosbe pasymesame oxpehenux Guosiomkux crpykrypa (Ha upumep, MHKpoTyOyJia)
WK MaKpPOMOJIEKy/Ia (CaBhjarbe MPOTeHHA TOMHHAHTHO je OJpeeHO eJeKTpUIHIM
JIATOJ-TUIIOTHAM HHTepaKIujama). Ycien MexaHudke (hJeKCHOUIHOCTH JIUITOJTHIX
CTPYKTypa u MOTYhHOCTH 3a MAHUIY/IAIU]Y HAMA IPEKO eKCTEePHUX MArHeTHUX WU
eJeKTPUIHUX T0/ba, JaTe CTPYKTyPe MOry ONTH KOPHCHE y CHHTE3H €JIEKTPOHCKUX
ypebaja.

Y IpyroM Jeny oBe HOKTODPCKe Te3e, KOjU je MocBelieH jJOHCKUM CHCTEMUMA,
pa3BUjeH je HPUCTYI y MOjesoBaiby Ha Oasu Mosekysaapue junamuke (M D) 3a
CUMY/THDAFHe ME30CKOICKUX (DEHOMEHa, TIOBe3aHUX Ca MOIMA3MBAKEM jOHCKUM TeU-
HOCTHUMA. Y TOM IPHUCTYILY, TeOMeTpHuja cucTeMa oMoryhasa HpoMeH/bUBU KOH(DUHE-
pajyhu npoien u3Mehy UBPCTHX IJIOYA M MOCTIEIUIHO ITPOMEH/bUBY KOJIUUHUHY IOJI-
MasuBada y nporemy. IIpumermen je omuc Ha Gasu M D ykpynmwaBama ckana: (i)
JOHCKe TeIHOCTH Kao MO/ IMAa3UBaYa KOjU Ce MOKe IMPOITUPUTH Y JIaTepasHe pe3eBoape
u (ii) FCC (111) cTpyKTypUpaHuX YBPCTHX II09a. HawmMe, MMILUIEMEHTHDAHA CY
JBa Moziesta joucke tednocru: (a) mogen Ha 6asu comm (SM) u (b) momen ca pe-
nom (T'M). YV cayuajy (a) SM momena joHCKa TEIHOCT ce CACTOju 0f cdepmd-

HUX KATHOHA W aHHOHA, JIOK je y cayuajy (b) TM mojena meyrpanuu cheprdHu



pell Be3aH 3a KaTUOH ejlacTu4HoM oupyrom. Hcuwrana cy tpu peseBantna 1T'M
MOJIesIa BapuparbeM BeJndune HeyTpaaHor pena. Vcerpaxenu cy edekTu KOHDUHE-
pama Ha NpPOTHUNake U noaMasmBadke ocobune SM u T'M joHCKHX TEYHOCTH KOje
Cy U3J0KeHe TUHAMUYKHM PeKUMHUMa MUKJINIHOT TMYHemha W CMUIAma. Y TUMA)
KOoH(UHUpama Ha ypehuBame jona u Ha Mexanndkn on3uB SM u T'M joHCKHX Ted-
HOCTHU JIeTa/bHO je TpoydeH u ynopehen ca ocobunama JaTuxX jJOHCKUX TEYHOCTH Yy
banky. ¥ caydajy T'M mMojena UCTIUTAH je YTUIA] MOJEKYJIapHe TeOMeTPpHje KATHOHA
HA OJI3UB JOHCKE TEYHOCTH IIPU KOH(PUHUPALY U IIPU 33JJaTUM MeXaHU4IKuM Jiepop-
Manujama (HOpMaJiHa CHuJa, NUKJINYHO Mymeme n cMmurame). lako jegHocraBa,
TM wmomen peKOHCTPYHINE TIMPOKU OICer CTPYKTYypa BUHEHHUX KOJ OAJK JOHCKUX
TEYHOCTHU: jeTHOCTABHA KyOWUYHA pelleTKa 3a MaJje PernoBe, TEYHO CTAme 33 CUMeT-
puYHEe KATHOH-PEN JuMepe U ypehuBame y CJI0jeBe 3a BeJIMKE PernoBe. 3aBUCHOCT
HOpMAJTHE CUJIe O] BeJIMYWHE Mpolena u3Mehy 4BpCcTHX MI049a MOYKe Ce MOBE3aTH ca
ypehuBameM joHA y cj0ojeBe yHYTap mporena. Y ucnutanuM 1'M Mopennva joHCKe
TEYHOCTH, ClielM(PUYHO TPEbE je MaJIO, & CUJIA TPeHha Olla/la ca [I0PACTOM BeJIUYUHE
HeyTpa/anor perna. Kao 3ak/bydHa HAIIOMEHA MOZKE C€ HABECTH JIa je YCTAHOBJ/HEHO Jia
BeJIMUMHA HEYTPAJHOT Pella U3 KAaTHOH-Pell JIIMepa UMa BeJUKH YTHIA] Ha CTPYK-
TYpy ¥ TPUOOJONIKO MOHAIIAe KOHMUHUPAHUX JOHCKUX TEIHOCTH.

JOHCKE TEeIHOCTH Cy CACTAB/HEHE OJ BEJIMKUX ACUMETPUYHUX OPTaHCKUX KATHOHA
U aHuoHa HenpapwmwiIHOr objimKa. HenpaBuianoct obanka crnpedasa ypehuBame Ha
HUCKUM TeMIlepaTypaMa W KPUCTAJH3ANM]Y JOHCKUX TETHOCTH, TAKO JIa Cy jOHCKe
TEYHOCTH YIJIABHOM Y TOILJbEHOM MJIM CTAKJIACTOM cTamby. Pusnyuke ocobuHe JOHCKHUX
TEYHOCTHU: 3aHEMap/bUB MPUTUCAK TTape, BUCOKOTEMIIEPATypPHA CTAOMIHOCT, BHCOKA
JOHCKA TPOBOJBUBOCT, XeMUjCKa CTAOMITHOCT H MOTYNHOCT eKCTepHe KOHTPOJIe YIHe
UX peJIeBaHTHHM 3a pa3judnTe npuMene. MojgenoBame jOHCKAX TE€YHOCTH je WH-
TepecaHTaH MpobJieM ca TEOPHUjCKOr CTAHOBUIITA YCJeJ CTPYKTYpHOr ypehuBama u
MOTYRHOCTY 32 MaHUIYJIAIN]Y JOHCKAM T€YHOCTUMA TPEKO eKCTEPHUX €JTIeKTPUIHUX
nosba. (Ca JIpyre cTpaHe, jOHCKe TEYHOCTH Cy BHCOKO KBAJUTETHU MOAMAZUBATM
KOjHU Ce KOPUCTE 3a CMalbethe TPeHha U ClipedaBaibe xadara, a MOJIEeJIOBabe JOHCKUX

TEYHOCTH Jaje YBUJ O BbUXOBUM WHIYCTPHjCKAM TpUMEHaMA.
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Chapter 1 Introduction

1.1 General overview

In this doctoral thesis there are two research topics involving systems with long-
range interactions, namely structures composed of dipolar hard spheres and ionic
liquids. Investigation of dipolar hard spheres is directed towards exploring the co-
hesive energy-packing relations, while investigation of ionic liquids is dedicated to
determining the structure, flow properties and tribological behaviour of confined
ionic liquids. In a higher instance the topics share two important aspects which
unify them: long-range interactions and accentuated self-assembly behaviour. Both
dipole-dipole interaction in dipolar systems and Coulombic interaction in ionic sys-
tems are long-ranged. An interaction V () depending on the distance between the
interacting particles r as V (1) oc 7P is considered to be long-range interaction if
it meets the condition: p < ng, where ngq is the dimensionality of the system. In
case of the dipole-dipole interaction, which has the same functional form (up to a
constant) for magnetic and electric dipoles, it stands Vgq oc =3, while in case of
Coulombic interaction Ve, oc 7. In case of a 3D system, i.e., nq = 3, both of the
mentioned interactions meet the criterion of being long-range interactions. Another
mutual feature of both of those systems is accentuated self-assembly under the con-
ditions of spatial confinement. Dipolar hard spheres self-assemble into tubes and
helices on a confining cylinder. It is possible to obtain ordering of ionic liquid into
regular cationic-anionic layers, starting from a random arrangement of ions, in case
that ionic liquid is placed into a gap between two solid surfaces. A common conse-
quence of long-range interactions is ordering of the particles on length scales which

are much longer than the size of the particles itself. One might expect that the na-
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ture of long-range interactions combined with the conditions of spatial confinement
should lead to the emerging of ordered and stable structures. The systems that have
been investigated in this thesis are 3D and they are also infinite: (i) tubular and
helical dipolar structures are 1D infinite and periodic, (#7) ionic liquid is 2D infinite.
Besides the self-assembly under conditions of spatial confinement, mutual for both

systems is rich behaviour in terms of state and phase transitions.

1.2 Confined dipolar systems

Particles with permanent dipole moment are known for outstanding self-assembly
properties [1-3]. Self-assembly of hard dipolar spheres is an active research topic
dedicated to the investigation of the mechanisms by which ordered dipolar struc-
tures form. To be more precise, we are focused on the self-assembly of spatially
confined dipolar systems. Spatial confinement imposes formation of specific struc-
tures, e.g., cylindrical confinement imposes self-assembly of particles into tubular
and helical structures. Interaction of each pair of dipolar particles is the dipole-
dipole interaction, which is described by the same term (up to a constant) in case
of both magnetic and electric dipoles. Therefore, we consider structures composed
of dipolar hard spheres in a general case. Depending on given examples in nature
or technology, we compare considered structures with building elements composed
of particles with permanent magnetic or electric dipole moment. Self-assembly of
dipolar particles and a large number of different ways for their application have al-
ways been attracting interest due to a spontaneous transition from disordered into
ordered state. This topic is attractive because it is relevant from theoretical point of
view since dipole-dipole interaction is a long-range and anisotropic interaction which
leads to the complexity of structures formed via dipole-dipole interaction. Besides
that, examples of dipolar structures in nature and technology are numerous, espe-
cially in biology and some areas of nanotechnology.

Generally speaking from the aspects of geometry and without the need for the
presence of dipole-dipole interaction in given examples, tubular and helical struc-

tures are basic structural elements in many biological systems. Those structures are
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important building blocks of cells. Illustrative examples include bacterial flagella [4]
and microtubules |5, 6]. Additional examples of tubular and helical structures can be
found in various materials with specific building blocks, which can be: coiled carbon
nanotubes [7], DNA molecule [8], nanoparticles [9], amphiphilic molecules [10-12].
In biology there is an example of magnetotactic bacteria whose dynamics is espe-
cially sensitive under external magnetic field, so that microstructures formed by
those bacteria can be manipulated via application of external magnetic field [13].

Another example of the importance of dipole-dipole interaction in biology is the
formation of proteins. All processes in protein formation, i.e., folding of individual
aminoacids into a secondary structure and later-on formation of tertiary and qua-
ternary structures, depend on electric dipole-dipole interactions [14, 15|. Formation
of erythrocytes, which have a vital importance for human health, is realized through
several steps. Each of those steps includes electric dipole-dipole interactions. Any
kind of mutation which harms the dipole-dipole interaction suppresses proper for-
mation of erythrocytes, which as a response disables their capability of transporting
oxygen in the blood system.

In nanotechnology self-assembly of binary mixtures of magnetic nanoparticles
can lead to the synthesis of very strong magnets [16]. Interaction between magnetic
planar layers can enable formation of 3D structures with a great potential of applica-
tions in microfabrication of electronic devices [17]. Ground states of microstructures
in ferofluid monolayers, in which the interaction between magnetic particles is the
dipole-dipole interaction, have been studied in detail [18].

In the following text an overview of the accomplishments in experimental and
numerical studies of helical structures’ formation is given. Self-assembly of cubic
magnetic nanoparticles [19] and colloidal magnetic clusters [20] into helical struc-
tures has been accomplished experimentally, without the need for the pre-existing
templates. Another result following this research line tells that hard spherical par-
ticles confined inside narrow cylinders spontaneously group themselves into helical
structures. This has been achieved both via numerical simulations [21, 22| and
experimentally [23]. Hard spheres with a permanent dipole moment can be uti-

lized as a model for describing more complex helical molecular structures [24] and
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microtubules [25, 26].

The overview of the topic related to the self-assembly of dipolar particles should
mention the pioneering theoretical work of Jacobs and Beans [27] followed by the
work of De Gennes and Pincus [28]. Those works have provided the insight into
the microstructure of self-assembled spatially free spherical dipoles. More recently,
ground states of self-assembled magnetic structures have been thoroughly investi-
gated via numerical simulations [29]. The results of that paper have shown that for
the number of particles N > 14 ground state is obtained via ring stacking into tubes.
In the experimental work [30] mechanical properties of the chains, rings and tubes
composed of ferromagnetic hard spheres of macroscopic dimensions (e.g., diameter
of particles is 6 mm) have been investigated. Besides that, the authors of that
work have provided an illustrative example which shows a spontaneous wrapping
of a straight chain into a tube. A general scientific problem of understanding the
mechanisms via which the building blocks, i.e. dipolar hard spheres, self-assemble
into structures and gain functionality is demanding and has a wide scientific impor-
tance [31-34].

In this thesis one of the two directions of research is dedicated to the modeling of
confined dipolar systems. By confinement we assume cylindrical confinement, i.e.,
dipolar hard spheres are constrained to compose a configuration on top of an imag-
ined cylinder, at a cylinder’s prescribed radius. Following this problem definition,
we systematically investigate long tubes and helices. The tubes are formed via ring
stacking, i.e., by periodical repeating of an unit cell containing a ring along an axis.
The helices are formed by rolling of one or multiple threads on a cylindrical confine-
ment surface. In terms of geometry, rolling is very much like 1D crystal formation,
which is conducted by replicating a patch of dipolar spheres on a cylindrical con-
finement surface along the helix backbone. There is an endless number of different
helical configurations, but we point out that the densely packed structures exist at
well-defined points in parameter space.

In Reference [35], very much in analogy to carbon nanotubes (CNT's), it was
shown that densely packed helices are defined by two numbers: lattice patch dimen-

sions ny,ng. The lattice patch dimension n; is an integer which counts the number
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of spheres in one full turn around the confining cylinder and it is directly related to
the radius of a helix. An increase of n; corresponds to the increase of the radius of
a helix. On the other side, the lattice patch dimension n, is an integer which counts
the number of threads building up the helix and equivalently it counts the number of
spheres along the confining cylinder’s surface between two consecutive helix turns.
Realizing the fact that helix formation is dictated by those two preferential direc-
tions, i.e., turns around the cylinder’s surface (related to n;) and threads along the
cylinder’s surface (related to ny), we have decided to assign to the particles dipole
moments following those two preferential directions. We have defined d; and d,
dipole moment orientations. In both of them the dipole moment of a certain sphere
points to its consecutive sphere, where in the first case consecutive spheres com-
pose turns around the confining cylinder, while in the second case they follow the
threads along the cylinder’s surface. Besides those two dipole moment orientations
assigned according to the geometrical features of helices, we have performed energy
minimization in order to obtain dipole moment orientation which corresponds to
the ground state and that type of dipole moment orientation is called ground state
dipole moment orientation. We show that pairs (ni,ns) represent the two numbers
of threads which can generate geometrically the same densely packed helices, how-
ever those helices are energetically completely different depending on the type of
their dipole moment orientation. We should mention that densely packed tubes are
basically sub-classes of helices (similar to armchair and zig-zag C'NT's) for special

cases of the values of lattice patch dimensions nq, ns.

1.2.1 Outline of the research on cylindrically confined dipolar

systems

The goal of the study of confined dipolar systems, i.e., dipolar tubes and helices,
is to address the intimate link between the microstructure and cohesive energy. In
order to do so, it was necessary to precisely define the geometry, establish dipole
moment orientations and appropriately calculate cohesive energy. The research deal-

ing with confined dipolar systems (except for the parts related to introduction and
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conclusions) is placed in the chapter Confined dipolar systems, which consists of five
sections. In the section Geometry of helices and tubes composed of hard spheres the
geometry is explained in details. Next, the dipolar interaction model is introduced
and a link between the dipole distribution and the microstructure is established in
the section Dipole moments. Speaking in terms of cohesive energy, since the dipolar
hard spheres interact via two interaction potentials: potential of hard spheres and
dipole-dipole interaction potential, an appropriate method for summing the dipole-
dipole interactions should be implemented. Once that task is realized, an efficient
energy minimization method for determining the ground state of dipolar structures
should be introduced. In the section Methods the Lekner-type method for summing
the dipole-dipole interactions which we have implemented for calculating the cohe-
sive energy of considered dipolar structures is presented. Besides that, the method
for obtaining the ground state dipole moment orientation of a given dipolar struc-
ture is presented as well. At that point, after the geometry, dipole moments and
method for treating long-range dipole-dipole interactions are established, it is pos-
sible to switch the focus to configuration-cohesive energy relations. Namely, in the
section Degeneracy in 2D triangular and square lattice and properties of tubes it is
shown that triangular and square lattices of dipolar hard spheres posses degeneracy
in terms of cohesive energy, which breaks-up with curvature in case of AA and AB
tubes. In the following section Cohesive energy-packing relations in dipolar helices
starting from the simplest case corresponding to a single-thread helix, the relation-
ship between the surface packing and the resulting macroscopic properties, such as
cohesive energy or overall polarization, is discussed. Then, the more complex situa-
tion of multi-thread helices with densely packed constitutive particles is addressed.
There, the degree of alignment (especially in the ground state) between dipole mo-
ment orientation and helix axis is analyzed. In the section Confined dipolar systems
of the chapter Conclusions, the conclusions and possible connections of the investi-
gated model system with some real systems, namely with biological microtubules,

are given.
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1.3 Motivation for the research of ionic liquids

Tribology is the name of a multidisciplinary scientific area which is related to the
phenomena of friction, lubrication and wear. In tribology, the knowledge and com-
petences of physics, chemistry and high performance computing are overlapped and
combined [36]. Term nanotribology is related to the specific branch of tribology
which studies the phenomena of friction, lubrication and wear at the nanoscale.
Scientific discipline of computational nanotribology has been well-established in the
last couple of decades [36, 37]. Powerful computational resources enable application
of the methods of computational nanotribology in the cases of increasing complexity.

There are numerous systems which are of interest in the field of computational
nanotribology, however we have focused on ionic liquids. They are a promising
candidate for the applications as a high quality lubricant, especially in automotive
industry. Bearing that in mind, our investigation in the framework of this topic is
directed towards the understanding of physical properties of ionic liquids related to
the friction, lubrication and wear phenomena. After gaining a relevant expertise, we
might realize the potential of using ionic liquids as a lubricant in automotive indus-
try. Let us start the considerations with this, in a certain way surprising fact, that
approximately one-third of the fuel energy in a passenger car is consumed by fric-
tion [38]. Therefore, understanding of the lubrication mechanisms in an automotive
vehicle’s engine is highly important. Numerical simulations at the molecular scale
can provide insights which are necessary for understanding the mechanisms govern-
ing the system’s behaviour, such as structural changes in the lubricant layers during
shearing and normal load application, as well as the interaction between the lubri-
cant and solid surfaces. In recent studies of the nanoscopic friction phenomenon,
based on the Molecular Dynamics (M D) method, ionic liquids are considered as a
lubricant [39]. The width of lubricating films of just a few molecular layers is relevant
for suppressing wear and achieving low friction [40-43]. In 2001, for the first time
it was published that ionic liquids have a great potential as lubricants. Since then,
they attract attention in the field of tribology due to their remarkable characteris-

tics relevant for lubrication and wear prevention, when compared to conventional
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lubricating oils which are generally used. The number of publications dealing with
ionic liquids is constantly increasing, in both forms of journal articles and industrial
patents. Therefore, there is a wide interest for this topic from both fundamental
and industrial aspects [44].

In industrial applications, there are considerations of using ionic liquids as a neat
lubricant and as an additive [45-47]|. Significant improvements in friction and wear
reduction have been achieved experimentally [46]. Namely, in Reference [46] the
authors have achieved coefficient of friction reduction for 60% and wear reduction
for three orders of magnitude. They have added and mixed certain ionic liquids with
synthetic lubricating oils.

Understanding and description of nanoscopic friction in ionic liquids, as well as
their structure under imposed conditions, represents a challenging scientific problem
and so far there have been just a couple of studies in this direction, e.g., Refer-
ences |48, 49]. Detailed studies of ILs at the nanoscale using the methods of com-
putational physics provide a wider perspective as compared to experimental studies
where the investigation is restricted to certain [Ls which posses certain values of
relevant physical parameters. On the other side, in simulations I Ls are considered
in a generic way and it is possible to explore a wide range of parameter values.
Practically, it means that simulations enable the design of favourable characteristics
of I'Ls, and later—on it is possible to experimentally synthesize certain ILs, based
on the simulated ones.

In this thesis one of the two directions of research is dedicated to the modeling
of confined ionic systems, namely ionic liquids (I Ls). In order to better understand
the structure and behaviour of confined ionic liquids, we investigate the same ionic
liquids in the bulk state, as well. We have started from the basis, by implementing
and studying the simplest /L model which includes a positively charged spherical
cation and a negatively charged spherical anion, i.e., SM (salt-like model). This
was followed by the implementation and investigation of a more realistic /L model
which includes a positively charged spherical head connected by an elastic spring
with a neutral spherical tail and a negatively charged spherical anion, i.e., TM

(tailed model). Our interest in modeling ionic liquids comes from its scientific im-
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portance. However, we bear in mind potential applications of ILs as high quality
lubricants, hence we guide our research towards exploring /L lubricating properties.
Simulation setup with two solid plates between which IL is confined, is designed
with the aspirations of probing IL lubricating abilities. To enclose this exposé, in
this section we provide general introduction into ionic liquids, which is followed by
the introduction into SM and T'M model based studies, respectively.

Ionic liquids are two-component systems composed of large asymmetric and ir-
regularly shaped organic cations and anions. The feature of irregularity is important
as it is effectively preventing low-temperature ordering and crystallization. There-
fore, ILs are usually in the melted or glassy state. Physical properties of ILs like
negligible vapour pressure, high-temperature stability, high ionic conductivity and
also a great variety of I Ls and their mixtures highlight them as potentially relevant
to lubrication [44, 50]. In addition, their properties can be modified by an applied
voltage using confining charged surfaces in order to build—up an electric field across
the nanoscale film. The applied potential can affect the structure of IL layers and
lead to externally controllable lubricating properties [49, 51, 52].

A large number of variations in I L composition is possible, estimated at the or-
der of magnitude of 10'® different I Ls [53]. From their variety stems the possibility
of tuning their physicochemical properties which can affect lubrication such as vis-
cosity, polarity, surface reactivity by varying their atomic composition, as well as the
cation-anion combination. Hence, it would be advantageous if we could deduce the
general relations between the molecular structure and the anti-wear and lubrication
properties of ILs.

Previous work employing Lennard-Jones fluids has provided insights into the
complete dynamic diagram of confined liquids, including wall slip, shear banding and
solid friction. In terms of fluid complexity these studies have mainly employed mono-
molecular systems, and only a few authors have considered mixtures of molecules [54,
55]. In addition to inherently being a mixture of cation and anion molecules, ILs
involve long-range Coulombic interactions inducing long-range order on far greater
scales than the IL itself [39, 43, 56]. Detailed investigation of ILs as lubricants

at the nanoscale is therefore essential for exploring the potentials of implementing
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them in lubrication systems.

Our specific goal, related to industrial applications of I L lubricants, is to achieve
a representation of the tribological system which is relevant to automotive power-
train applications. As approximately 45% of the engine friction losses occur in the
piston assembly [38], our initial target is to mimic the conditions observed in the
piston ring—cylinder liner contact, in terms of pressure, temperature and shear rates.
In addition, in order to be able to achieve length— and time— scales that can be of
relevance to the real-life systems, it is necessary to apply appropriate simulation

methodologies, such as the use of coarse grain molecular dynamics [57-60].

1.3.1 Salt model of ionic liquid

The focus of our study employing the SM ionic liquid, which contains salt-like
spherical cations and anions, is on investigating lubricating ability and flow proper-
ties of I Ls. Regarding the ability of ionic liquids to dynamically penetrate between
surfaces, i.e. wetting, sometimes it is considered that a low contact angle of the
lubricant indicates the affinity between the liquid and the surface, since the liquid is
more likely to stay in the area in which it was initially placed. It is also expected that
a lubricant is going to penetrate into small-gap components. However, the effect of
wettability of the ionic liquids is not understood well. The wetting of plate surfaces
such as mica is known to be partial by at least some ILs [61, 62]. Lubrication
necessarily involves intimate molecular features of the liquid—solid plate interface,
related with those mechanisms determining the ionic liquid’s wetting of the plate.
When ILs are used as lubricants and, as such, confined between solid plates, their
ions are ordered into layers and adsorbed onto surfaces [63]. These adsorption layers
can reduce friction and wear, particularly in the case of boundary lubrication [63].
Recent studies of IL lubricants [49, 51, 52, 64| have shown that if the molecules
interact via non-bonded potentials (Lennard-Jones and Coulombic potential), this
can capture all main physical attributes of the I L-lubricated nanotribological sys-
tem. Therefore, molecular—scale simulations can provide important insights which
are necessary for understanding the differences in flow behaviour between bulk and

confined liquid lubricants and the mechanisms behind, such as boundary layers for-

10



1. Introduction

mation in case of shearing and/or applied normal load.

We utilize our coarse grain M D simulation setup consisting of two solid plates
and an ionic liquid lubricant placed between them [64]. The motivation for the
chosen values of relevant model parameters (i.e. velocities, pressures, temperatures,
time duration of simulations) comes from potential applications of I Ls as lubricants
in automotive industry. Under typical operation of internal combustion engines,
the conditions inside the combustion chamber vary significantly. Temperature can
range from 300 K to the values higher than 2000 K, while pressure ranges from
atmospheric to the values higher than 10 MPa [38|. The piston reciprocates with
a sinusoidal velocity variation with speeds varying from zero to over 20 m/s, with
a typical velocity being around 1 m/s. The time required for one revolution of the
engine is of the order of 1072 s, while the total distance travelled by the piston over
this period is of the order of 0.2 m. Such scales are typically modeled using contin-
uum mechanics simulations. However, such simulations cannot provide the physical
insight which is necessary for understanding the molecule-dependent processes that
affect the tribological phenomena. Therefore, we have implemented a coarse grain
M D simulation setup which can, inter alia, provide useful insights into lubrication
mechanisms of piston ring—cylinder liner contact in automotive engines. Our sim-
ulation setup consists of two solid plates and an IL placed between them. It also
includes lateral reservoirs into which the /L can dynamically expand.

The determination and design of new applicable lubricants require understanding
of both general and specific behaviour of liquids when exposed to nanoscale confine-
ment, shearing and normal load. In accordance with those facts, our focus is on
determining general features of I Ls as nanoscale lubricants. Hence, we have chosen
the model of a generic I L which is simple in order to provide a wide perspective of

relevant mechanisms governing the /L lubrication principles.

1.3.2 Tailed model of ionic liquid

Since 2001., when ionic liquids were first considered for lubrication applications [65],
there has been a large number of experimental studies in that direction. It has been

observed that the alkyl chain length of the cations affects the IL viscosity [44],

11



1. Introduction

melting point [44] and pressure-viscosity coefficients [66]. Related specifically to
lubrication, References [53, 67| explored the impact of cationic alkyl chain’s length on
the tribological properties of I Ls. ILs considered in those references have the same
cations but different anions: symmetric hexafluorophosphate [PFg]~ and asymmetric
bis(trifluoromethylsulfonyl) imide [T"f,N]™, respectively. Still, while the authors of
Reference [67] observed that the coefficient of friction (COF') decreases from 0.25 to
0.15 with the increase of alkyl chain length nc = 2 to 12 (n¢ is the number of carbon
atoms), the authors of Reference [53] observed that the COF increases from 0.025
to 0.1. The IL's wetting properties are also sensitive to its molecular geometry. ILs
change wetting behaviour depending on the anion size [61, 62, 68]: from the absence
of wetting to partial or complete wetting. A well-studied IL [BMIM]" [PFs]~
exhibits full wetting at the interface with mica substrates [62, 68]. On contrary,
[BMIM]" [TFSI]” shows partial wetting on mica [61, 62]. In these examples, I Ls
have the same cation and different anions.

An important observation about the structure of confined ILs is their arrange-
ment into positively and negatively charged ionic layers and adsorption onto solid
surfaces [63, 69]. These ionic adsorption layers should reduce friction and prevent
wear, especially in the case of boundary lubrication [63|. The wear is reduced pri-
marily in two ways: via high load-carrying capability and self-healing of adsorbed
1L layers. Still, these two processes seem conflicting with each other since high load-
carrying capability requires strong adsorption of the lubricant to the surface while
self-healing requires high mobility [36]. Understanding the driving forces between
them requires relating the molecular structure and flow properties of confined IL.
In Reference [70] the authors have evaluated tribological properties of different ionic
liquids by pendulum and ball on disk tribo testers. They have considered ILs con-
sisting of imidazolium cations with different alkyl chain length and [T fo N]™ anion as
lubricants. Their main observation is that the increment of alkyl chain length can re-
duce friction and wear of sliding pairs in the elastohydrodynamic lubrication regime
(EHL) as a consequence of increased viscosity. Generally, the conclusion is that
longer alkyl chains lead to better tribological performance. Related to the impact of

alkyl chain length on the structure of I Ls, in Reference [71] the authors have experi-
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mentally obtained the formation of tail-to—tail bilayers of cations if their alkyl chain
length is large, in case of confinement between solid surfaces. Their observations
are in accordance with other experimental investigations of IL lubricants |72-74].
It is worth of mentioning that we have obtained similar configurations via numerical
simulations of I Ls confined between two solid plates, where tail-to—tail formation
in the middle of the interplate gap is visible.

The focus of our T'M model based study is on the systematic investigation of the
flow properties and lubrication mechanisms of ionic liquids modeled with a generic
coarse grain model which considers a variable shape of the cation. We investigate
the impact of cationic tail size on the structural and tribological properties of ILs
via M D simulations. Such an idea is meaningful since previous theoretical studies
have pointed out that confinement modifies the behaviour of [Ls and despite the
good wetting nature, the slip is present at the plates [43]. Coulombic interactions
in ILs induce long-range ordering [39, 43, 56|, which in turn can influence their
lubrication response. Previously, coarse grain M D simulations [40-42, 57-60] were

used to study thin lubricant films subjected to the shearing between solid plates.

1.3.3 Outline of the research on model ionic liquids

The research dealing with ionic systems (except for the parts related to introduction
and conclusions) is presented in chapter lonic liquids, which consists of four sections.
Let us present them briefly in the following text. A method of choice for studying
the structure and lubrication characteristics of ionic liquids at the nanoscale, in the
framework of this doctoral thesis, is Molecular Dynamics (M D) method. Accord-
ingly, in section Methods M D method and LAM M PS code for molecular dynamics
are introduced. This is followed by section Simulation setup and models of ionic
liquid which describes the SM and T'M models of ionic liquid in detail, as well as
the implemented M D simulation setup. The focus of Bulk ionic liquid section is first
on obtaining the relaxed structure and then on calculating the viscosity coefficient
of bulk SM and T'M ionic liquids. In the following Confined ionic liquid section,
static and dynamic behaviour of confined SM and T'M ionic liquids are presented

and discussed. This section also presents the results of confined IL's tribological
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behaviour. In chapter Conclusions, section Ionic liquids, conclusions and prospects
of future directions in the investigation of ILs from both, theoretical and industrial

aspects, are given.
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Chapter 2 Confined dipolar systems

2.1 Geometry of helices and tubes composed of hard spheres

2.1.1 Geometry of helices

2.1.1.1 Geometry of single-thread helices

In the framework of this study, helices are composed of hard spherical particles and
they are confined to a cylinder’s surface, i.e., the helices are formed by rolling threads
of hard spherical particles on the cylindrical surface of radius R, [75]. Geometrical
parameters that define a single helix are: the azimuthal angular shift I' between
the centers of two successive particles and the radius of the helix R = R, + d/2,
where d stands for the hard sphere diameter, see Figure 2.1. The radius R physically
represents the distance of the closest approach between cylinder axis and center of
the spherical particle. The Cartesian coordinates of particle ¢ in a single helix are

calculated as:

r; = Recos(il'),
y; = Rsin(il),

zi = 1Az, (2.1)

where i € Z and assuming that one particle is at (z,y, z) = (R,0,0). The distance
between the centers of each two successive particles along the helix axis is labelled
as Az, see Figure 2.1. When constructing a helix, its radius R and azimuthal
angular distance I' have to be chosen in a way which ensures non-overlapping of

hard spheres. The non-overlapping constraint is expressed for any two particles i, j
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Figure 2.1: Illustration of a single thread helix with relevant geometrical parameters
(R,T,Az) labelled. The black bold line connecting spherical particle centers repre-
sents backbone of the helix. In upper part of the figure, the azimuthal dipole moment
orientation « is defined in a local coordinate system with its origin corresponding

to the particle center. The 2’ axis is parallel to the cylinder axis.

as |7"_1J>| > d. Since the helix thread is connected everywhere, any two successive
particles are touching. Starting from Equation 2.1 we can obtain Az as a function
of other two variables, i.e., as a function of R and I'. Let us write down Equation 2.1
taking the values of the index i = 1,2: 21 = RcosI',y; = Rsinl',z; = Az;z9 =
Rcos (2I') ,yo = Rsin (21'), 29 = 2Az. Distance between the centers of those two

successive spheres is equal to the sphere diameter d, hence it stands:

d= \/(5’?2 — )2+ (o — )"+ (22— 21)% (2.2)
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Taking the relations: 2y — 27 = R(cos2l' —cosl'), yo — y; = R(sin2[' —sinT),

29 — 21 = Az, and replacing them into Equation 2.2 we obtain:
d* = R?(cos 2I' — cosT)” + R? (sin 2" — sin[")* + Az, (2.3)
From Equation 2.3 we obtain:

& = R? (0082 O — 2cos 2 cos T + cos® T + sin? 2T

—2sin20sin [ +sin®T) + Az (2.4)

Bearing in mind the relations of trigonometry: sin? z+cos? z = 1, sin 22 = 2sin z cos ,

2 2, we obtain:

cos 2z = cos? x — sin

d* = 2R* (1 — cosT) + A2%. (2.5)

Rearrangement of the previous equation leads to the relation expressing Az as a

function of R and I':

Az = /d? +2(cosT — 1)R2. (2.6)

Thereby, variables Az, R and I'" are not independent. Clearly, with decreasing Az
(i.e., increasing I') helices become more compact. Because of the connectivity, every
particle in a helix has at least two neighbors, i.e., the coordination number, n., is
always greater or equal than two (n. > 2). We define coordination number of a helix
as the number of neighbors each particle has, with the exception in case of particles
at helix ends, since they have less neighbors. The highest packing density of the
particles for prescribed helix radius R will be achieved when successive helix turns
touch. In this situation of touching turns, the coordination number n. can be either
four or six. Therefore, in general, n. € {2,4,6}, where the case n. = 2 corresponds
to non-touching turns. Based on the coordination number n., we can classify helices
as follows (see Figure 2.2(a)-(c)). Examples of helices with two neighbors n. = 2
and four neighbors n. = 4 at a prescribed cylindrical confinement, e.g., R/d = 1.78,

are sketched in Figure 2.2(a) and (b), respectively. For a number of well-defined
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(@nec=2 (b)ne=4 ()ne==6 (d) AA tube (e) AB tube (f) Z tube

Figure 2.2: Illustration of different classes of helices, based on coordination number
ne = {2,4,6}. (a) Helix with non-touching turns (n. = 2). (b) Helix with touching
turns (n. = 4). (c) Densely packed helix (n. = 6). The other panels illustrate, the
so called, (d) AA, (e) AB, and (f) Z tubes. The tubes can be created by strict
axial stacking of unit rings. For AA and AB tubes unit rings are flat, whereas, for
Z tubes the unit ring has a ’zig-zag’ shape. The radii of AA and AB tubes are the
same R/d = 1.93.

radii, as discussed in details in the coming sections, densely packed helices with six
neighbors (n. = 6) can be formed, see Figure 2.2(c). In the following sections of
this chapter, we will also investigate stacked rings forming the so-called tubes, also

depicted in Figure 2.2(d)-(f).

2.1.1.2 Order parameters for single-thread helices

The surface packing fraction is defined as the ratio of the area S = 7d?/4 covered by

one particle and the area available for one particle Sy.i, in an unrolled configuration:

n= S/Savail- (27)

Since the distance along the z axis between successive particles is Az, by param-
eterization of the helix backbone we obtain for arc length covered by one particle

Li = [(TR)? + (Az)!]"/2. The available area per particle is Saa = (27/T)AzL;.
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Following the definition of the surface packing density we obtain:

d2
= ) 2.8
T SAR (28)
For comparison we are going also to derive packing fraction for the tubes:
e The surface packing fraction of AA tubes is given by:
NaA = Nringd/8RAA7 (29)

for an AA tube with Ny, particles per ring and the confinement radius
Raa/d =1/ [2sin (7/Nyng)], see Figure 2.2(d) for a microstructure with Ra/d =
1.93.

e Similarly, for AB tubes, the packing fraction is:
NAB = Nringd2/8RABAZAB7 (21())

with Rag = Raa. Here, the elevation Azag between two consecutive rings is:

Azpp = (d/2)\/2 + 2cos (7 /N) — cos? (1/N). (2.11)

e For Z tubes, the packing fraction is:
Nz = Niingd/8 Rz, (2.12)

with confinement radius Rz/d = v/3/ [4sin (7 /Nying)]-

To further characterize the helical microstructures, we introduce an additional
geometrical order parameter ¢ which is valid for n, = 4 and 6. This order parameter
connects an individual reference particle 0 located at 7 in the helix with its two
neighbors: its immediate successive particle 1 in the turn ((75; = ™ — 7) and a

neighboring particle 2 from the next turn (roe = ™ — 79), see Figure 2.3(a). The
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Figure 2.3: (a) Illustration of a helix made of hard spheres, helix backbone (solid
line), and the vectors connecting a reference particle 0 located at (x,y, z) = (R,0,0)
with its neighbours: an immediate successive particle 1 in the turn located at (7o)
and a neighbouring particle 2 from the next thread turn at (7o). (b) Overview
of the principal geometrical parameters of n. = 4,6 helices: elevation angle © and
azimuthal angular shifts T'; and T’y (see Equation 2.17). The corresponding elevation
distances of successive particles along helix axes Az 5 (see Equation 2.20) are also

given for two possible rolling of the same helix configuration.

angular coordination order parameter is conveniently defined as:

Il

E=2 (2.13)

In the two limiting cases, the angular coordination order parameter has values:
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Emin = 0, for a locally square lattices on a cylinder (e.g., AA tubes, check Fig-
ure 2.2(d)) and &nax = 1, for a locally triangular lattice (e.g. AB tubes, check
Figure 2.2(e)). In all other cases, the value of the angular coordination order pa-

rameter £ is between those two extreme values, i.e., 0 < & < 1.

2.1.1.3 Geometry of multi-thread helices

The densely packed helices (n. = 6) can be created, in analogy with carbon nan-
otubes, by rolling a ribbon of a triangular lattice on a cylinder surface [35]. We deal
with cylindrical geometry, infinite in one direction. We can generate these helical
structures by periodical reproduction of a curved patch (unit cell) along the helical
line with spanning vectors (@, dy). This curved unit cell has n; particles along the
ay direction and no particles in the dy direction. The values n; and ny can be seen
as the two possible widths of the ribbon generating the same helical structure.
Since we deal with hard spheres and we aim to build very dense structures,
the parameter space (R, Az, ny,ny) is significantly restricted. We are going to find
out that only two of these parameters are independent. There exists a relationship
linking the elevation angle © = arcsin(Az/d) and the confinement radius R, see
Reference [35]. Bearing in mind that for any pair (nq,ns) or equivalently (ng,n),
we have a unique corresponding structure with n. = 6, one arrives at the following

two independent equations:

3
©(ny,ny) = arctan (%) (2.14)
and
. ( d ) 2711 + No
T = mnparcsin || —
! 4R \/n% +7’L% +n1n2
. d 2712 + Ny
+nq arcsin | | — 2.15
? (4R> VN2 +ng 4+ ning (2.15)

We have solved those two equations in Mathematica software package |76] and ob-

tained the sets (0, R/d) shown in Figure 2.4. For each value of R there are two
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2. Confined dipolar systems

different values of ©, symmetric around © = 30", which correspond to lattice con-
stant pairs (ny, ng) and (ng, ny), respectively. The (nq,ny) pairs are actually identi-
cal structures with opposite chirality [77]. The six-fold rotational symmetry of the
lattice restricts © € [0°,60°].

We now look into properties of (n1,n9) pairs in order to characterize the multi-
thread structure of six neighbor helices (n. = 6). First, we identify the link between
ne = 6-tubes and the (ny,ng) pair values. The pairs (0,n5) and (n1,0) leading
to ©® = 60° and 0°, respectively, represent AB tubes, check Figure 2.4. The pairs
with n; = ny corresponding to © = 30° lead to Z tubes that are characterized by
constitutive straight filaments parallel to the Z tube axis, see Figure 2.2(f). The
curve with ny = 1 (with ny > 3) corresponds to a single helix, n; = 2 (with ny > 3)
corresponds to a double helix, ny = 3 (for any ny > 4) corresponds to a triple helix,
and more generally an ni-helical structure is obtained when ny > n;+1. We employ
Cartesian coordinates to express positions of particles in an n—helix similarly to the

single helix case, using two indices, i € Z and j = {1,n}:

Titjn = Rsin (zFl + ng) s
Yitjn = Rcos (ZFl + jr2> s
Zitjn = iAZl + jAZQ (216)

In Equation 2.16, I'; represents the azimuthal angular shift between each two con-
secutive particles along a given thread and I's is the angular shift between threads,
i.e., densely packed directions in a superstructure, see Figure 2.3(b). The azimuthal

angle I'y is merely provided by :

d 2
I'y = arccos |1 — cos ©
1 [ (\/ER )

. (2.17)

The angular shift I'y between threads is more delicate to derive. Knowing that
starting from the reference particle it is possible to reach the same particle position

following two paths along threads (in @;- or dy-direction), one can arrive at a relation
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Figure 2.4: State diagram in the (©, R/d)-plane showing possible unit cells charac-

AB tubes

terized by (n1, ny) pairs. Solid lines represent unit cells with n, fixed, and the dashed
ones represent unit cells with ny fixed. The three horizontal lines (dot-dashed) cor-

respond to tubes.

linking I'y and T's:
2T = (TLl + ’I’LQ)Fl - 7’LQF2. (218)

The dependence of angle parameters I'; and I's on the reduced helix radius R/d is
displayed in Figure 2.5, for © < 30" in the single helix (ny = 1,7y > 4), the double
helix (ny = 2,m; > ng) and the quadruple helix (ny = 4,11 > ny). In our notation,
multi-thread helices are named after the smallest unit patch particle dimension, i.e.,
the smallest number of generating threads. As the helix radius R/d increases, the
value of I'y monotonically decreases, since additional particles are added to a turn.
The angular parameter I's monotonically decreases only for ny = 1. The scenario
becomes qualitatively different at n, > 2 where non-monotonic behavior is found,

see Figure 2.5. This feature can be rationalized as follows. The smallest compatible
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corresponding spanning vectors dy, ds, respectively, on reduced helix radius R/d, for
single thread (ny = 1), double thread (ny = 2), and four-thread (ny = 4) helices.

radii R with ny > 2 and © < 30, are obtained when n; = ny (check Figure 2.4)
corresponding to Z tubes where I'y; = 0. Besides that, I'; tends to zero for vanishing
cylinder curvature (R/d — oc). These are the reasons why the profile of I'y(R/d)
is non-monotonic when ny > 2. The surface packing fraction of densely packed
multiple helices is simply obtained by multiplying the surface packing fraction of a
single helix with the number of threads ny (9mui = non, see Equation 2.8):

d2

multi = s 2.19
Mhmult n28A2’1R ( )

where the elevation distance Az; (shown in Figure 2.3(b)) is given by:

Az = \/d2 — 4R?sin? (%) (2.20)

The calculated surface packing fraction of single (ny = 1), double (ny, = 2), and

quadruple (ny = 4) helices is shown in Figure 2.6. At a given confinement curvature

(fixed R/d), adding threads results in higher surface packing fraction, see Figure 2.6.
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Figure 2.6: Surface fraction 7, see Equation 2.19 as a function of reduced helix radius
R/d for single thread (ny = 1), double thread (ny = 2), and four-thread (n, = 4)
helices.

2.1.2 Tubes as sub-sets of helices

We refer to tubes made by stacking of rings. In AA tubes all constitutive rings
are exactly aligned, see Figure 2.2(d), and in AB tubes every ring is shifted for
half of the particle’s diameter, in respect to its preceding ring, see Figure 2.2(e).
Alternatively, AA or AB tubes could be generated by rolling of square or triangular
lattices on cylindrical confinement, respectively.

Particle i—positions in AA tubes are calculated as:

r; = Rcos(2mi/N),
y; = Rsin(2mi/N),

5 = |i/N|d, (2.21)

where |z] is the greatest integer function and gives the largest integer less than or
equal to x, while N is the number of particles in a constitutive ring. To simplify
discussion, we refer to N also as curvature since there is a correspondence with the

tube’s geometrical curvature R/d = 1/2sin(7/N), e.g., we obtain R/d = v/2/(v/3 —
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1) ~ 1.3 for N = 8 ring.

One of the ways to obtain AB tubes is stacking of a pair of two successive rings.
Total number of particles in the tube Nie 18 a multiple of the number of particles
in the ring NV and the number of rings Nyings, 1-€., Nitube = Nrings - V.

In both rings particle positions are calculated based on their index ¢ = 1, Nyype:

r; = Rcos(2mi/N +6;),
y; = Rsin(2mi/N +6,),

zi = |i/N|Az, (2.22)

where 6; is angular displacement of rings:

0, = mod (|i/N],2)/N (2.23)

and the displacement between successive rings along AB tube’s axis is:

Az = \/d?> — 2R?[1 — cos (7 /N)). (2.24)

We have already explained when discussing the Figure 2.4 that densely packed tubes,
i,e. AB and Z tubes, can be seen as sub-classes of helices. Bearing this in mind,
in addition to stacking of the rings, we point out that the tubes can be created by
rolling a ribbon with square or triangular lattice on a cylindrical surface. In fact,
every ordered tubular structure can be generated by reproduction of a curved unit
cell along helical lines defined through curved spanning vectors in analogy to crystals
in two dimensions. This curved unit cell has n; and ny particles along two spanning

directions aj and a3, respectively.

2.2 Dipole moments

2.2.1 Dipolar interaction model

We have explained the geometry of helices and tubes composed of hard spheres in

section 2.1 of this chapter. In this section we want to address the situation where the
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constitutive particles are dipolar. Each particle carries an identical dipole moment
in magnitude, m = |ny;|, where m; = (m¥,m?, m?) defines the dipole moment of
a particle 7, see also Figure 2.1 in section 2.1. The potential energy of interaction

U (73;) between two point-like dipoles whose centers are located at 7; and 7; can be

written as:
1 T 7)) (1T - T
U(y) = O |1y iy — 3T Tl T) | (2.25)

for r7;; > d or oo otherwise, where C' represents a constant that depends on the
intervening medium, and r;; = |7j;| = |; — 73|. It is convenient to introduce the
energy scale defined by Uy = C'm?/d® that physically represents the repulsive po-
tential value for two parallel dipoles at contact standing side by side, as clearly
suggested by the notation. Therefore, the total potential energy of interaction in a

given structure Uy is given by:

Utot = Z U(Tij). (2.26)
0]

i>j

One can then define the reduced potential energy of interaction u (per particle) of N
magnetic spheres. It reads u = Uiyt /(U4 V), which will be referred to as the cohesive
energy. Since we are dealing with infinitely long structures (in one direction), we
shall consider only periodic structures in that direction, so this imposed condition
greatly facilitates the calculation of the cohesive energy. Our method of choice is the
Lekner-type summation method for systems with periodicity in one direction which
we have presented in section 2.3. The central feature in Lekner-type methods is the
choice of the periodic cell. For structures with coordination number n. = 2,4 we
can always find helical parameters with a finite number of particles in the unit cell.
The periodicity is achieved by imposing a condition on the angular shift parameter

I' that a helix has to make an integer number of turns within the unit cell.

2.2.2 Relevant dipole moment orientations

Taking into account the symmetry of helices it is intuitive to assume dipole moments

following helix threads. In order to have dipole moments tangential to the helical
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Figure 2.7: The representative structures including dipole moment distributions are
displayed. For AB tube with patch parameters (ny,ny) = (8,0) dipole distributions
which correspond to spanning unit cell vectors (a) @; (oblique to cylinder’s axis),
(b) dy (closer to cylinder’s axes), as well as, (c¢) ground state dipole distribution. For
single thread helix (n1,ns) = (9, 1) dipole distributions which correspond to (d) d;
and (e) dy (closer to helix axes) spanning vectors, as well as, (f) ground state dipole
distribution. For double thread helix (ni,n2) = (8,2) dipole distributions which
correspond to (g) @y, (h) dy (closer to helix axes) spanning vectors, and (i) ground
state dipole distribution. In case of Z tube (j) d; and (k) @y dipole distributions are
shown. Ground state of Z tube follows @ dipole distribution (parallel to cylinder’s

axis).

backbone, we introduce two components of dipole moments. The parallel component

with respect to the helix axis (we have chosen to orient a helix along the z direction)
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is given by:

m* =mAz/d, (2.27)

and the orthogonal one is given by:

17| = my/1 — (Az/d)”. (2.28)

Hence, the dipole moment of a particle ¢ in the single thread helix reads:

m; = —m¥sin (il),
m! = m¥cos(il'),
m; = m,. (2.29)

In the multi-thread case, the Cartesian dipole moment components are given by:

mi; = —m™sin (il + jTy),
mi; = m™cos(il'y + jl9),
mi = mAz/d, (2.30)

where i € Z is the internal particle label within a thread and j = {1,ny} stands
for the thread’s label. In dense helices (n. = 4,6) dipole moments can follow two
directions d; and d,.

In general, the dipole moments do not have to follow helix threads. In order to
find the dipole moment orientation that ensures minimal cohesive energy, we perform
minimization of the cohesive energy using a constrained minimization algorithm
which we have presented in section 2.3.

We have considered three relevant dipole moment orientations: d; and dy orien-
tations which are defined by the helix threads and the ground state dipole moment
orientation, which is determined via cohesive energy minimization procedure. In

Figure 2.7, representative dipole moment distributions are shown.
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2.3 Methods

In this chapter we present the methods applied in the study of confined dipolar sys-
tems. We have carefully and in details derived the Lekner-type summation method
for summing the dipole—dipole interactions in 1D periodic dipolar systems, check
appendix A. In subsection 2.3.1 we present the overview of available methods for
summing the dipole-dipole interactions of infinite periodic structures, followed by
our selection of the proper method and the final expressions of the Lekner-type
method that we have implemented. Next, we describe the energy minimization
method which we have used for determining the ground state dipole orientation of

our dipolar structures.

2.3.1 Methods for summing the dipole-dipole interactions of

infinite periodic structures

2.3.1.1 Overview of available methods

Energy of a dipolar structure with finite number of particles can be calculated via
direct summation of potential energies of the dipole-dipole interaction (DDI) of
every pair of particles. On the other hand, we might be interested in calculating the
energy of infinite periodic dipolar structures. As DDI is a long-range interaction,
a proper approach is needed. We present a brief overview of available numerical
techniques for summing the long-range interactions of spatially periodic structures.

In case of 3D periodic structures a standard method of choice for summing the
long-range interactions is the Ewald method [78]. Besides the periodicity in all three
spatial dimensions, there are three-dimensional systems having the periodicity in one
or two dimensions, let us note them as 1D and 2D periodic systems. Hence, those
are 3D systems possessing the periodicity along one- or two- dimensions. Ewald
type methods for these kinds of periodic systems have been established [79-84].
For example, a 2D Ewald method for the electrostatic [79-81] and dipole-dipole
interactions |79, 80| has been developed. Such a method computes properly the

long range D DI, however its disadvantage is the bad scaling of computational time
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with the number of dipoles N (i.e., it scales o N?). A computationally more efficient
method for summing DDI in a 2D periodic system has been presented in [82]. It
represents a modification of the previously mentioned computationally inefficient
2D Ewald method since its computational time scales o« N. A mutual feature of
Ewald type methods [79-81] is the need for an arbitrary convergence parameter
necessary for the control of the accuracy of summations. Convergence parameter
is a numerical factor related to computation and without physical interpretations.
The modified 2D Ewald method [82, 83| requires one additional parameter, while
the modified 1D Ewald method requires even two additional parameters [84].

Summation techniques which avoid the usage of convergence parameters are ad-
vantageous, leading to both the reduction of complexity and computational time.
For example, such a method for summing long-range Coulombic interactions in pe-
riodic systems has been originally introduced by Lekner [85]. Since it opened a new
direction in the field of long-range interaction summations, this type of approach has
been known under the term Lekner summation. Modifications and improvements
based on Lekner’s work [85] led to the development of Lekner—type methods [86-88|.
In Lekner—type methods [85-88] the forces are calculated first and the interaction
energy is obtained by integrating the force expressions. On the other side, an ap-
proach has been introduced in which the expression for the interaction energy is
directly derived [89, 90]. In the next two References [89, 90] Coulombic interaction
is considered, while in Reference [91] the approach is applied to the DDI.

To conclude our overview, there are several Ewald type [78-84] and Lekner—
type [85-88] methods for summing both Coulombic and dipole-dipole interactions

in all possible cases of periodicity of the system (i.e., 1D, 2D or 3D periodic systems).

2.3.1.2 Selection of the proper method

We are interested in calculating the energy of infinite 1D periodic dipolar tubes
and helices. We have arbitrary chosen to orient them along the z axis, so they are
periodic along this direction. According to that we have chosen the Lekner—type
method for summing the DDI of 1D periodic systems, presented in [91].

Let us explain the key features of this method. An infinite dipolar structure is
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represented by its elementary cell which is periodically replicated along the z axis.
Interaction energy of a structure (i.e., structure’s cohesive energy) is determined as
a sum of self energy Fgyr and cross energy Fe.oss, which are calculated based on the
elementary cell of that structure. Elementary cell is infinitely replicated along the
z axis in both directions, hence we might speak about the particles in the cell and
about their images in the replicas of the cell. Knowing this, we define the self energy
as a sum of the interactions of a given particle from the elementary cell with all its
images. On the other side, the cross energy includes interactions of a given particle
with all other particles belonging to the elementary cell and with all their images.
In Reference [91] the authors consider the DDI which decays with the distance
between the dipoles o< 73, hence the expressions for the self and cross energy are
derived for this type of long-range interaction. Our opinion was that it might be
useful to round-up the derivation and come up with the expressions for the self
and cross energy in function of parameter s which is defined by setting that the
DDI decays with the distance oc r72*. Once we accomplish this and derive closed-
form expressions in function of s, we can simply set s = 3/2 and obtain the final

expressions for the self and cross energy in case of DDI.

2.3.1.3 Application of the derived Lekner-type method in case of infinite

1D periodic dipolar structures

We have derived the expressions which define the self energy FE. ¢ and cross energy
Eross in & Lekner type method for summing the DDI in case of 1D periodic struc-
tures. Since our investigation considers 1D periodic infinite dipolar helices, this
method is appropriate for calculating their cohesive energy. We can state that the
cohesive energy of a dipolar structure corresponds to the potential energy of DDI
between the hard dipolar spheres which the structure is composed of. In every struc-
ture we should determine its periodic cell and within this cell we should calculate
the self and cross energy. Expression for the self energy A.10 is the same in case of
any periodic cell. On the other hand, we should carefully choose the expression for
the cross energy depending whether the condition p7j # 0 does or does not apply,

the indices ¢ and j can take any value from the range 1, N, where N is the total

32



2. Confined dipolar systems

number of particles in the periodic cell. As in case of infinite dipolar tubes and
helices the elementary cell of every structure fulfills the condition p? # 0, we take
the expression A.120 for the cross energy. Hence, the total energy of an infinite
dipolar tube or helix, where NN is the total number of particles in its periodic cell,

is computed using the next expression:

N N o SN (T P
1 8 [2(1i? - pij) (5° - pig) (Wi’ - p15?)
Etot = Ecross + Eself = 5 Z Z {_L_E [ B

i=1 j=1j#i

+o00
X Z kcos (knj;) K1 (knf))

k=1
16m [(7 - pi) 15+ (15 - pig) i
L3 Pij
“+oo
X Z k? sin (kni;) K (k‘nfj)
k=1
1672 {ﬁ-p ) (-7 W,]
[ P o
“+oo
X Z k? cos (knj;) Ko (kn))
k=1
2 [2@#-@) (-7 W?)H
L. Pij Pis
1 N —p 2 z\2
o SR - 206] ) (2:31)
% 4=1

Cohesive energy of a dipolar structure is defined per particle, hence we just have to

divide Ei.¢ by the number of particles in the periodic cell:

Ecohesive = Etot/N- (232)

2.3.2 Energy minimization method for obtaining ground state

dipole orientation of dipolar structures

In dipolar structures’ analysis an obvious question which arises is related to the
determination of the dipole moment orientation of a structure. By this term dipole

moment orientation we consider a logical and meaningful rule of orienting the dipole
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moment of each particle. We have deduced that dipole orientations which follow
the thread structure (i.e., @ and dy dipole orientation) are relevant, since there
is a tight relation between the geometry of a dipolar structure and a favourable
dipole orientation. Dipolar structures which we consider are spatially 3D structures,
however with a 1D periodicity along the z direction. Hence, there are two threads
a structure is made of: a circular thread (leading to d@; dipole orientation) and a
slanted thread (leading to ds dipole orientation). We have asked ourselves how would
an optimal dipole orientation look like, i.e., a dipole orientation which minimizes the
cohesive energy of a structure. Besides that, we should in general determine dipole
orientations which allow a negative cohesive energy: FEeopesive < 0, i.€., realistically
possible configuration of dipolar spheres. To do so, we perform minimization of
cohesive energy using a constrained minimization algorithm [29, 92|, namely the
fmincon minimization procedure from Matlab software package [93]. The name
of the fmincon procedure has been constructed according to its purpose which is
function minimization under constraints. Minimization procedure fmincon [93] finds
a minimum of a constrained nonlinear multivariable function. Its mathematical

definition is given as:
minf (z) over z under the constraints:

c(2) <0,ceq () =0,A 2 < b, Aeq - T = beq, Ib <z < ub,

where b and b, are vectors, A and A, are matrices, ¢ (z) and ceq () are functions
which return vectors, f(x) is a function being minimized which returns a scalar
value. The argument x over which minimization is performed can be a vector or a
matrix, [b and ub are the lower and upper boundaries for the argument x, respec-
tively, hence they are the same data type as z, i.e., a vector or a matrix. A dipolar
structure has a given fixed geometry which is not subjected to minimization, hence
the particles stay in place during the minimization. Their dipole moments ﬁz are
subjected to minimization. A randomly oriented dipole moment is assigned to every
particle of a dipolar structure, defined in the spherical coordinate system using two

angles: 6 and ¢. Those angles are standard coordinates of a spherical coordinate

34



2. Confined dipolar systems

system. Each particle 7 is assigned with a randomly oriented dipole moment, where
0; € [0, 7] and ¢; € [0,27]. Mathematically speaking, we can write down the previ-
ous considerations (bearing in mind that rand (1) returns a random real number in

the range [0,1]) as:

0; = m-rand(1),

w; = 2m-rand(1). (2.33)
The dipole moment of i-th particle, i.e., @ = (uf, p?, pu?) in spherical coordinate

system is:

pi = sin(6;) cos (i),
pi = sin(0;)sin (o) ,
pi = cos(0;), (2.34)

where i = 1, N, with N being the total number of particles in a dipolar structure.
The function which we minimize is the cohesive energy of a given dipolar struc-
ture, i.e., f = Feopesive and the argument x = 6y, 0,, ..., 0n; ©1, Y2, ..., pn. The lower
and upper boundaries are: [b =0,0,...,0;0,0,....,0 and ub = m,m, ..., m; 2w, 27, ..., 2m,
respectively. We have determined two important features emerging from energy min-
imization computations employing the fmincon procedure [93]:
(7) dipole moments are tangential to the confining cylinder’s surface, and
(77) component of a dipole moment in the z-axis direction m, of a given dipolar
structure is identical for all particles.
We have found that under some circumstances the dipole moment orientations alter-
nate, i.e., we have obtained the antiferromagnetic-like coupling between the neigh-
bouring threads. This actually occurs with any AA tube. Similar behaviour is
reported for some moderately dense n. = 4-helical structures. Therefore, we need
just one angular parameter to characterize the dipole moment orientation. We

choose the dipole moment angular parameter, a € [—, 7], relative to the z axis, see
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Figure 2.1. Doing so we arrive at:

mi; = —msin(a)sin (il'} +jTy),
mf’j = msin («) cos (il'1 + jTy),
mi; = mcos (a), (2.35)

where the indices 7 and j have the same meaning as in Equation 2.30. Consequently,
the angular parameter « is most of the time a unique variable, at prescribed helical
structures, entering into the energy minimization procedure. Obtaining an optimal
dipole orientation which leads to the minimal cohesive energy of a certain dipolar
structure, in other words obtaining ground state dipole orientation, comes down to
determining the right value of the angular parameter «. In general, except for some
cases where we have obtained the antiferromagnetic-like dipole orientation, dipole
moments of all particles are parallel, building the same angle a with the z axis
direction.

To sum up, we have started with the most general case of each particle having
an independent and randomly oriented dipole moment. Application of the fmincon
minimization procedure 93] significantly narrowed down the diversity of possible
dipole orientations, leading to just one scalar parameter a determining the ground
state dipole orientation. This is a significant finding, meaning that for obtaining the
ground state dipole orientation of a dipolar structure we do not need computationally
demanding fmincon procedure [93] anymore. Just a simple direct search over the
range of o, using a reasonable precision (i.e., & € [—, 7] with a step of 1073), solves

our optimization problem.

2.4 Degeneracy in 2D triangular and square lattice and prop-

erties of tubes

2.4.1 Ground state of 2D triangular and square lattice

First, we investigate the dependence of ground state energy on dipole moment ori-

entation. All dipoles in triangular lattice are parallel and allowed to rotate only
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around a fixed axis orthogonal to the plane, see Figure 2.8(a). There is a continuous
ground state for any in-plane angle 6 with cohesive energy value uxg ~ —2.7586,
which is the cohesive energy of an infinite triangular two dimensional lattice. This
value is defined as |94, 95]:

“+o0o0 400

usp = —2¢(3) + 167> Z Z cos (klm) Ko (k)l\/§ﬂ'> . (2.36)
k=1 1=1

For an infinite square two dimensional lattice, similarly, there is a continuous de-
generacy of its ground state, described in Figure 2.8(b)-(c). A continuous state,
in this case, involves a unit cell of four particles. The moments in a unit cell are
synchronously coupled and in our notation take directions 6, # — 6, w4+ 6, and —0,
in anti-clockwise direction in Figure 2.8(b). The ground states found are obviously
antiferromagnetic, with the total dipole moment within the cell conserved and equal
to zero. The most striking is the so-called vortex state for 6 = /4 with a fully en-
closed circulation of the magnetic dipole moment within the unit cell. The ground
state cohesive energy value is uppy ~ —2.5494, which is the cohesive energy of an

infinite square two dimensional lattice. This value is defined as [94, 95]:
+oo +o00o
uaa = —20(3) + 167> Y > kK {Ko [4k(l + V)] — Ko [2k(20+ D)7} . (2.37)

k=1 1=0

We will use the calculated ground state energy value as an absolute point for compar-

ison of energies of different states in tubes with square or triangular lattice structure.
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Figure 2.8: Visualization of degenerate states in infinite (a) triangular and (b) square
lattice, i.e., AB and AA packings, respectively. The dipoles are depicted as arrows
located in the center of the spheres. In case of triangular lattice the unit cell consists
of a single particle (as noted in panel (a) of this figure) and in case of square lattice it
consists of four particles (as noted in panel (b) of this figure). (c¢) Energy landscape
for square lattice is shown with respect to two 6; and 6y out of four magnetic
moments in the unit cell. Other two moments were oriented so the energy of the
system is minimal. One can observe a flat valley of degenerate ground state, 0, =
—01, with energy uaa >~ —2.5494. The saddle point which represents square plane
with uniform dipole moment orientation with energy u3l{ = —2.26 is also marked.
The curves are drawn through the discrete points and they are smooth. The results

are in principle scale independent.
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2.4.2 Degeneracy break-up with curvature in case of AA and

AB tubes

Wrapping of the plane around the confinement cylinder will make the system quasi
one-dimensional and break the degeneracy [96]. We will discuss repercussions of the
degeneracy breakup on cohesive energy for different dipole moment orientations.
We analyze the degeneracy breakup in infinite tubes: according to tube’s cylindri-
cal geometry, we represent the dipole moment of the i—th particle in cylindrical
coordinates like:

Tﬁi = mi¢e;5 + mize_;, (238)

with constraints m* = mZ, + m?, (i = 1,...,N). The parallel component with
respect to tube’s axis is given by m, and the orthogonal component is m (i.e., my
is tangential to cylinder’s circumstance). In Figure 2.9, we follow the dependence of
energy on angular parameter 0, m;, = msin (6). We find that axial dipole moment
orientation (i.e., @ = m/2) represents the ground state for both AA and AB tubes
while circular orientation (i.e., § = 0) is the most unfavorable, as seen in Figure 2.9.

Between circular and axial dipole moment orientation (i.e., for the range 0 <
0 < w/2), we observe a continuous decrease of cohesive energy with increasing axial
alignment of dipole moment orientation. These transition states we call vortex in
case of square AA tubes and helical in case of triangular AB tubes, e.g., § = 7/4 in
Figures 2.9(a) and (b), respectively. The cohesive energy of different configurations
in Figure 2.9 converges to a continuously degenerate state with increasing curvature

N following the next power law (see inset in Figure 2.9):

u —u® ~ N2 (2.39)
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/8 /4
0

Figure 2.9: Cohesive energy spectrum of configurations for dipole orientations in
Figure 2.8 on a curved surface of the infinitely long tube for (a) square AA and (b)
triangular AB tubes. Breaking of degeneracy with respect to angle 6 due to the
curvature, i.e., proportional to the number of particles in the constitutive ring NV,
is shown. The axial dipole moment orientation corresponds to § = m/2. The inset
shows convergence of cohesive energies for # = 0 and 6 = 7/4 to the infinite two
dimensional planar value w (for square lattice uap = —2.5494 and for triangular
lattice upp = —2.7586).

2.5 Cohesive energy-packing relations in dipolar helices

We have described geometry of helices and tubes composed of hard spheres in sec-
tion 2.1. In the following section 2.5 we have introduced dipolar interaction model
and three relevant dipole moment orientations. Setting up the geometry and dipole
moments represents a preparation for the key considerations which are dedicated to

the investigation of cohesive energy-configuration relations of dipolar helices (and
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dipolar tubes, as their sub-classes). A dipolar configuration is determined by the
next two components: (i) structure by means of geometry (how are the hard spheres
positioned spatially) and (zi) dipole moment orientation (how are the dipole mo-
ments of those hard spheres oriented). Two dipolar configurations can be identical
in structure, but can have different dipole moment orientation, and vice versa they
can have a different structure and the same dipole moment orientation. In this chap-
ter we present our findings about the relations of both configurational components

with cohesive energy in case of dipolar configurations under investigation.

2.5.1 Compression of a single-thread helix

A simple way to deform a helix is to compress (or extend) it along its axis, i.e., the
z-direction, while ensuring the dipole moments follow the thread. Compression of a
helix results in a continuous increase of its surface packing fraction n. Figure 2.10
shows the dependence of cohesive energy ug on the surface packing fraction 7 for a
single helix with reduced radius (R/d ~ 1.7, chosen in the vicinity of n. = 6 point).
Recalling geometrical considerations in section 2.1 the increase of the azimuthal
angular shift I at prescribed curvature results in a continuous decrease of Az and
in a compression of a helix. The compression process begins with a fully extended
helix (i.e., n — d/8R ~ 0.073) where the chain stands up with Az/d = 1, and the
cohesive energy of an infinite chain is u ~ —2.404 [29]. The compression ends when
two successive turns of the helix touch, i.e., the coordination number of particles in
the helix changes from n. = 2 to n. = 4. We also address the minimal energy of the
helix with respect to the dipole moment orientation (i.e., not necessarily prescribed
by tangentially following the helix). From Figure 2.10, we observe that ug = ug (1)
is non-monotonic. We can identify two regimes: (i) At small packing fraction up
to n < 0.4 (with no touching turns), the compression of the helix requires energy
input and therefore cohesive energy increases. The reason for this is that two dis-
tant consecutive turns of the helix experience weaker attraction upon increasing 7.
(77) In the regime of high n > 0.4 where successive turns are allowed to be close or
even touching, the cohesive energy starts to decrease as 7 increases, i.e., the helix

would compress on its own without the input of energy. This is a consequence of
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Figure 2.10: Compression of single thread helix on a cylindrical confinement with
fixed radius (R/d ~ 1.7). Dependence of cohesion energy (upper left panel) and axial
component of the dipole moment (lower left panel) on packing fraction is shown for
two characteristic dipole moment orientations: one that follows the thread structure,
i.e., spanning vector a;, and ground state dipole moment orientation obtained by
full energy minimization (check subsection 2.3.2 of section 2.3) . The illustrations of
characteristic structures and corresponding dipole moment orientations are provided

as well, in the panels on the right side.

enhanced attraction caused by the discreteness of the constitutive dipolar spheres,
see Reference [97]. The overall polarization order parameter (m.) is also analyzed
in Figure 2.10. During most of the course of the helix compression, see Figure 2.10,
a dipole moment orientation following the helix corresponds to the ground state
structure up to n ~ 0.8, check points C and D in Figure 2.10 (the details of ground
state calculations are presented in section 2.3). Only for very high packing frac-
tions, i.e., 7 > 0.8, the helix direction is accompanied by a significant reduction in

cohesive energy (see points E and F in Figure 2.10). The highest difference in (m,)
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occurs for n ~ 0.887, where n, = 4 helix with touching turns is formed, and the
energy difference is uf — uk ~ 0.06. Corresponding values of axial dipole moment

component m, for points E and F are m® ~ 0.12, mY ~ 0.88, respectively.

2.5.2 From square to triangular arrangement of a single-thread

helix

The crucial question which we ask about dipolar helices and tubes is: how does their
cohesive energy depend on structural changes and especially on curvature (quanti-
fied by the helix radius R). With increasing curvature the structure changes from
the triangular to square arrangement and vice versa through a continuous series
of rhombic configurations. We study first in detail systems with dipole moments
following the spanning vector that are most oblique to helix axes, see Figure 2.7(d).
For the sake of comparison with tubes (AA/AB tubes), we also chose dipole mo-
ments that are building vortices along the rings, check Fig 2.7(a). Motivation for
that choice stems from a previous study [29], where it has been shown that finite
AB tubular systems are energetically favorable, see Figure 2.7(a) (dipole moment
orientation is perpendicular to the tube’s axis).

The surface packing fraction 1 (Equation 2.8), the angular coordination order pa-
rameter £ (Equation 2.13), and the cohesive energy per particle ug (Equation 2.26),
are plotted versus the reduced helix radius R/d in Figure 2.11. Actually, the en-
ergy and structural properties change in an oscillatory quasi-periodic manner and
they are enveloped from both sides with the properties of AA and AB tubes, see
Figure 2.11. In Figure 2.12 behavior of these observables is depicted within one
period (R/d € [2.09,2.26], which has been chosen arbitrary). In one period, the
number of particles (n) in a constitutive ring of (AA/AB) tubes is increased for
one, i.e., from n-ring to n+ 1-ring. Within this period, the order parameter changes
from £ = 0, i.e., square arrangement, to & = 1, i.e., triangular arrangement, via a
continuous rhombic transformation, see Figure 2.12(a). The radii of densely packed
helices are roughly in the middle between two corresponding (AB/AA) tube radii,

see Figure 2.12(a). This is a result of the radial constraint and excluded volume.
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Figure 2.11: Dependence of (a) angular coordination order parameter £, (b) packing

density 1 and (c) cohesive energy ug on helix radius R/d, for @; dipole orientation.

AA and AB tube points are clearly indicated, they bracket the parameter values of

helices, like a kind of envelopes (solid and dashed lines connecting the tube points

are power law fits).
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Figure 2.12: Dependence of (a) angular coordination order parameter £, (b) packing
density 1 and (c) cohesive energy ug on helix radius R/d, for a segment in vicinity
of R131y/d = 2.17 of Figure 2.11. AA and AB tubes are represented with discrete
points since they can be formed only with a fixed number of particles in a ring, the

fitted (power law) curves serve only as a guide to the eye.

Though in a single thread helical structure we cannot close rings in the plane per-
pendicular to the cylinder axis, one can nevertheless realize a full 360" helix turn

with roughly n 4+ 1/2 particles. We observe discontinuity and strong asymmetry of
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the angular coordination order parameter § at the mid-period (Ri31)/d =~ 2.17),
see Figure 2.12(a). This is due to a change of the number of lateral threads ns, see
Figure 2.7(e), at the mid period going from ns = 9 to ny = 10, see Figure 2.12(a).
With decreasing curvature, the surface packing fraction increases globally, see Fig-
ure 2.11(b). We observe oscillatory behavior as the system continuously evolves
from the square to triangular arrangement and vice versa. The AA and AB tubes
still roughly bound the values taken by the surface packing fraction. At the helix
radius R/d > 3.4, see Figure 2.11(b), we are already within 3% of the asymptotic ex-
pected values in the planar case. In contrast to the angular coordination parameter
&, the surface packing fraction 7 is continuous everywhere, compare Figures 2.12(a)
and (b). Moreover, at the mid-period the n value is slightly (and systematically,
see Figure 2.11(b)) above the interpolated value stemming from AB tubes (see Fig-
ure 2.12(b)). In Figure 2.11(b) and (c), it can be clearly seen that the profiles of
energy oscillations ur and the surface packing fraction n are anti-correlated. The
mid-period values ug coincide with interpolated values stemming from AB tube

radii (confirmed by Figures 2.11(c) and 2.12(c)).

2.5.2.1 Looking for the ground state

At this point, we would like to discuss mechanisms which govern the minimal energy
dipole moment orientation near the mid-period transition point (more details about
implementation are provided in section 2.3). There are three privileged directions
in a helix: two which follow helix spanning vectors (determined by @y, ds) and the
third one which is the direction of the helix axis. These privileged directions come
into play in two competing mechanisms: (i) The first mechanism is typically dic-
tated by first neighbor interactions which favor dipole moments following the thread
directions. (ii) The distant-neighbor interactions favor the distribution of dipole mo-
ments parallel to the helix axis. We can justify these two mechanisms as follows. It
is well known for a small finite system that rings are formed with dipole moments
building vortices, see Reference [29]. When a helix turn is projected along the z-axis,
the resulting figure is highly reminiscent of the vortex discussed above. The head

to tail configuration is favored at long distances, explaining the second advocated

46



2. Confined dipolar systems

mechanism. The abrupt change in dipole orientation in the direction of the axis
(m.), seen in Fig 2.13(b), is correlated with the discontinuous change in the angular
coordination order parameter £ in the vicinity of transition, see Figure 2.12(a). At
the mid-period point R(131)/d = 2.17 dipole orientation in the direction of the axis
(m,) is close to one, but not exactly one, see Figure 2.13. For the sake of comparison
with tubes (AA/AB tubes), we choose dipole moments that are parallel with the
helix axis, see Figure 2.7(c). The fact that the system is able to relax its dipole
moment orientation to the ground state results in more dependence of energy on
confinement curvature around the mid-point. The degree of asymmetry of ug is
stronger around the transition point, see Figure 2.13(b), than in the excited state
in Figure 2.12(c). The ground state calculations confirm the high stability of AB
tubes (see Figure 2.12(c)).

2.5.3 Cohesive energy of multi-thread helices at high surface

packing fraction

In this part, we consider the high surface packing fraction regime with n. = 6. Some
representative structures including dipole moment streamlines are displayed in Fig-
ure 2.7. The streamlines following spanning unit cell vectors d@; (oblique to the helix
axis) and @, (more aligned to the helix axis) are also shown. It is possible to polarize
the helix by a homogeneous external field parallel to its axis. For symmetry reasons,
a reversal of the external field should result in the reversal of the dipole orientation.
In the case of magnetic dipoles, it should also be possible to polarize the system
to follow d; and @, spanning vectors by combination of a curling magnetic field of
electric current flowing through the confining cylinder and the homogeneous exter-
nal magnetic field parallel to its axis. Dipole moment distributions in the ground
states are also indicated for comparison in Figure 2.7. In analogy with the study of
a single helix case, we start analysis with a dipole moment distribution prescribed
by tangentiality with thread backbone. In Figure 2.14, cohesive energy for the ;-
generated dipole moment distribution is shown for different helical structures. The

cohesive energy in a planar triangular lattice, u,, ~ —2.759, represents the energy
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value which will be reached asymptotically (R/d — +o0) for all considered struc-
tures. As already found for AB tubes in Reference [29], cohesive energy exhibits
the scaling law of the form ugr — us ~ R~2, see Figure 2.14. The cohesive energies
of all three helices and AB tubes are weakly dependent on the number of threads
for d;-generated dipole moment distribution. This is in accordance with surface
packing fraction behavior reported in Figure 2.6. A comparison with the azimuthal
angular shift parameter 'y, see Figure 2.5, and the corresponding cohesive energy
(for d;-generated dipole moment distribution) clearly reveals a correlation between
there two quantities. In Figure 2.15, cohesive energy for ds-generated dipole moment
distribution is compared with ground state energy for different number of threads.
There exists an analogous correlation (as discussed for d,-dipole distribution) be-
tween the azimuthal shift I's and the resulting cohesive energy, compare Figures 2.5
and 2.15. The smallest compatible radius R for multi thread helices (ny = 2,4)
is obtained for ZZ tubes (n; = ny). In Figure 2.15, the corresponding radii read
R(39)/d = 0.61 and R(44)/d = 1.13. In this case the @y and ground state dipole mo-
ment orientations are the same, see Figure 2.7(k). Strikingly, ZZ tube ground states
converge very fast to the expected planar value u., at the smallest accessible radii,
i.e., the largest curvature, within less than 1% of the planar case, see Figure 2.15
for R(59)/d = 0.61. A structural similarity of ZZ tubes, with typical experimental
images of microtubules is striking, see Figure 2.7(k). ZZ tubes can be created by
closing the rectangular strip on a cylinder. We should notice the structural charac-
teristic of ZZ tubes’ decomposition into chains which are analogous to filaments in

microtubules.
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Figure 2.13: Dependence of (a) cohesive energy, and (b) polarization in the direction
of z axis m, on helix radius R/d (in the ground state), for a chosen segment of

Figure 2.11. AA and AB tubes are represented with discrete points since they can

be formed only with a fixed number of particles in a ring, the fitted (power law)
curves serve only as a guide to the eye. The point which represents the dense helix
with (n1,n9) = (13,1) and R(131)/d = 2.17, is marked with a rectangle.
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Chapter 3 Ionic liquids

3.1 Methods

In this section we present the methods applied in the study of ionic systems. First we
explain the basics of the molecular dynamics (M D) method. Next, we give a short
overview of the LAMMPS code for M D simulations, since all M D simulations
presented in this thesis were performed using the LAM M PSS software package [98].

3.1.1 Molecular Dynamics method

Molecular dynamics (M D) represents a simulation technique which generates trajec-
tories of a system of N particles by numerical time integration of Newton’s classical
mechanics equations of motion [99]. An M D simulation is defined by: the interac-
tion potential by which the particles interact, initial conditions (IC) and boundary
conditions (BC). Let us consider a system of N particles (check Figure 3.1) in a
volume V. The Newton’s equations of motion for the system of N particles are:

d*7; =, oy
dt2 = i(’l"l,’f’g,...,’f’N),Z:1,...,]\[7 (3]_)

m

where 7} are the position vectors and F, are the forces acting on the particles of
a system. It is often case in M D simulations that the forces can be derived from
interaction potential functions U (7, 7, ..., "x ), representing the potential energy of
the system:

F (7, 7y oy ) = =V U (F1, Py ooy PN - (3.2)

Equation 3.2 is consistent with the conservation of the total energy. We might define

mechanical energy of the system as: F = K + U, where kinetic energy is defined as:
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K= i%m (@), (3.3)

=1

and potential energy is defined as:
U=U(™ (), (3.4)

where 7 (t) denotes position vectors of all N particles in the system. We emphasize
that E should be a conserved quantity, if the system is isolated. The potential of
an isolated system (no external forces present) can be written in the simplest case

as a sum of pairwise interactions:

U= ZZu i) s (3.5)

=1 5>

where 73; = 73 — 7}, rij; = |7};| and ¢ > j eliminates the double counting of the particle
pairs. Practically it means that the forces acting on the particles are resultants of

the forces coming from the individual interactions with the rest of the particles:

d “v\tig) _;j
F Zfl]?flj = U(T ) : T_ (36)

i d’l“lj Tij

According to the Newton’s third law it stands: f;l = — ﬁj Computational effort of
solving the equations of motion 3.1 is proportional to N? and is mostly related to
the force computations. Accordingly, to speed-up the computations it is desirable to
express the forces analytically. In order to further more reduce the computational
effort, it is a standard practice in M D simulations to cut off the potential at some
limiting distance, i.e., we neglect the potential if the distance between two interacting
atoms is 7j; > 7eu, Where 7, is reasonably chosen. For example, in case of the
Lennard-Jones potential (standard potential in M D simulations) usually it is set
that re,, = 2.5 - 0, where o determines the length scale.

In principle, we might treat an M D simulation as a numerical experiment [100],
hence the methodology is practically the same like in a real experiment, as we can

see in the schematic of a typical M D simulation in Figure 3.2.
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Figure 3.1: Illustration of an M D system with N particles.
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Figure 3.2: Basic schematic of an M D simulation.

In the first step we should setup the system, which means: selecting a proper

interaction potential, choosing the number of particles in the system and setting up
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their properties (shape, mass, charge), defining initial and boundary conditions. The
subsequent step, after the system setup has been done, is the system equilibration
which means achievement of desired temperature and pressure (macroscopic prop-
erties which depend on the microstate of the system). After the system setup and
equilibration are done, simulation is run a given number of simulation steps and
averaged characteristics are calculated (for example, radial distribution function
g (). In the end, output data is analyzed and based on that, the desired quanti-
ties are computed. Besides equilibrium M D simulations, there are non—equilibrium
molecular dynamics (NEM D) simulations. For example, a system is exposed to
perturbation or high external forces and its response is analyzed, like in simula-
tions of mechanical deformations. We have used NEM D simulations in the way
that shearing of the simulation box (mechanical deformation) was imposed, and by
analyzing bulk /L’s response to the imposed shearing, we have determined IL's vis-
cosity coefficient. There are five key components of M D simulations and those are:
(7) initial conditions (IC), (z¢) boundary conditions (BC), (éii) force computation,

(1v) integrator and (v) computation of system’s characteristics.

3.1.1.1 The Lennard-Jones potential

The most common pair potential for describing the interaction of van der Waals

systems is the Lennard-Jones potential (L.J potential), given by the formula:

o= (7)- (3)]

where rj; is the distance between the atoms 7 and j. The e parameter defines
the strength of the LJ interaction and the o parameter defines the length scale.
LJ potential is strongly repulsive at short distances, it crosses zero at ry; = o,
ie, U (ryy=0) = 0. LJ potential reaches its minimum U (r,,) = —e at
rm = 200 &~ 1.12250 and it has an attractive tail at long distances. Values of
the parameters {€,o} are chosen to model physical properties of a real system.
For example, LJ potential was initially proposed to model liquid argon. Let us

now analyze the two terms from the square brackets of Equation 3.7. The term
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X T 12" dominates at short distances and it models the repulsion due to the non-
bonded overlap of electronic orbitals. It might have an arbitrary form meaning that
other exponents or even other functional forms are possible. However, we should
think about minimizing the computational effort, hence in most cases this form with
(%) " is fine. The term o 7“1;6 dominates at long distances and models the van
der Waals forces caused by the dipole-dipole interactions due to the fluctuation of
dipoles. These weak forces are responsible for the bonding character of systems like

rare gases, such as argon or krypton. The interaction force due to the interaction

via LJ potential, see Equation 3.7 is:

- 48¢ o\? 1/c0\°
= — || — — = — . 3.8
& i [(ﬁj) 2 (Tij) ]TJ &8)

As the force is expressed analytically, this is advantageous in terms of the reduction

of computational effort.

3.1.1.2 Thermodynamic properties

Key thermodynamic properties of an M D system are the temperature and pressure.
Temperature of the system might be introduced via mean kinetic energy of the

system:

! i N s i Iy’ (3.9)
2N &\ dt 2" 8Nkp < ' \ dt
By expressing the temperature 7" in function of the kinetic energy K we obtain the

next relation:
2K

T = .
3Nkp

(3.10)

In case that we consider the temperature 7" and the density p as independent vari-
ables, we might express the energy of the system F and the pressure p. These
quantities link the microscopic and macroscopic level and can be easily measured in
an M D simulation. We should mention that in an M D simulation usually the en-

ergy is conserved, while the temperature fluctuates, hence the average temperature
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(T') should be used instead of T'. Pressure is defined by the formula:

N

1 _—
pV—N@T+#Z?yE} (3.11)
In case of a pair potential this formula is:
| N
i<j

Bearing in mind the relation 3.10 between the temperature 7" and the kinetic energy

K, we express the pressure p as:

N
p 5 —
i<j
Contrary to the total energy FEi,x = K 4 U which should be conserved during a
simulation, the temperature and the pressure fluctuate and should be averaged over

a chosen number of timesteps.

3.1.1.3 Analysis of the key components of a typical molecular dynamics

simulation

In the following text we briefly analyze the key components of a typical M D simula-
tion, which include: (7) initial conditions (IC), (i) boundary conditions (BC), (i)
force computation, (iv) integrator and ensemble and (v) computation of system’s
characteristics [99].

(7) Initial conditions (IC)
As Newton’s equations of motion are ordinary differential equations of the second

order, initial conditions are defined as:

N dN"”
Pt =0) =" = (t=0) = ——. (3.14)

Generating of IC is simple for ordered systems like crystals, but in case of amorphous

solids or for polymer chains it should be treated carefully. Setting the IC is important
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Figure 3.3: Illustration of periodic boundary conditions (PBC'). Trajectories of

only the atoms in the central cell, also known as supercell (square filled with gray)
are explicitly followed. The supercell is infinitely replicated in a given 2D or 3D
space. In this figure we show an example of a 2D system with periodic boundaries
in both directions in a plane. An atom (let us label it as referent atom) from the
supercell interacts with other atoms from the supercell, as well as with the atoms
from neighbouring copies of the supercell, under the condition that their distance
from the referent atom is within the cutoff radius. Interaction is neglected in case

the distance is larger than the cutoff radius.

because often it causes errors. For example, if the particles are positioned too close
at the beginning of a simulation, the forces between them get too high.
Related to assignment of initial velocities, it should be taken into account that

each independent degree of freedom should carry kinetic energy of kgT'/2. Such
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a condition can be met by taking initial velocities from the Maxwell-Boltzmann
distribution.
(77) Boundary conditions (BC)

The behaviour of finite systems is quite different from the behaviour of infinite
systems. The number of particles for simulating bulk properties of macroscopic
systems has an important role, unless we simulate clusters of atoms in which case
the number of constituents is well-defined. No matter how large the simulated
system is, the number of particles NV is negligible as compared to the number of
particles contained in a macroscopic system (at the order of 1021t010%3). In case of
macroscopic systems just a small fraction of the particles are located close to the
boundaries (walls of the container in which the system is placed). In case of a typical
liquid with the order of magnitude of N = 10?1 particles, the number of particles in
the vicinity of the walls is at the order of N%/3 = 10'4, which means that 1 out of 107
is a surface particle. Therefore, in systems like liquids the fraction of particles in the
vicinity of the walls is negligible. In modern M D simulations the typical number of
particles which can be handled is at the order of 10% particles. In such a system, the
fraction of the surface particles is more significant and the behaviour of the system
is very impacted by the surface effects. An efficient solution for solving the finite-
size problem and for minimizing the surface effects is the application of periodic
boundary conditions. When periodic boundary conditions are applied the particles
are enclosed in the simulation box, which is replicated to infinity by translation in
all three directions {z,y, z} completely filling the space. When a particle enters or
leaves the simulation box, an image particle leaves or enters the simulation box,
hence the number of particles is kept constant. Accordingly, the surface effects are
suppressed. Summing up the previous discussion, we note that there are two types
of boundary conditions: isolated (I BC) and periodic (PBC') boundary conditions
(for the illustration of PBC' check Figure 3.3). IBC' are suitable for the analysis of
clusters and molecules, while PBC' are suitable for the analysis of bulk materials.
There are mixed boundary conditions as well, where the system is periodic along
one or two dimensions, but not in all three dimensions. In case of PBC a system of

particles is surrounded by vacuum, those particles interact between each other and
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do not interact with anything outside the system, except in case that some external
force is introduced.

(7i1) Force computation
Equation of motion for the i-th particle can be written as [99]:

d27_’; B 8U (7”1' — Tj)

Jati g =1, N, 3.15
m dtQ por 0(7“1 —7"]') ! ( )

Computation of the right-hand side of the above equation is the key step which
consumes the most computational time in M D simulations, so the efficiency of that
computation is of crucial importance. For long-range Coulombic interaction there
are special algorithms which break it into two terms: one term represents short-
range interaction and the other term represents smooth interaction, like a field.
Both of those terms can be computed efficiently in different ways. When PBC' are
applied, movement of particles within the basic cell is monitored and the basic cell
is surrounded by its periodic copies. A consequence of the application of PBC' is
that each particle ¢ in the simulation box interacts not only with the other particles
in the box, but with their images also. This means that the number of interacting
pairs is very large. However, this obstacle us usually overcome by setting a cutoff
distance, since the interaction of two particles separated by a distance larger than
the chosen r., is neglected. There is the term minimum image criterion which
claims that among all images of a particle we should consider only the closest ones
and neglect the others.
(1v) Integrator and ensemble

Newton’s equations of motion represent a set of ordinary differential equations of
the second order, which can be very nonlinear. Transforming them into ordinary
differential equations of the first order in 6/N-dimensional space {F’N N }, general
numeric algorithms for solving ordinary differential equations can be applied, such
as Runge-Kutta method. However, general numeric algorithms are rarely applied
in M D simulations, because the existence of Hamiltonian enables more accurate
integration algorithms, such as predictor-corrector integrator. There are three main

ensembles: micro-canonical, canonical and grand-canonical ensemble. They are dis-
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tinguished based on the distribution of initial conditions. When the system is defined
by a certain ensemble, it should strictly follow equations of motion, with conserved
mechanical energy. Ensemble and integrator are often grouped since there is a class
of methods which generate desired ensemble under time integration. In a micro-
canonical (NVE) ensemble, system is isolated from the changes in the number of
particles (N), volume (V') and energy (E). It corresponds to an adiabatic process
in which there is no heat exchange. Micro-canonical M D trajectory can be seen
as exchange of potential and kinetic energy, under the condition that the total en-
ergy is conserved. In a canonical (NVT') ensemble, the number of particles (IV),
volume (V') and temperature (7') are conserved. Canonical ensemble is often called
constant temperature molecular dynamics (CTM D). In NVT ensemble the energy
of endothermic and exothermic processes is exchanged with a thermostat. There
is a large number of thermostat algorithms which add or remove energy keeping
temperature constant. It is not easy to obtain canonical distribution of spatial ar-
rangement and velocities using thermostat algorithms. A wide and relevant topic
is which thermostat should be chosen and how its parameters should be set, how
does that depend on the system size, how to choose the timestep and integrator.
Grand-canonical ensemble represents possible states of a system of particles which is
kept in thermodynamic equilibrium (thermal and chemical) with a reservoir. System
is considered to be open, in a sense that it can exchange the energy and particles
with a reservoir and accordingly, possible states of a system differ in terms of to-
tal energy and total number of particles. Volume is the same in all possible states
of a system. Thermodynamic variables of a grand-canonical system are chemical
potential and temperature. It is called (uVT ensemble, since each of those three
quantities is an ensemble constant. There are two main classes of M D integrators:
(1) low-order integrators like leapfrog, Verlet, velocity Verlet which is characterized
by easy implementation and stability, and (i7) predictor-corrector integrators which
are characterized by high accuracy for large timesteps.
- Examples of integrators
We present common integrators in M D simulations, namely: (i) The Leapfrog al-

gorithm, (i7) The Verlet algorithm and (éi7) The Velocity Verlet algorithm. In
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all three examples the integration of Newton’s equations of motion is done with a
small timestep 0t. In the following text index ¢ is used for an i-th particle where
i =1,..., N, where N is the total number of particles in the system. Its position,
velocity and acceleration are labeled as 73, Vi = ‘2—7;‘, a; = %, respectively.

(1) The Leapfrog algorithm

In the Leapfrog algorithm the velocities are first computed at the time moment ¢+ %

and these are used to compute the positions 75, at the time moment ¢ + dt:
S . - ot

In this way, the velocities leap over the positions, then the positions leap over the

v (t + %) =V (t - %) +a@; (1) ot. (3.17)

The advantage of this algorithm is that the velocities are explicitly calculated. How-

velocities:

ever, the disadvantage is that the velocities are not calculated at the same time

moment as the positions. The velocities at the time moment ¢ can be computed as:

‘Z(t):%{ﬁ(t—%)JrVi(H%)} (3.18)

(7i) The Verlet algorithm
New positions and velocities of particles are computed after every timestep. Position
of a particle 7 in time moment ¢ + 0t can be computed via Taylor expansion over

degrees of timestep dt:

7 1 25
R+ 6t) = 7 () + 0t (1) 4 LoD

1 &
dt 2" A

)+ 6 g

(t) + .. (3.19)

In a similar way, position of particle ¢ in previous timestep can be written as:

dr; 1 _,d%F 1o d%F
Pt — O0t) = 7 () — 0t— (8) + =02 ——= (t) — =63 ——
7i ( ) =Ti(t) dt()+2 dtQ() S0t

(t) + .. (3.20)

Summing of previous two equations leads to the expression which determines posi-
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tion of particle ¢ in time moment ¢ + dt

&,

dt?

i (t 4 0t) = 27 (t) — 7 (t — 6t) + 6> — (t) + O (ot?) . (3.21)

This integrator is called Verlet algorithm, as we can see from Equation 3.21 it
uses positions and accelerations at time moment ¢ and positions at time moment
t — 0t to compute new positions at time ¢ + At. The Verlet algorithm does not use
explicit velocities. There are two main advantages of the Verlet algorithm: (i) its
straightforwardness, and (i7) reasonable storage requirements. The disadvantage is
the algorithm’s moderate precision. Acceleration of particle ¢ is determined from
Newton’s equation of motion:
d* 1 oU (r; —ry)

=y =9 (3.22)
dt2 m; oy 8 (T’Z‘ — T‘j)

Position of a particle is computed with precision of §t* as it is noted with O (§t*).
Velocity of particle ¢ in time moment ¢ can be determined from its positions in time
moments ¢ + 6t and ¢ — ¢ with precision of O (§t®), by subtracting the equation for
73 (t — dt) from the equation for 7} (¢t + 0t):

dr; 7 (t+ ) — 7 (t — ot)

= 3
pn 55 + O (0t°) . (3.23)

Positions and velocities of all particles in a system are computed in each step of M D
simulation, producing complete time evolution of the system. In order for this time
evolution to be of high accuracy, integration timestep 0t should be much shorter
than the shortest characteristic time of the system. Simple Verlet integrator is used
for systems with constant number of particles, constant volume and constant total
energy, which is micro-canonical (NVE) ensemble.
(7i1) The Velocity Verlet algorithm
In the Velocity Verlet algorithm, positions, velocities and accelerations at time mo-

ment t are used for computing position at time moment ¢ + dt:

7 (t+ 6t) = 7 (t) + Vi (t) 6t + %ai (t) ot*. (3.24)
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For computing velocity at time moment ¢ + dt¢, velocity at time moment ¢ and

acceleration at time moments ¢ and ¢ + dt are used:
- - 1
Vi(t+ot) =Vi(t) + 3 d; (t) + a; (t + dt)] ot. (3.25)

(v) Computation of system’s characteristics
A big advantage of M D simulations is their applicability at the level of classical
atoms. All characteristics which are well defined in classical and statistical me-
chanics can be computed. The two main problems to be taken into account when
performing M D simulations, are accuracy and efficiency. System’s characteristics
can be roughly divided into four categories:
(1) Structural characteristics, for example radial distribution function
(2) State equation, for example phase diagrams, static response like coefficient of
thermal expansion
(3) Transport characteristics, for example viscosity, thermal conductivity, diffusivity
(4) Non-equilibrium response - for example plastic deformation
Physical quantity (A) is determined as mean value of its values A (¢) in time mo-
ments ¢ during a long time interval (large number n of M D steps) after initial

relaxation during long enough time (with relaxation time () [99]:
1< ,
(4) = — 2; Aty + jot) . (3.26)
]:

If simulation is long enough so that the system can achieve equilibrium state (if
simulation is much longer than all relaxation times), this time averaging of quantity

(A) is equivalent to the ensemble averaging.

3.1.2 LAMMPS code for molecular dynamics

An usual algorithm for developing M D simulations can be roughly divided into next
subsequent steps:
(1) geometric formation of the simulation setup

(77) definition of the atom types and their attributes (e.g., shape, mass, charge)
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(7i1) definition of the interactions between all atom types

(1v) implementation of the model and M D simulation of a certain physical phe-
nomenon, (e.g., in our case we simulate effects related to nanoscopic tribological
behaviour of ionic liquids)

(v) storage of the relevant data and its analysis with the goal of obtaining results
LAMMPS (Large-scale Atomic/Molecular Massively Parallel Simulator) is a well-
known and widely used M D code [98]. Development of M D simulations in LAM M PS
code can be roughly divided into three subsequent phases:

(a) pre-processing, which includes points (i), (i), (¢i7) from the above list

(b) processing, actually this is M D simulation which corresponds to the point (iv)
from the above list and

(¢) post-processing, which corresponds to the point (v) from the above list
Processing is done via development of LAM M PS scripts, while for pre- and post-
processing we write codes in C programming language. M D simulations are com-
putationally highly demanding since we work with systems that contain tens of
thousands of atoms. The key advantage of LAMMPS is parallelization, which
means that LAMMPS codes can be run on a supercomputer. We write Linux
bash scripts for submitting simulations to the supercomputer, as well as for the ef-
ficient manipulation with the output files. For visualization we use VM D (Visual

Molecular Dynamics) software package [101].

3.1.2.1 Multi-level summation method for summing long-range Coulom-

bic interactions

Long-range Coulombic interactions are treated in LAMMPS with methods that
work in the inverse k-space [102-104]. In our LAMMPS simulations we apply the
Multi-level summation (MSM) method which maps the charge of atoms onto a
3D mesh and uses hierarchy of several levels of coarse-graining of the mesh on
which it directly computes Coulombic interaction. Competitive methods to M SM
method for summing Coulombic interactions are Ewald and Particle Particle Particle
Mesh (PPPM) methods, but they can be applied in case of a 3D simulation just

if periodic boundary conditions are present along all three directions. On the other
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side, M\SM method can be applied in case of a 3D simulation without restrictions
related to periodic boundary conditions, i.e., it can be applied for non-periodic as
well as for mixed periodic and non-periodic boundary conditions. When we work
with bulk ILs, our system is periodic in all three directions. On the other side,
in case of confined ILs, our system is periodic along the x and y directions and
it is fixed along the z direction. Actually, we might state that our system with
confined I'L includes mixed periodic (along two directions) and non-periodic (along
one direction) boundary conditions, hence M SM method is adequate for treating

long-range Coulombic interactions in our simulations.

3.2 Simulation setup and models of ionic liquid

3.2.1 Simulation setup

We have developed our simulation setup bearing in mind lubrication role of IL,
hence it consists of two solid plates and IL which is confined between them and
also present in the lateral reservoirs. Schematic of simulation setup together with
configuration snapshots in three cross-sections, i.e., xz,yz, xy cross-sections which
are exported from the VM D (Visual Molecular Dynamics program [101]) is shown
in Figure 3.4 in case of SM model and in Figure 3.5 in case of TM model (e.g.,
diameter of neutral tail is arbitrary chosen to be the same as the diameter of cationic
head). Schematic in simulation setup figures (i.e., Figures 3.4 and 3.5) indicates the
number of particles used and the imposed normal load F), and lateral velocity V. In
VM D configuration snapshots dimensions of the system along the three axes, i.e.,
x,y, z, are noted. The simulation setup was loosely inspired by previously published
research by others [39, 49, 51, 52]. By implementing such a geometry we have at-
tempted to achieve:

(1) a realistic particle squeeze—out behaviour with the formation of two lateral lu-
bricant regions (in a similar manner to the simulations of Capozza et al. [52]) and
(77) a system that allows the lubricant to be externally pressurized.

For the description of the solid surfaces we have combined rigid layers of particles

moving as a single entity on which the external force or motion is imposed, denoted
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(a) -

Tep Therme (9000 aloms)

L ubricant (2500 ions)

Bottom Therme {18000 atoms)

< —220A

Figure 3.4: (a) Schematic of the simulation setup shown as yz cross-section. There
are two solid plates at the top and bottom of the system, consisting of two regions: at
the outermost ones the particles are moving as a single entity (Top/Bottom Action)
and at the innermost ones the particles are at a controlled temperature (Top/Bottom
Thermo). The thermalized layers are in direct contact with the lubricant while the
action layers are used to impose external velocity and/or force to the solid plates.
(b)-(d) Side views of the typical simulation configuration and key dimensions of the
geometry. (b) Side (zz) view with respect to the shear direction. (c¢) Front (yz)
view in the direction of the Top plate motion. (d) Top (zy) view of the system. The
solid plates are made up of F'C'C (111) atomic layers. The ionic liquid is composed

of an equal number of cations (blue spheres) and anions (red spheres).

by "Top Action" and "Bottom Action" in Figures 3.4 and 3.5 (a), with thermalized
layers (denoted by "Top Thermo" and "Bottom Thermo") in which particles vibrate
thermally at T' = 330 K.

The Nose-Hoover NV'T' thermostat is used to control the temperature. As in
previous M D simulations [43, 49, 51, 52, 56|, under similar operating conditions,
the details of the adopted dissipation scheme are not expected to change the essence
of the system response on mechanical deformation. The relaxation time of the
Nose-Hoover NVT thermostat for the lubricant and the solids is 200 fs (check Ref-

erence [43]). The plates were treated as rigid bodies, with the lower one being fixed
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Figure 3.5: Schematic of the simulation setup shown as yz cross-section. Dimensions
of the system along the y and z axes, together with the directions of the imposed
normal load F, and lateral velocity V, are noted. The total system length in the
z direction is 125 A. There are two solid plates at the top and bottom of the
system. Ionic liquid is composed of an equal number of cation—tail pairs and anions
(cations: blue spheres; tails: cyan spheres; anions: red spheres). (a) Schematic of
the simulation setup presented as yz cross-section, showing the number of atoms in
each region. (b) Side (zz) view of the system showing the dimensions along the z
and z direction. (c) Side (yz) view of the system. (d) Top (zy) view of the system

showing the dimension along the y direction.

and the upper one subjected to a force oriented along the z direction, i.e., normal
load F, , as shown in Figures 3.4 and 3.5 (a) and driven along the z direction at a
constant velocity V.. The solid plates were made up of densely packed atomic layers
at a FCC (111) lattice arrangement. Periodic boundary conditions were applied in
the x and y directions. The Bottom plate can therefore be considered to be infinite,
while the Top plate is surrounded by vacuum pockets on its sides, the so called
lateral reservoirs, in which the lubricant can freely expand. The lateral reservoirs
were implemented as a mechanistic way for allowing the lubricant to be dynami-
cally squeezed in or out as an external load or velocity is applied, or due to local
fluctuations during the simulation progression. At the same time, the lubricant re-

mains an infinite continuous body in the x and y directions, similar to the conditions
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observed in a real tribological system from a mesoscopic point of view. This is espe-
cially important if the system experiences partial or complete crystallization under
compression, check Figure 3.29 in section 3.4. While the total number of considered
lubricant molecules is constant, the finite upper plate width and the resulting free
space enable the particles to be squeezed-out into the lateral reservoirs. The number
of lubricant molecules effectively confined inside the gap can therefore dynamically
change depending on the loading conditions. This is important for exploring the
possible states of a mechanical system of particles that is being maintained in ther-
modynamic equilibrium (thermal and chemical) with a lubricant reservoir (i.e., void
spaces in tribological system). The nanotribological system is open in the sense
that it can exchange energy and particles, realizing an effectively grand-canonical

situation, check Figures 3.4 and 3.5 (c¢) and Reference [105].

3.2.2 Models of ionic liquid

In this subsection we present implementation details about the modeled solid plates

and IL lubricants in case of SM and T'M models of ionic liquid, respectively.

3.2.2.1 Salt model of ionic liquid

The model used in this work is a coarse—grained model of I L which has already been
exploited in previous studies [49, 51, 52, 64| and it is known as SM model (salt—
like model). It is a charged Lennard—Jones system consisting of cations and anions.
There are two types of interatomic interactions in our system and both of them are
non-bonded: Lennard-Jones (LJ) potential and Coulombic electrostatic potential.
In the current work we are comparing bulk and confined I L properties. Therefore,
there are three different atom types taken into consideration: () cations, (i) anions
and (7ii) solid plate atoms. The solid plates consist of nine densely packed layers in
a FCC (111) lattice arrangement. Between all types of atoms we apply full LJ 12-6
potential, with the addition of Coulombic electrostatic potential for the interactions
between ions. In our system the cations and the anions are charged particles, while

the solid plate atoms are electroneutral. Accordingly, we have implemented a L.J
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12-6 potential combined with Coulombic electrostatic potential:

12 6
Oup Tap L qg;
Vg (1i) = 4eq — _ 3.27
5 (1) = deas [() (%) ] L (327
where 4,7 = 1,..., N are particle indices, and N is the total number of particles.

Parameters {€,s, 045} define the LJ potential between different types of particles:
a, € {A,C, P} which refer to anions, cations and solid plate atoms, respectively.
The diameter of cations and anions is set to occ = 5 A and oas = 10 A, respec-
tively. The mass of cations and anions is m¢c = 130 g/mol and my = 290 g/mol,
respectively. The asymmetry of ion sizes is typical in many experimentally explored
systems and the parameters have already been explored in literature, check Refer-
ence [52, 64]. The atoms of the solid plates have a diameter of opp = 3 A. The mass
of the solid plate atoms is mp = 65 g/mol. The L.J potential has a short-range im-
pact, since it vanishes rapidly as the distance increases o< r~¢, while the Coulombic
potential has a long-range impact, o 1/r. To handle long-range interactions, we
have used a multi-level summation method (MSM) [104], since it scales well with
the number of ions and allows the use of mixed periodic (in x and y directions) and
non-periodic (in z direction) boundary conditions, which are present in our simula-
tion setup with confined /L. On the other hand, in our simulation setup with bulk
I L, periodic boundary conditions are applied in all three directions ({z,y, z}). lons
are modeled as coarse grain particles, the charge of which is set equal to elementary:
gc = +eand gy = —e, ie., e = 1.6- 10" C. The dielectric constant is set to €, = 2
to account for the dielectric screening, as in Refs. [51, 52, 64].

In engineering applications, the lubricant molecules typically interact with metal
surfaces. Computationally efficient many-body potentials such as embedded atom
method (EAM) potential [106, 107| can be applied for the description of such solids.
Such schemes have been employed extensively for modeling a wide range of systems
including metals [107] and metal-metal oxide interfaces [108]. In addition, in order
to account for the induced charges on the metallic conductor surface by the ions, the
Drude-rod model developed by Iori and Corni [109] which consists of the addition

of an embedded dipole into each metal atom, thus rendering it polarizable, has been
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applied in previous studies [39]. In this study, modeling the elasticity of metallic
plates plays a secondary role (central role belongs to /L lubricant). Therefore, we
have selected a simplified model in which plate atoms interact strongly with each
other if they belong to the same plate, i.e., epp = 120 kCal/mol, as opposed, to
a very weak interaction between the different plates €iop/bottom = 0.03 kCal/mol.
The parameter epp is so strong in order to ensure that the initial configuration of
the solid bodies will basically remain unchanged (apart from high frequency oscil-
lations). Furthermore, even though typical engineering systems are often metallic,
our initial coarse grained M D studies of liquid behaviour according to the applied
conditions justified the implementation of a simpler solid system which does not
feature substrate polarization, check Reference [64]. Finally, it is possible that the
actual surfaces might feature carbon coatings or depositions, in which case the sur-
face polarization can be of secondary importance. In the Table 3.1 we present the
values of {€,5, 045} parameters used in our model. Cross-interaction parameters are
calculated by Lorentz-Berthold mixing rules: €, = /€4 - €5 and 045 = (04 + 05) /2.
The starting configuration for our M D simulations was obtained via a relaxation
process. In order to obtain a stable and reproducible initial configuration, the re-
laxation was performed through a step-wise increase of absolute ion charge at steps
of Alg;| = €/10,i = {A, C}. Each time the charge of the ions was increased, a mini-
mization of the system’s energy through conjugated gradient method was performed.
In this way, the system characteristics were gradually converted from pure LJ to a
Coulomb interaction dominated system through a series of stable configurations. As
we are aiming at understanding the lubricant behaviour at mesoscopic conditions
observed in a ring-liner system, we have attempted to include in our M D model the
potential IL pressurization that can occur due to the liquid flow resistance, as well
as the variable pressure arising from the reacting gas in the combustion chamber.
Inserting gas molecules directly in the simulation for this purpose would require a
reduction of the time step due to higher thermal velocities of the gas. In turn, the
computational cost would increase significantly making simulations impossible to
run in realistic computational time. Therefore, in order to understand the effect of

external pressure on the IL behaviour, we have applied a repulsive force between
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Table 3.1: List of LJ parameters of SM model of ionic liquid.

pair aff | eas [kCal/mol] | s [A]
cC 0.03 5
AA 0.03 10
CA 0.03 7.5
PC 0.3 4
PA 0.3 6.5
PP 120 3

the topmost rigid solid layer and the IL particles in the form of a truncated and
shifted L.J potential. Two cases with cut-off distances at 15 A and 4 A above the
outermost Top plate layer were studied so that the IL inside the confinement gap
would remain outside the influence zone of this mechanistic force. By appropriate
selection of the LJ parameters for this potential, the resulting external pressures

applied on the unconfined surface of the I L were 120 kPa and 250 kPa, respectively.

3.2.2.2 Tailed model of ionic liquid

In this study, we have applied a generic coarse grained /L model, introduced in
Reference [52|. In this model, the anion is represented as a negatively charged
large—sized spherical particle, while the cation is a dimer consisting of a positively
charged small-sized spherical particle (i.e. cationic head), and a neutral spherical
particle (tail) attached to the corresponding cationic head via an elastic spring, see
Figure 3.6 and Reference [110]. Since the cationic tail is the principal feature of the
model used in this paper, we will refer to it as tail model (T'M). The asymmetry
of the cation leads to amorphous (glassy) states for realistic values of interaction
parameters (e.g., for hydrocarbons), in contrast to the simplest coarse—grained model
of IL known as SM model (salt-like model), where both cations and anions are
spherical. The SM model has already been exploited in previous studies [49, 52, 64,
111]. Despite an obvious advantage of simplicity, in order to avoid crystallization,
the SM model relies on a very weak non-bonded Lennard-Jones interaction which

makes any comparison with real /L only qualitative.
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(a)anion

(b) TM3 cation/tail  TM5 cation/tail ~ TM9 cation/tail

o o 0P

Lz =4 A Ls=5A (e

Lms=T7A

Figure 3.6: Schematic representation of (a) anion and (b) cation molecules in 7'M
model. The anion is represented by a spherical particle with a diameter oaa = 10 A
The cation molecule consists of a charged head with a diameter occ = 5 Aand a
neutral tail. In order to be more concise, we refer just to cationic head as the cation.
The cation and its tail are connected by a spring with length L = (0¢ +or)/2. The
size of the tail has been varied and (a) TM3, (b) TM5 and (c) T M9 ionic liquids
have a tail diameter of 3, 5 and 9 A, respectively. The molecular asymmetry is a
feature of real ionic liquids and chosen parameters resemble [BMIM|* [PFs]” IL

properties, check References [49, 51].

In addition, the SM model cannot account for molecular asymmetry featured in
real ILs. Nevertheless, the SM model has been proven to be quite useful for the
development of the simulation methodology, as it reduces computational complexity
and enables faster equilibration (e.g., for obtaining static force-distance characteris-
tics as in Reference [64]). More complex extensions of 7'M coarse grain models can
involve several tails of different size, like in Reference [49]. For simplicity reasons,
we restrain our considerations in this study to a single neutral tail of a variable size.
Although a whole cationic dimer is an entity which actually represents a cation, in
order to be more concise we refer just to cationic head as the cation. One might raise
a question what are the reasons for the attaching of a neutral tail to a cation? First
of all, real ILs usually include cations that consist of the cationic head (positively
charged) and alkyl chain (neutral part of cation). Alkyl chains can have different

lengths (different number of C' atoms). Furthermore, the tail enhances the general
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tendency of ILs to form a glass rather than a crystal at low temperatures [52]. As
the previous studies have shown, the shape of I L molecules may affect their layering
structure [49]. According to that, the central question which we address in this
study is how does the tail size affect the structure, static and dynamic behaviour,
as well as, lubrication properties of a generic IL represented via tailed—model.

- Interaction model
In the current work we are dealing with both bulk and confined /Ls. Hence, in
case of simulation setup with confined ILs, there are two solid plates consisting of
solid plate atoms. To sum up, in total there are four different atom types taken into
consideration:
(1) cations, (i7) tails, (4i7) anions and (7v) solid plate atoms.
In cation—tail dimers an elastic spring connects cations and tails enabling the tail’s
freedom of moving independently from its cation, since their connection is not rigid.
Interatomic interactions taken into consideration in our molecular dynamics simu-
lations are:
(1) non-bonded interactions (Lennard—Jones (L.J) and Coulombic electrostatic po-
tential) and
(77) bonded interaction (elastic spring potential in cation—tail pairs). The next equa-

tion defines the interaction potential:

12 6
Oap Tap L qg;
Voc ij) — 4 @ - P EEE—— 3.28
B (r]) € B [( ,r,ij > (TU ) ] + 47T€D€r Tij ( )
where 4,7 = 1,..., N are particle indices, and N is the total number of particles.

Particles which comply to the interaction potential written in the above equation,
i.e., Equation 3.28, can be of different types: a, 8 € {A, C, P} which refer to anions,
cations and solid plate atoms, respectively. On the other hand, interaction of tails
with all other atom types, including tails themselves, is implemented using a purely
repulsive potential, namely a shifted and cut LJ 12-6 potential. It means that full
LJ 12-6 potential is shifted up for the value of potential well depth (¢) and cut at

the distance corresponding to the potential well minimum (7., = 2%/%¢). The next
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equation defines the above mentioned interaction potential:

ng rij

12 6
Vap () = €ap + 4€ap [(Uaﬂ> - (%6) ] iy < 200, (3:29)

and Vg (ry) = 0,1y > 21/60a5, where in Equation 3.29 at least one of indices
a, B =T which refers to tails. The ionic liquid is electroneutral, i.e., the number of
cations and anions is the same. The total number of ionic liquid molecules (cation—
tail dimers and anions) is Ny, = 3000. Therefore, the total number of ions is
Ne = Ny = 1000 and the number of tails is N = N = 1000.

- Model Parameters
In this study we have fixed the diameter of the cationic heads and anions to occ =
5 A and oaa = 10 A, respectively. Such choice respects the asymmetry that exists in
ILs and it is consistent with other models, as well as, for example [BMIM]" [PFy)~
ionic liquid, check Reference [49, 51, 52, 64|. The solid plate atoms have a diameter
of opp = 3 A. We have taken into consideration three different TM models of L
depending on the tail size which is defined as Lennard—Jones o1 parameter: small—
tail cationic dimer (i.e., TM3 model with opr = 3 A), symmetric cationic dimer
(i.e., TM5 model with opp = occ = 5 A) and large-tail cationic dimer (i.e., TM9
model with o =9 A) The values of the tail size are chosen to take into account
their relation to the size of the cationic head which is occ = 5 A, hence our choice
can be described as: tail size less—, equal to— and greater than— the size of cation.

Drawing a comparison with the experiment in Refs. [53, 67|, the TM IL mimics
a folded alkyl chain and the radius of the sphere is related to the gyration radius of
the chains. Depending on the length of the alkyl chain, the sphere has a smaller or
lager radius. Thus, the size of a sphere which represents a neutral tail in TM ILs
does not compare directly with the alkyl chain length. However, we can make a
qualitative analogy. While the representation of the alkyl chain as a neutral L.J
sphere does not include all the microscopic level features, we will show that the
three selected radii, i.e., orp = {3,5,9} A, result in clear differences of the bulk
properties of I Ls and their lubrication response. Each cation—tail pair is connected

via identical elastic spring defined by the next two parameters: elastic constant
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Table 3.2: List of LJ parameters of T'M models of ionic liquid; the tail size is

denoted by ot since it is variable.

pair af3 egé [kCal /mol] Oup [A]

CcC 1.1 5

AA 1.1 10

TT 1.1 oTT

CA 1.1 7.5

CT 1.1 5+ orr) /2
AT 1.1 (10 + opr) /2
pPC 5.3 4

PA 9.3 6.5

PT 5.3 3+ orr) /2
PP 120 3

K = 80 kcal/ molA” and equilibrium length of the spring Iy = (0cc + orr) /2. The
strength of the L.J interactions between different charged parts of ions (i, j = {A, C})
is €5 = 1.1 kcal/mol. The L.J parameters are chosen to compare well with one of
the most widely studied ionic liquids [BMIM]" [PFg]~, check Reference [49, 51].
The charge of ions is set to elementary: go = +e and g4 = —e, where e = 1.6 -
101? C. The strength of the ion-substrate interaction was tuned to ensure complete
wetting, e,p = 5.3 keal/mol, o € {A, C, T}. Only when the strength of ion-substrate
LJ interaction e,p equals the strength of inter-ionic L.J interaction e,g, partial
wetting is observed, i.e., €,p = 1.1 kcal/mol, where a, f € {A,C, T} (more details
about the wetting behaviour of T'M ionic liquids are provided in section 3.3 in
the subsubsection 3.3.2.3). In the table 3.2 we present the values of {e,s,0a5}
parameters used in our models. Cross-interaction parameters are calculated by

Lorentz-Berthold mixing rules: €, = /€, - €5 and 0,5 = (0, + 0p) /2.

3.3 Bulk ionic liquid

The main focus of our research is oriented towards revealing the properties and

behaviour of confined /L, since I L accomplishes its lubricating role when confined

75



3. Ionic liquids

between solid surfaces. The length scale of confinement we are interested in is
expressed in nanometers, hence the nanoscale confinement affects the structure and
behaviour of IL. In order to better understand the effects of nanoconfinement
on IL, we should first understand the L itself, which means that we should first
characterize bulk I L. For this purpose we have relaxed bulk /L and determined its
viscosity characteristics, as well as its wetting behaviour. This section is dedicated
to our study of bulk /L in case of SM model (subsection 3.3.1) and in case of three

representative 7'M models (subsection 3.3.2).

3.3.1 Bulk salt model of ionic liquid

3.3.1.1 Solidification and melting of bulk salt model of ionic liquid

In order to confirm that the SM modeled IL used in our M D simulations remains
in a liquid state for the conditions of interest, its liquid—solid and solid-liquid phase
transitions have been studied. The bulk ionic liquid was implemented by randomly
placing a chosen number of ions (Ng = N4 = 1000) into a 3D simulation box
that is periodic in all three directions, with pressure kept constant at 100 kPa.
Phase transitions were then achieved via the application of linear ramping to the
temperature, in a similar approach to the calculations performed in Reference [52].
Starting from an initial temperature 7} = 330 K where the IL is in a liquid state,
the temperature was decreased linearly down to 7, = 180 K. The absolute rate of

1. A liquid-solid phase transition

temperature change was: |dT'|/dt = 1.67 K ns~
was observed during the I L cooling.

After reaching T, = 180 K, the temperature was increased back to the initial
value of T} = 330 K. A solid-liquid phase transition was observed during this heating
process. In Figure 3.7 the IL internal energy change AF;; and temperature 1" are
shown as functions of time t. The temperature profile follows the applied conditions
and its superimposition to internal energy change allows the observation of the
dynamic behaviour of the liquid. By plotting the averaged internal energy change

of the IL against its temperature in Figure 3.8, the hysteresis behaviour in the

solidification—melting cycle is clearly observed, while the phase transition locations
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Figure 3.7: (Left panel): Bulk internal energy change and temperature of the ionic

liquid as a function of simulation time. (Right panel) Snapshots of ion arrangement
at liquid (A), (C) and solid (B) state.

can be clearly defined. It can be seen that during the cooling process, the internal
energy of IL linearly decreases until the temperature reaches Ti; = 190 K, at which
point a sharp drop is observed. This indicates a first order thermal phase transition
(liquid-solid). During the heating process, a similar sharp jump of energy is observed
at Ty = 305 K which corresponds to an opposite phase transition (solid-liquid).
The obtained results are in a good agreement with Reference [52] and confirm that
the I'L behaves as a liquid for temperatures higher than 310 K, under atmospheric
pressure conditions. In the rest of our calculations a temperature value of 7' = 330 K
was applied, in order to allow a liquid state that is combined with local solidification

under elevated contact pressure conditions.

3.3.1.2 Relaxation simulations

We have revealed the solidification and melting phase transitions of bulk SM ionic

liquid, under the condition of atmospheric pressure. The subsequent step was to
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Figure 3.8: Bulk internal energy change of the ionic liquid as a function of temper-
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ature. The internal energy was calculated by averaging on segments of AT = 0.5K.

make the bulk /L comparable with its confined counterpart and to do so we had
to determine simulation box volume which enables the pressure experienced by the
confined IL. More specifically, for the present system of bulk SM ionic liquid
confined between the solid plates (c.f. Figure 3.4), the pressure was p ~ 1 MPa.
The Nose-Hoover NVT thermostat was used to control the temperature and was set
to T'= 330 K. The system was relaxed for t,,, = 3 - 107 fs until the internal energy
had converged and the pressure had approached the desired value. The simulation
timestep was dt = 0.5 fs. We have obtained pressure stabilization at (p) = 1.1 MPa
with a side length of the cubic simulation box at L = 99 A. The energy relaxed to a
value of (Fiy) = 0.7597 kCal/mol. The molar and mass density of the bulk /L was
prn = 3400 mol/m? and p,,, = 719 kg/m? respectively.

3.3.1.3 Viscosity characteristics

We have calculated the viscosity in two ways: using the Green—Kubo relation since

the viscosity of a system can be represented as an integral of the auto-correlation
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Figure 3.9: Dependences of internal energy Fi. and pressure p on simulation time
ts in case of bulk SM ionic liquid. Solid line in p (t5) plot denotes the value of target
pressure p = 1 MPa (p =~ 10 atm).

function [112], and using non—equilibrium molecular dynamics simulations with dif-
ferent shear strains.

In the non—equilibrium shearing simulations, the bulk I L is placed into a triclinic
(non—orthogonal) simulation box with periodic boundary conditions applied in all
three directions. Due to the deformation of the simulation box, every point in the
box has an additional velocity component (a so called streaming velocity). In order to
prevent the streaming velocity from affecting the thermal kinetic energy, we use the
so-called SLLOD thermostat [113, 114]. The SLLOD thermostat accounts for the

streaming velocity which depends on an atom’s position within the simulation box
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e cation
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Figure 3.10: Configuration snapshot (yz cross—section) of a bulk /L at the end of

relaxation simulation. Cations are represented as smaller blue spheres and anions

as larger red spheres.

and it needs to be accounted for controlling the temperature. Controlled shearing of
the simulation box results in a stress acting on /L, which is quantified via the stress
tensor. The relation between the stress tensor components 7;; and the shear rate +;;
of corresponding shear strain €;;, with coefficient of viscosity 7;; as a proportionality

constant is:
Tij = Nij * Vijs (3.30)

where ij = {xy, xz,yz}. We have applied three independent shear strains (e, €,5, €;).
For each of them we have calculated its corresponding stress tensor component
(Tuwys Twz, Tyz). All shear strains were the same, i.e., €, = €,, = €,, = € = 1 leading
to the shear rate of:

) 1 1

y=¢€ = (3.31)

' — 7
ttot ttot

where ty,; is the total simulation time of the shearing simulations. We have per-
formed simulations at four orders of magnitude of the total simulation time: i, =
{0.1,1, 10,100} ns, and thus at four orders of magnitude of the corresponding shear
rate. In this way we wanted to check the quality of our relaxation procedure and if
there are shear rate dependence changes in the system. We have iterated the shear-

ing simulations (at a shearing velocity of 1 m/s) using the output of the previous
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Figure 3.11: Dependence of Green-Kubo (GK) viscosity coefficient n%K on simula-
tion time ¢, in case of bulk SM ionic liquid. The time needed to obtain the viscosity

coefficient is around ¢, = 5 ns.

run as the input of the next run, obtaining higher strains (up to a strain of 5). We
did not observe a strain dependence in the response of the system, meaning that the
result is unaffected if the strain is further increased.

In Figure 3.11, we show the time relaxation of the Green—Kubo viscosity coef-
ficient, which stabilizes around 7% = 0.2039 mPa -s. The configuration snapshot
of the bulk /L at the end of the simulation (check Figure 3.10) shows that the ions
remain randomly positioned, like they were at the start of simulation, which indi-
cates the liquid state of the bulk ionic liquid. The simulations for all three shear
strains give similar values of stress components, and resulting values are shown in
Figure 3.12. The points {#, 7} were obtained via shearing simulations and the solid
line was obtained according to 7 = 79K -4, where n“K was obtained via Green-Kubo
relation. Hence, we conclude that the results of shearing simulations are in agree-
ment with the results of relaxation simulation and therefore there are no changes in

the bulk system which are shear rate dependent.

3.3.1.4 Wetting properties

Besides the necessary relaxation of bulk /L and determination of its viscosity charac-

teristics, the liquid—solid interface should be well-known so that we can understand
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Figure 3.12: Average stress tensor component 7 in function of the shear rate ¥ of

10

a bulk SM ionic liquid. We have conducted shearing simulations on four orders
of magnitude of the shear rate 4, therefore with three orders of magnitude span,
which is followed by three orders of magnitude span of 7. Points are obtained via
shearing simulations and solid line is obtained according to: 7 = n%K .4, where n%K

is obtained via Green—Kubo relation.

the behaviour of liquids confined between solid plates. Accordingly, it is important
to investigate the wetting properties of modeled I Ls. For this purpose we examine
the wetting properties of SM ionic liquid by placing an IL droplet consisting of
Ny, = 2000 ions, i.e., No = N4 = 1000, above a neutral solid plate (where the term
above means a higher z coordinate) which consists of one atomic layer in a FCC
(111) lattice.

Wetting properties simulation consist of two parts: (1) movement of the solid
plate at a constant velocity of V, = 1 m/s towards the IL droplet, which promotes
the contact of IL droplet with the plate. Due to the LJ interaction between the
ions and solid plate atoms, the /L droplet starts covering the plate. The ending
configuration of this part (1) simulation is used as the starting configuration of the
part (2) simulation in which the solid plate rests and a long simulation time of

t, = 5 ns is given to the ionic liquid, so that it can spread over the plate. In the end
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part 1 (start)

Figure 3.13: Results of wetting properties simulation in case of SM ionic liquid.
Left panels show yz cross—section, while right panels show xy cross—section of the

system consisting of an SM ionic liquid droplet and a solid plate.

of the part (2) simulation, the ionic liquid is placed on the solid plate in the way that
it forms a cationic-anionic layer over the whole plate, with an amorphous droplet
in the center of the plate. We might conclude that, for the value of the strength of
ions-plate LJ interaction, i.e., e;p = 0.3 kCal/mol, SM ionic liquid completely wets
the given solid plate (LJ interaction parameters {o,p, €ap} are taken from Table 3.1
in subsubsection 3.2.2.1 of section 3.2). In Figure 3.13 we show the results of wetting

properties simulation in three vertical panels: the top one shows the yz (in the left-
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hand side of the panel) and xy (in the right-hand side of the panel) configuration of
the system at the start of part (1) simulation. The middle panel shows the same two
configurations of the system at the end of part (1) simulation, which is taken as the
start of part (2) simulation. The bottom panel shows the same two configurations

of the system at the end of part (2) simulation.

3.3.2 Bulk tailed models of ionic liquid

3.3.2.1 Relaxation simulations

In an analogous way like in the case of bulk SM ionic liquid, check subsubsec-
tion 3.3.1.2, we have performed relaxation simulations in case of three representative
T M ionic liquids. An initial configuration for a bulk 7'M ionic liquid was obtained
by a random placement of ions (No = Ny = N4 = 1000) into the simulation box
(cube) with periodic boundary conditions in all three directions. We have chosen
the simulation box volume which ensures, after the relaxation of the IL structure,
the pressure comparable to the one experienced by confined IL. In case of the
present system the pressure was p ~ 10 MPa, which corresponds to the normal force
of 10* pN acting on a surface of 10* A? (see Figures 3.5 and 3.35). We provide
implementation details related to the relaxation simulations: a Nose-Hoover NV'T
thermostat at T" = 330 K is used to control the temperature; the system is relaxed
for tior = 3 x 107 fs until internal energy converges and pressure approaches the

desired value of p ~ 100 atm; simulation timestep is dt = 0.5 fs.

Table 3.3: Overview of the results of relaxation simulations: opr is the tail size, L
is the side length of cubic simulation box, . is the estimated relaxation time, (p)
and (FEi,) are the mean values of pressure and internal energy respectively, averaged

over the time span t. <t < tot, Where t;,; is the total simulation time.
OTT [A] L [A] trel [08] | Lot (18] | (p) [atm] | (Eiy) [kCal/mol]

3 104.5 11 30 95.31 —0.62
5 110 0 19 103.81 —0.57
9 129 20 30 118.21 —0.54
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Figure 3.14: Dependences of internal energy FEj,; and pressure p on simulation time
ts in case of bulk (a) TM3, (b) TM5 and (c) T'M?9 ionic liquid. Solid lines in p (¢;)
plots denote the value of target pressure p = 10 MPa (p ~ 100 atm) in all cases.

In Table 3.3 we are showing the overview of the relevant parameters of relaxation
simulations, for TM3, T'M5 and T'M9 bulk IL. In Figure 3.14 we are showing the
dependences of bulk IL's internal energy Ej,; and pressure p on simulation time
ts for bulk (a) TM3, (b) TM5 and (c) TM9 ionic liquid. Figure 3.15 presents
the zy cross—section snapshots of bulk /L configurations at the end of relaxation
simulations for (a) TM3, (b) TM5 and (¢) TM9 model. Those results have clearly
revealed a strong dependence of IL's structure on the tail size. We have obtained
three completely different outcomes of relaxation simulations in terms of internal
energy and structure (check Figure 3.14), depending on the tail size.

- Tail significantly smaller than cation (TM3 model)

We can notice three different segments (check Figure 3.14(a)) in the dependences of
internal energy and pressure on simulation time. First, there is a smooth decrease
of both parameters over the time interval of ¢ < 10 ns. The first segment is followed
by a sudden drop of Ei; and p in the time interval 10 < ¢, < 11 ns. For t, > 11 ns
both system parameters remain stable in terms of their average values. Therefore,
we might estimate the relaxation time as t,o; &~ 11 ns. Actually, the values of E},; and
p are oscillating around their averages (a common result in M D simulations) which

remain fixed in the time span t,o < t, < tit. Since the temperature is thermostated
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at T' = 330 K we might not speak about a phase transition, but those sharp drops
of internal energy and pressure are a demonstration of a state transition. Structural
changes consistently follow the changes in system parameters, hence there is a clear
transition from initially randomly positioned atoms into an ordered structure. We
might conclude that a small tail does not affect the cationic-anionic ordering into a
cubic lattice, which arises due to Coulombic interaction. We should emphasize that
the obtained cubic lattice is not an ordinary simple cubic lattice, but it is tilted.
Ionic layers are oriented in the way that they follow the face diagonal of the cube.
A conclusion is that T'M3 bulk IL does not stay in initially assigned liquid state
during the relaxation process, but it leaves the relaxation process as an ordered
structure (check Figure 3.15(a)).

- Tail of the same size like cation (i.e. symmetric cationic dimer, TM5
model)
Both system parameters Fi; and p remain stable (check Figure 3.14(b)) and with
practically the same average values throughout the whole simulation, indicating
that a state transition does not happen. The structure of bulk I L remains the same
during the simulation, which is consistent with the behaviour of those parameters.
We can claim that relaxation of bulk T'M5 ionic liquid gives a liquid state as the
outcome (check Figure 3.15(b)).

- Tail significantly larger than cation (TM9 model)
There is a continuous and smooth decrease of both Ei and p over a long time
span t; < 20 ns (check Figure 3.14(c)). Later during the relaxation simulation
those parameters remain stable, hence we estimate the relaxation time in this case
as te ~ 20 ns. It is almost two times longer than the relaxation time of T'M3
model. Structural changes are consistent with system parameters’ changes, hence
we notice a clear state transition from initially randomly positioned atoms into an
ordered structure (check Figure 3.15(c)). We can state that a large tail enables
cationic-anionic ordering, which arises due to Coulombic interaction. All layers are
oriented along the face diagonal of the cube and they are composed of alternating
ionic and tail layers, namely ionic layers consisting of two cationic—anionic sublayers

separated by tail layers consisting of two tail sublayers. Tail sublayers are organized
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(@) TM3 (or=3A) (b)TM5(or=5A) (c) TM9 (or=9A)

TM3 tail (or=3A) ® TM5tail (or=5A) @ TM9 tail (o7=9 A)
@ cation (oc=5A) @ anion (0a=10A)

Figure 3.15: Configuration snapshots of bulk (a) TM3, (b) TM5 and (c) T'M9 ionic
liquid (i.e., with tail of diameter 3, 5 and 9 A, respectively). We may notice that each
configuration snapshot represents a different state, i.e. TM3 bulk I L crystallizes into
a tilted simple cubic crystal structure, oriented along the face diagonal; 7'M 5 bulk
1L is in liquid state; T'M9 bulk IL crystallizes into crystal planes with alternating

ionic—tail layers, oriented along the face diagonal as well.

in the way that the tails of cationic sublayers in successive ionic layers belong to the
tail layer which separates those successive ionic layers. Simply said, the structure
looks like this: ionic layer (consisting of two cationic-anionic sublayers) - tail layer
(consisting of two tail sublayers) - ionic layer - tail layer and so on.

These observations are in agreement with Reference [115] in which the authors
discuss the relationship between the length of alkyl chain and the structure of bulk
IL. When the cationic alkyl chain is short Coulombic forces are dominant, enabling
ordering. We observe this kind of result with T'M3 model. Alkyl chain must be
long enough in order to suppress Coulombic interaction, e.g. number of C' atoms
ne ~ 12, which corresponds to (ng —1)-1.53 A = 16.83 A of tail length, taking into
account that a C-C bond has a length of 1.53 A. Suppressed Coulombic interaction
suppresses lattice arrangement, as we obtain with 7'M 5 model. However, alkyl chain
should not be too long since cohesive interactions increase with the length of non-
polar groups. This leads to a reappearance of structural ordering, like in the case of

T M9 model.

87



3. Ionic liquids

]
o
@

S ]

< 0.55}

0 2 4 6 8 10 12 14 16 18 20
ts [ns]

Figure 3.16: Dependence of Green-Kubo (GK) viscosity coefficient nK on simu-

lation time s in case of bulk T'M5 ionic liquid. The time needed to obtain the

viscosity coefficient is around ¢, = 10 ns.

3.3.2.2 Viscosity characteristics

In an analogous way like in the case of bulk SM ionic liquid, we have calculated
the viscosity coefficient of bulk T'M ionic liquids using non—equilibrium molecular
dynamics (NEM D) simulations with different shear strains, taking configurations
obtained by relaxation. For each value of the shear rate % in the range 0.01 —10 ns™!,
we calculate the average stress tensor component: 7 = (7 + Ty + 7y2) /3. The

average stress tensor component 7 and shear rate 4 are connected by the relation:

T=n-9% (3.32)

where 7 is a generalized viscosity coefficient and « is an exponent. Besides the
NEMD method of simulation box shearing, we have also calculated the viscosity
coefficient using Green-Kubo (GK) relation. In Figure 3.16, we show the time
relaxation of the GK viscosity coefficient of bulk T'"M5 ionic liquid, which stabilizes
around n“K = 0.62 mPa-s. In Figure 3.17 we present the dependence of the average
stress tensor component 7 on the shear rate 4 for TM3, TM5 and T M9 bulk IL.
We notice that the average tensor component stays within the same order of

magnitude in T'"M3 and T'M9 cases, although the shear rate changes four orders
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Figure 3.17: Average stress tensor component 7 in function of shearing rate 4 of
TM3, TM5 and TM9 bulk IL. We have conducted shearing simulations with four

orders of magnitude of the shearing rate (¥ = 0.01 — 10 ns!). The lines are obtained

by fitting the points with Equation 3.32.

of magnitude. Contrary to that, in case of T'M5 model there is a two orders of
magnitude change of the average stress tensor component. We have obtained ordered
bulk /L in case of TM3 and T'M9 model, hence their values of a are low, i.e.
aryvz = 0.15 £ 0.02, aryg = 0.12 £ 0.04. We have obtained rather high values of
their GK viscosity coefficients, i.e. n$i, = 4.72 mPa - s, n$ly = 1.67 mPa - s, which
makes sense due to their ordered structure. In case of T'M5 model we have obtained
aryvs = 0.8 £ 0.1, which is fair enough close to the viscous fluid, i.e., & = 1. This
is in accordance with the liquid-like state of T'M5 model, as obtained in relaxation
simulations, check Figure 3.15(b). Viscosity coefficients determined via shearing
simulations and via GK method in case of TM5 model are different, however they

are of the same order of magnitude: nrys = 0.1435 mPa - s, n$r: = 0.6144 mPa - s.

3.3.2.3 Wetting properties

Analogously to the case of SM ionic liquid, we have determined the wetting prop-

erties of T'M ionic liquids. The relaxed bulk IL obtained via relaxation simulations
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represents the input of wetting simulations, i.e. a liquid droplet (with a cubic shape
initially) is placed on a neutral solid plate which consists of one atomic layer in a
FCC (111) lattice. The LJ interaction parameters take the values ey = 1.1 kCal/-
mol and ep = 5.3 kCal/mol in all cases (i.e. for TM3, TM5' and TM9 model)
except in case of TM5% model where they are equal (i.e. e = erp = 1.1 kCal/mol),
where €1, €;p correspond to ion—ion and ion—plate LJ interaction, respectively. The
results of wetting simulations are presented in Figure 3.18. We have obtained par-
tial wetting (to lower or higher extent) in all cases except in case of TM5* model
in which practically there is no wetting. We notice that with the increase of the
tail size ot the wetting angle increases, i.e. partial wetting becomes weaker. The
wetting process occurs in the way that a mixed cationic—anionic layer forms right
next to the surface (a monolayer coating), and the rest of ions get "spilled" over this
first layer. The tail size affects the quality of wetting. Neutral tails are responsible
for the weakening of Coulombic interaction between the cations and anions. The
formation of a monolayer coating is a mutual mechanism of wetting for every tail
size, but the spilling of ions over that first layer becomes lower with the increase of
the tail size. Comparison of TM5! and T'M5?% cases indicates that the strength of
erp parameter affects the wetting properties strongly. We have obtained a transition
from partial to non— wetting behaviour when changing the value of ep from 5.3 to
1.1 kCal/mol. This result is in agreement with Reference [49] where they conclude
that the increase of LJ interaction between /L and substrate increases the quality

of wetting.

3.4 Confined ionic liquid

We have learned about the characteristics of bulk /L and consequently prepared
for exploring the confined 7L, which is the main focus of our modeling of ionic
liquids. This section is dedicated to the study of confined IL in case of SM model
(subsection 3.4.1) and in case of three representative 7'M models (subsection 3.4.2).
Each of those subsections includes three subsubsections, which are dealing with the

static and dynamic force-distance characteristics of given ILs, as well as with their

90



3. Ionic liquids

(@) TM3
G T
s

(b) TM5?
g,= 1.1, g,= 5.3 [kcal/mol]

(c) TM5?
£,=€&-= 1.1 [kcal/mol]

(d) TM9

Figure 3.18: Wetting properties results in case of: (a) TM3, (b) TM5', (c) TM5?
and (d) TM9 model of IL. Left panels show yz cross—section of the system, while

right panels show xy cross—section of the system.
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tribological behaviour.

3.4.1 Confined salt model of ionic liquid

We have shown that our bulk /L is a Newtonian fluid: the validity of 7 = n%K .4
relation over the whole range of shearing rate 4 supports that fact. Our model does
not assume the nature of viscous response of / L. Only based on simulation results we
conclude that bulk salt model (SM) I L behaves as a Newtonian fluid. For a different
choice of parameters one could obtain power law or solid like behaviour. On the
other hand, confinement strongly impacts the structure of I Ls in thin films [64, 69,
105, 116], therefore when the same I'L is confined it does not behave as a Newtonian

fluid, as we will show in the rest of this section.

3.4.1.1 Static force-distance characteristic

The confinement has a profound influence on the structure of ILs in thin films [69,
105, 116]. The confining surfaces can induce ordering of the particles in their vicinity.
The resulting structure and forces are a result of the interplay between the limited
volume and the particles which fill the space.

We have used M D simulations to obtain the static force—distance characteristic.
In order to determine a reliable static force—distance characteristic, at each calcula-
tion point we have to ensure that the system is in equilibrium. Concerning the real-
ization of those simulations the interplate gap is modified in the following manner:
the gap is increased or decreased (i.e., the Top—Bottom plate distance is changed)
with a constant velocity V, = 5 m/s for a move period of time ¢,,,,. = 20 ps; there-
after, we apply conjugated gradient minimization on the ions in order to minimize
their internal energy and relax them after the move period. As the energy minimiza-
tion is performed, the ions take positions which ensure their minimal internal energy
and the Top plate stays fixed for a stay period of time 44, = 50 ps, during which
period the average value of the normal force is calculated; that value is presented
as a simulation point in F, (d,) static characteristic, check Figures 3.19 and 3.21.
The process was repeated until a distance d ;n, = 11 A was reached. In order to

avoid systematic errors due to the initial position or direction, the plate movement
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is performed in different directions and from different initial configurations, hence
Figures 3.19 and 3.21 show the averaged values of several realizations.

- Detailed analysis of the static force-distance characteristic
In Figure 3.19, the static force-distance characteristic of our system is presented.
The red horizontal line denotes the zero normal force level (i.e., F, = 0). A non—
monotonous behaviour of the normal force F, acting on the Top plate can be ob-
served as the plate-to-plate distance is changing. This distance corresponds to the
gap between the plates where the I L is under confinement. The points (d., F,) have
been obtained through our simulations, while the dashed line serves as a visual guide.
It can be seen that the normal force strongly depends on the interplate distance. The
presence of negative values of normal force F, can be understood as the IL trying
to reduce the plate-to-plate distance due to adhesion phenomena. These changes
of the normal force are correlated with the extraction and inclusion of IL layers
into the gap, as already observed experimentally, check Reference [69]. During the
performed stationary state simulations, the cationic-anionic layers were squeezed
out in pairs, in order to keep the system locally neutral, as observed in experimental
studies [63, 69, 105, 116, 117]. In order to understand the structural evolution of
our system, snapshots of the system from the M D simulations corresponding to
several characteristic points in the F, (d,) curve from Figure 3.19 were selected and
studied in more detail. Figure 3.20 shows the configuration and ionic density distri-
bution along the z—direction for eight characteristic points {A, B,C, D, E, F,G, H},
corresponding to plate-to-plate distances d, = {11,14,17,20, 22,24, 27,32} A re-
spectively. The ions are deliberately depicted smaller than their L.J radii in order to
allow a direct observation of the layering. The position of the atomic centers of the
innermost atomic layers of the Top and Bottom plate are indicated in Figure 3.20 as
zr and zp respectively. As the Bottom plate was fixed, zp remains constant while
zr changes with the Top plate displacement.

A general feature observed under all conditions was the formation of cationic
layer close to the plates. The reason for this is the smaller size of the cations
(ccc = BA) compared to the anions (o744 = 10A). Following this, the second layer
gets induced by the first one (due to Coulombic interaction) and it is populated by
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Figure 3.19: Dependence of normal force F, on plate-to-plate distance d,. Eight
characteristic points {A, B,C, D, E,F,G,H} with corresponding interplate dis-
tances d, = {11,14,17,20,22,24,27,32} A are marked on the F, (d.) curve. The
horizontal solid line denotes F, = 0 pN. The dashed line connects the points obtained

from the simulation and serves as a visual guide.

anions. The distance between the first and the second layer from the bottom is in
the range of 1 — 2.5 A, meaning that while the centers of mass of the particles are
in different layers, the layers themselves overlap as their distance is smaller than
the particle diameters. From Figure 3.20 we observe that the anionic monolayer
thickness is roughly 7A and corresponds to 10/ V2A, ie., the anions are placed
in the centers of the squares formed by the cations of the neighboring layers (the
diameter of an anion is 10A). We will present the changes in the number of layers
as the interplate gap is reduced and correlate them with the changes in the normal
force F, which is acting on the Top plate.

For the minimum simulated plate-to-plate distance d, = 11 A, shown in Fig-
ure 3.20(A) we can observe a pronounced peak in the anion density distribution
close to the Bottom plate which is aligned with a well-defined anionic layer inside
the gap. The anion peak is marked with the 1C'U indication. In the case of cations,

there are two peaks attached below and above the anionic peak. This situation
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Figure 3.20: Snapshots of system configurations at points {A, B,C, D, E, F,G, H}
from Figure 3.19 and corresponding density distribution of cations/anions along the
z axis. The position of the atomic centers of the innermost layer of the Top and
Bottom plate is denoted by z7 and zp, respectively. The Bottom plate is fixed and
zp = 21 A. The ions are deliberately depicted smaller than their L.J radii in order
to allow a direct observation of the layering. In Figures (A) and (C) the annotations
indicate the anion layer vertical order from the bottom (1, 2, 3) and the lateral

placement: (C)onfined and (U)nconfined.

corresponds to the formation of two incomplete cationic layers inside the gap. With
increasing plate-to-plate distance d. the normal force F, is decreasing, with a sign

change of F, at d. = 12.7 A. In the range 12.7 A< d. < 15.7 A the normal force
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remains negative. This means that the IL is pulling the plates together, since
the ions strive to reduce their interlayer distance, as well as the distance between
themselves and the plate atoms. Such behaviour is typically observed in systems
exhibiting layering transition, already seen in systems of both neutral molecules
[36] and ILs [69]. With further increase of d, the force becomes positive again, and
reaches a local maximum at the point (C) in Figure 3.19. At this point we observe a
change in the number of anion layers confined in the gap from one to two, as shown
in Figure 3.20(C). In Figure 3.20(C), the plate-to-plate distance is d, = 17 A and
the two bottom peaks of the anion/cation density distribution, denoted by 1CU
and 2C, are inside the gap. A third smaller anion/cation density peak, denoted by
2U in Figure 3.20(C), is the result of the ordering initiated at the Bottom plate’s
surface and is actually outside the confinement gap. The vertical distance between
the peaks 2C' and 2U is approximately 3.5 A and corresponds to the effect of the
compression of the IL from the Top plate. Further increase of the plate-to-plate
distance results in a continuous decrease of the normal force without a sign change
as the positions of peaks 2C' and 2U become aligned, check Figure 3.20(D) for a
distance d, = 20 A. Further increase of the interplate distance results once more in
a reversal of the sign of the normal force (i.e., F, < 0 for 21 A < d, < 23.5 A). At
the midpoint between the plates a broad maximum of cation density distribution
can then be observed, see Figure 3.20(E). The cations, as smaller particles, have a
tendency to fill the space between the more stable anionic layers. When the anions
also start to form a third layer at the midpoint between the two plates the corre-
sponding cationic peak of density becomes sharper and the normal force becomes
positive again, see Figure 3.20(F). In this case the cations can form a layer more
easily while the anions remain scattered. This is the opposite behaviour to the one
typically observed, where the larger anions tend to order more strongly due to the
excluded volume effect [118]. From Figure 3.20(F) to Figure 3.20(G) an interest-
ing transition can be observed, during which the single well resolved cation peak
disappears and a less pronounced cation—anion pair peak takes its place. Finally
in Figure 3.20(H) at d. = 32 A, we observe the clear formation of three anion and

four cation peaks. Considering engineering applications, the steep rise of the normal
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force at small plate-to-plate distances, i.e., d, < 14 A can be beneficial for protecting
against solid-solid contact and consequent wear.

- Analysis of the static force-distance characteristic over intervals
There is a strongly decreasing trend of the maximal normal force which can be

sustained by the system as the number of ionic layers confined between the plates

increases, i.e., for the two ionic layers the maximal force FZI mae = 9 PN, while
for the three ionic layers it is F!! = = 0.25 pN. In our model, the Lennard-Jones

interaction between the plates and the ions is ten times stronger than between the
ions themselves. The ionic layers closest to the plates are therefore more stable than
the layers in the midpoint of the gap (interval II). As a result, the three-layer system
becomes less dense and can build up a lower normal force compared to the two-layer
system.

We have selected two intervals of interest for the interplate distance which cap-
ture the presence of local maxima and subsequent minima of the normal force F,
accompanied with the compression of IL. This corresponds to the expulsion of
a cation-anion layer pair from the gap. The intervals are: d! = [14.2,20] A,
d’ = [22,27] A, and they are labeled as I and II respectively. In order to un-
derstand the changes of the system configurations and to correlate them with the
changes of the interplate distance, snapshots of the system from the M D simulations
corresponding to several characteristic points of the intervals I and II have been
selected and studied in more detail: 1,9, IT; 2 which correspond to the limits of the
intervals, and the local maximum of the interval I, labeled as I5.

The left vertical panel of Figure 3.22 shows the system configuration in the yz
cross-section and the ionic density distribution along the z—direction obtained in the
equilibrium force—distance simulations for the three characteristic points of the inter-
val I: {I, I, I3}, corresponding to the interplate distances d, = {14.2,20,17.2}A,
respectively. In Figure 3.23 the left vertical panels show analogous results for the two
characteristic points of the interval II: {II, I}, corresponding to the interplate
distances d, = {22, 27}A, respectively. In addition to the yz cross—section configu-
ration snapshots together with the ionic density distribution along the 2z axis, shown

in the left panels of Figures 3.22 and 3.23 for the cases of intervals I and II, respec-
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tively, we have prepared the xy cross—section configuration snapshots, shown in the

left panels of Figures 3.24 and 3.25.
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Figure 3.21: Dependence of normal force F, acting on the Top plate on interplate
distance d,. Five characteristic points {I, Is, I3, II1, IIs} with corresponding
interplate distances d, ~ {14, 20, 17, 22,27} A are marked on the F, (d,) curve. Also,
the two characteristic intervals of d, are labeled, where the interval I is bounded
by the points I; and [, while the interval I is bounded by the points I1; and I1,.
The horizontal solid line denotes F, = 0 pN. The dashed line connects the points

obtained from the simulation and serves as a visual guide.
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Figure 3.22: Configuration snapshots (yz cross—section) accompanied with ionic
density distribution along the z direction in three representative points of the interval
I: {Iy, I, I3}. Left panels correspond to the static case of Top plate’s movement,

while right panels correspond to the dynamic case of Top plate’s movement.

3.4.1.2 Dynamic force-distance characteristic

We have investigated the dynamic behaviour of the I'L during a periodic linear
movement of the Top plate along the z axis, between the two limiting points of the
intervals I and II. The space between the solid plates was in this way periodically
expanded and compressed. Periodic movements of the Top plate were performed at
three constant velocities V., = {0.1, 1,10} m/s but no velocity dependent differences
in the system behaviour were observed. We have performed ten cycles in order to
determine how much do the cycles differ and to determine a statistically reliable
average cycle. The confined ionic liquid lubricant responds to the cyclic movement

with a hysteresis in the normal force F, (d,) as shown in Figure 3.26. We present
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Figure 3.23: Configuration snapshots (yz cross—section) accompanied with ionic
density distribution along the z direction in two representative points of the interval
II: {II, II,}. Left panels correspond to the static case of Top plate’s movement,

while right panels correspond to the dynamic case of Top plate’s movement.

static case dynamic case

Figure 3.24: Configuration snapshots (zy cross—section) in two representative points
of the interval II: { II1, IIs}. Left panels correspond to the static case of Top
plate’s movement, while right panels correspond to the dynamic case of Top plate’s
movement. We have highlighted the confined region with dashed lines (Top plate’s
width along the y axis is a half of the total system’s width) and also we have sketched

crystallization patterns with solid lines.
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static case dynamic case

Figure 3.25: Configuration snapshots (zy cross—section) in three representative
points of the interval I: {I;, I, I3}. Left panels correspond to the static case
of Top plate’s movement, while right panels correspond to the dynamic case of Top
plate’s movement. We have highlighted the confined region with dashed lines (Top
plate’s width along the y axis is a half of the total system’s width) and also we have
sketched crystallization patterns with solid lines. Periodic boundary conditions are
applied in the x and y directions, while simulation box, which is cubic, is kept fixed

in the z direction.

both the raw data of all cycles (thin solid lines) and a smooth average cycle (thick
solid line). In the case of interval I there are three points of interest {I;, Is, I3},
corresponding to the points noted in Figure 3.21. Points I, and [5 are the starting
and ending point respectively and the point I3 corresponds to the maximum of the
normal force F, in the smooth average cycle. We observe that between each two of
those points there are clear tendencies in the average cycle of the normal force as a
function of the interplate distance F, (d,). First, in the segment I; —1, i.e., in the
extension half of the cycle, there is a continuous increase of the normal force F), from
negative values up to the value around zero in point /5. In point /; there is one

anionic layer confined in the gap and normal force F), has a negative value. With the
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dynamic increase of the gap ions are pulled-in from lateral reservoirs into the gap.
In point I, an additional cationic-anionic layer pair is fully formed in the gap, hence
increasing the number of confined anionic layers to two. Next, there is the segment
Iy — 13 where the ions are compressed within the gap, which is consistent with the
continuous increase of the normal force F},. In this segment, the normal force F, takes
positive values meaning that the ionic liquid shows resistance to the compression
but does not flow out. After that, in segment I3 —1; there is a sharp decrease of
the normal force F, which is correlated with the squeezing—out of the additional
cationic-anionic layer taken in from the lateral reservoirs during the extension half-
cycle. During the compression half-cycle there is a return to the initial state I,
where the interplate gap contains one compact anionic layer. We should note that
the distributions of cations and anions in the dynamic case for interval I bear close
resemblance. Let us now discuss the changes in the number of confined ionic layers
as a function of the interplate distance and correlate them with the changes in the
normal force F, acting on the Top plate: in the range d, = [11, 14.2] A the normal
force F, acting on the Top plate has a steep decrease, reaching the minimum at
point I;. For the point I; at d, = 14.2 A, check Figure 3.22, we can observe a
pronounced peak in the anion density distribution which is aligned with a well—
defined anionic layer inside the gap. In the case of cations, there are two peaks
attached below and above the anionic peak. This situation corresponds to the
formation of two incomplete cationic layers inside the gap. The value of normal
force F, is negative and in point /; it has the deepest minimum when considering the
whole F, (d,) characteristic. With increasing plate-to-plate distance d, the normal
force F. is increasing, with a sign change of normal force F, around d, = 15.7 A in
the equilibrium case and d, = 17.8 A in the dynamic case, check Figures 3.21 and
3.26(a), respectively. This means that before this point the 7L is pulling the plates
together, since the ions strive to reduce their interlayer distance. After this point,
for F, > 0, enough ions are pulled inside the gap and the I L now pushes the plates
apart. Such behaviour is typically observed in systems exhibiting layering transition,
already seen in systems of both neutral molecules [36] and I Ls [69]. With reversing

into compression in Figure 3.26(a), the normal force F, reaches a local maximum
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Figure 3.26: This figure presents the results of dynamic extension—compression cy-
cles in the intervals [ and II. In panel (a) we present dynamic F, (d,) characteristic
in the interval I: thin lines represent the hystereses of ten dynamic cycles, solid line
on top of them is the smooth average hysteresis. There is also a solid horizontal
line which corresponds to F, = 0. Panel (b) is analogous to the panel (a), just it

presents the results in the interval I1.

in the point I3 at d, = 17.2 A. This is actually the location of the maximum in the
equilibrium case as well, check Figure 3.21. With the further decrease of d, beyond
the point I3 there is a continuous decrease of the normal force up to the distance

d, = 14.2 A as IL starts flowing out of the gap. Still, one should note that there
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are two differences between the two systems:

(1) the sign of the normal force in point /5 and

(77) the magnitude of the normal force at local maximum /3.

In the case of cyclic (dynamic) movement of the plates, the normal force is positive
F, > 0, i.e. the IL keeps pulling apart the plates at point /5 and the maximum
of the normal force in the point I3 (F%" = 1 pN) is lower than in the static case
(Fetat = 3 pN). Both observations indicate that the plate’s motion is preventing
the ionic liquid to fully fill the void space of the gap. Also, there is a substantial
slip during the ejection of IL from the gap, which results in a lower normal force.
Otherwise, if no slip would be present the maximal normal force at velocity V, =
1 m/s should be about two orders of magnitude higher based on the bulk viscosity
coefficient calculated in section 3.3.

Partial filling of the gap due to the motion of the walls is even better observable
in the results for the interval II. While the equilibrium characteristic has a local
maximum, check Figure 3.21, in the dynamic case there are only two characteristic
points (starting and ending point {1, I15} and a monotonously increasing normal
force between them. At point II; at d, = 22 A in the static case, we notice that
at the midpoint between the plates there is a broad maximum of the cation density
distribution, see Figure 3.23. In the static case we notice that, similar to the tran-
sition from one to two anionic layers within the interval I, there is a transition from
two to three anionic layers within the interval /I, which happens in proximity of the
point d, = 24 A. At point II, we notice two sharp anionic layers in the proximity
of the plates and the third anionic layer which is broader, less sharp and positioned
in the middle of the interplate gap, check Figure 3.23. In the dynamic case the
number of layers remains the same in the interval /I, they just get separated during
the extension and a formation of additional ionic layers by the ions flowing from the
lateral reservoirs into the gap does not take place, check Figure 3.23.

We can conclude that in a confined system with strong interaction between the
walls and the IL, the major driving force that pulls /L into the gap between the
plates is the interaction with the wall atoms rather than the inter—/L interactions.

In order to visualize what happens in the vicinity of the plates, we are presenting

104



3. Ionic liquids

snapshots of zy cross—section configurations in the intervals I and II, check Fig-
ures 3.24 and 3.25, respectively. Even on a cursory look, one sees that the phase
behaviour of the confined /L is complex: in Figure 3.24 there was no movement of
the I'L in and out of the gap and the I L formed a two—dimensional square crystal on
both surfaces during the dynamic case. In the equilibrium configurations, there are
probably enough ions in the gap that allow the I L to obtain its liquid-like character.
On the other hand, in Figure 3.25, we observe a salt-like ordering taking place in
all representative points {1y, I5, I3} of the static configurations. In the dynamic case
the IL exhibits some level of ordering for a small gap (/1) and it is amorphous in
the other two points.

At this point, we would like to quantify how could the processes described above
contribute to the energy losses. If two macroscopically smooth surfaces come into
contact, initially they only touch at a few of these asperity points. A motion of two
bodies in contact lubricated by an ionic liquid would involve the generation of new
contacts and the separation of the existing ones. lonic liquids are characterized by
strong Coulombic interactions between the particles. By calculating the area covered
within the average cycle of the F, (d,) curves in Figure 3.26, we calculate the amount
of work invested per average dynamic cycle, i.e., the hysteretic energy losses. There
is a big difference in the amount of invested work in the two intervals: 3.5236 pN - A
for the interval I compared to 0.2844 pN - A for the interval II, where the vertical
displacement of the Top plate in the two intervals is roughly the same Ad, ~ 5 A)
This is consistent with a strongly decreasing trend of the maximal normal force which
can be sustained by the system as the number of ionic layers confined between the
plates increases, i.e. for the two ionic layers the maximal normal force F/ = 3 pN,

zZ,max

while for the three ionic layers it is F!Z = 0.25 pN, corresponding to the two

zZ,max

maxima of the static force-distance characteristic in Figure 3.21.

3.4.1.3 'Tribological behaviour of confined salt model of ionic liquid

- Tribological behaviour under different conditions in terms of interplate
gap and external pressure

Following the detailed study of the static and dynamic system, we turn our focus to
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exploring tribological behaviour of confined SM ionic liquid under given conditions.
Namely we impose a relative motion between the plates in the x-direction and as a
result frictional forces can be observed. The dynamics of the plates impact the IL
and result in an overall longitudinal force acting on each solid body. In order to eval-
uate the trends of specific friction we have performed simulations at different plate
velocities and at two interplate distances. The simulations have been performed for
a broad range of the Top plate velocities Vi, = {0.1,0.2,0.5,1,2,5,10} m/s, with the
Bottom plate kept fixed. We have compared cases with different external pressures
applied on the IL: pey, = {0,120,250} kPa and two different interplate distances
d, = 17 and 27 A. The simulations were performed as follows: Points (C) and (G)
in Figure 3.20 were chosen as the starting configurations. The simulations ran until

the Top plate had covered a distance of dy = 50 A along the z-direction.

Table 3.4: Results for the coefficients a, b in the relation (Fy)/(F,) = alog(Vx/Vies)+
b, where Vi.y = 1 m/s. The results were obtained using the least-squares method.

| Case \ a \ b | R? |
(A) d, =17 A, peyy = 0 kPa -0.0006(2) | 0.0039(2) | 0.63
(B) d, = 27 A, pest = 0 kPa 0.016(5) | 0.036(3) | 0.72
(C) d, = 27 A, peyr = 120 kPa | 0.007(2) | 0.017(2) | 0.26
(D) d, = 27 A, per = 250 kPa | 0.002(1) | 0.003(1) | 0.62

Therefore, the cases with lower velocities required an increased total time. The forces
acting on the Top plate were monitored, as shown in Figure 3.27 for a randomly
chosen case. It was observed that the normal force remained roughly the same
after the onset of the simulation. Steady-state conditions were assumed following
a displacement of d, = 10 A, and then average values were calculated using the
statistics until the completion of the simulation. The results for the specific friction
(Fx)/(F,) are shown as a function of the sliding velocity Vi in Figure 3.28. The
specific friction (Fy)/(F,) is defined as the ratio of the time averaged frictional
and normal force F; and F, respectively and is different to the Coulomb friction
coefficient p = 9Fy/0F,. In our simulated cases we have observed either a weak

or a logarithmic dependence of specific friction on velocity. The numerical values
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Figure 3.27: Temporal evolution of total normal and axial forces acting on sliding
surface for the interplate distance d, = 27 A and Top plate axial velocity Vi =
10 m/s. Dashed lines show the raw numerical data which are smoothed using the

solid lines for a clearer identification of trends.

were fitted to a linear function of the form (Fk)/(F,) = alog (Vi/Vies) + b, where
Vier = 1 m/s. The coefficients a, b obtained from the simulation data are listed in
Table 3.4. A reasonable fit to the linear regression curve can be observed for most
cases. In the case of pe,; = 120 kPa, the system is potentially in a transition between
the two significantly different cases of zero and high pressure, which can explain the
poorer quality of the fit to the linear curve. The logarithmic dependence indicates
typical elasto-hydrodynamic lubrication conditions [119]. On the other hand, the
weak dependence of specific friction on velocity has also been observed in previous
studies of /L lubrication, check Reference |39, 56].
- Impact of ionic liquid confinement gap and pressurization

The influence of the interplate distance on specific friction was initially analyzed,

while the applied external pressure on the I L pey was kept equal to zero. In contrast
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Figure 3.28: Dependence of specific friction (Fy)/(F,) on velocity V, at external
pressures peg: = {0,120, 250} kPa and interplate distances d, = 17 and 27 A. The
error bars represent the standard deviation of the average values obtained from the
simulation data. The curves showing the specific friction trends were obtained by

linear regression and the corresponding parameters are listed in Table 3.4.

to the previous studies of IL lubrication [39, 56|, our system has shown a strong
crystalline ordering induced by confinement. The normal force was roughly ten times
higher in the case of the smaller interplate distance, i.e., for d, = 17 A compared
to d, = 27 A. On the other hand, the lateral force F, remained at similar levels,
therefore leading to a sharp decrease of the specific friction values. At the same
time, the weaker confinement and the smaller normal force for d, = 27 A resulted
in a steeper slope of the curve (Fy)/(F,).

In order to understand the potential correlation of the I L structure with the aris-
ing frictional forces, the confinement zone was observed in detail using Figure 3.29,
where a side view (left side) and top view (right side) of the system is shown. In
the top view, the system is shown with the solid and IL particles above the upper
plate’s plane removed. In this plot the ions are depicted with their corresponding

LJ radii in order to achieve a realistic visualization of the structure. The anions
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form a locally cubic structure, check right panel Figure 3.29(A), while the crystal
direction of the cubic structure is indicated with the dashed lines. If we look into
the structure of the /L in the confinement zone, Figure 3.29(A) and (B), we can
observe a single, well-resolved crystal structure in the case of d, = 17 A, while in
the case of d, = 27 A some defects are present. It can also be observed that outside
the gap, the L remains in a disordered, liquid state.

Further clarification can be attained by plotting the ionic density distribution
profiles inside and outside the gap in Figures 3.30(A) and (B). It can be observed
that at the plate-to-plate distance d, = 17 A, both cation and anion peaks of
density distribution function inside the gap are narrow and sharp. In addition, both
the anion and cation peaks in each paired layer are located at approximately the
same 2z location. These findings confirm that under these conditions the IL is in
a crystalline, "solid-like" state with minimum disorder. In the case of a wider gap
d, = 27 A the anion peaks next to the walls remain narrow, with a third broader
one appearing in the center. The cation arrangement is more dispersed, with double
peaks appearing above and below each anion peak. These statistics indicate a more

layered, less strictly ordered state.
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(A) dz=1 ?ﬁ\,. Pext=0

(C) d=27A, pext=120kPa

i
H
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(D) dz=27A, pext=250kPa

Figure 3.29: Side (yz) and top (zy) views of the snapshots from four separate friction
simulations. The top views correspond to the planes marked with dashed lines in
the side views and do not include the solid and L particles above the upper plate
plane. The ions are depicted according to their L.J radii in order to visualize the
crystalline structures. The dashed lines in the top views denote the crystal direction

of self-formed cubic structures.
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Figure 3.30: Density distributions of ions along the z axis inside (dashed lines) and
outside (solid lines) the confinement zone between the solid plates for configurations
shown in Figure 3.29. The position of the atomic centers of the innermost layer of
the Top and Bottom plate is denoted with z1 and zg, respectively. Bottom plate is
fixed with 2 = 21 A.

The difference in the extent of confinement-induced crystallization is a probable
reason for the observed steep slope of specific friction since the observed defects
can interact more strongly with the upper plate at higher velocities and contribute
to the increase of friction force. Our observations show some similarity to the be-
haviour previously seen in Lennard-Jones systems where systems at pressures above
a certain critical value and at sufficiently low velocities exhibited such behaviour. In
these studies, check Reference [42], the shape of fluid molecule was identified as the
main parameter that controls crystallization through the promotion or prevention
of internal ordering.

In addition to the impact of different confinement gaps, the effect of I L pressur-
ization was studied, while the interplate distance was kept constant. More specifi-
cally, a gap of d, = 27 A was used, while different pressures pe,s = {0, 120,250} kPa

were applied.
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Through observation of Figure 3.30(B)-(D), it can be seen that the application
of external pressure prevents the wetting of the side walls of the Top plate and leads
to a distinct crystallization of the unconfined L. On the other hand, the ion density
profiles inside the confinement zone are moderately influenced.

Friction results for increasing values of applied pressure p.,; are consistent with
the observations from Figure 3.28 with specific friction decreasing as the ordering of
the I L increases. It can be seen that for high external pressure, i.e., pess = 250 kPa,
the slope of the specific friction curve almost vanishes.

Figure 3.29(C) shows that for pe,; = 120 kPa the local cubic structure induced
by confinement between the plates served as a nucleus for further crystallization
between the plates and a well-ordered single crystallite was formed in this region.
Outside the confinement zone another crystallite was formed with a different orien-
tation. Further increase of external pressure to pe,; = 250 kPa forced the IL in the
void space to crystallize, while at the same time the I'L in the confinement zone was
converted to a number of smaller crystallites, check Figures 3.29(D) and 3.30(D).

The reported results show a dual nature of I L lubrication, with EHL character-
istics at low to medium pressures and confinement gaps that allow more than two
distinct anion/cation pair layers to form. At higher pressures and smaller distances,
which can be translated as mixed lubrication conditions, the I'L is transformed into a
solid-like body, while specific friction decreases to low values which are independent
of the sliding velocity. This behaviour can be beneficial in engineering applications
such as the piston ring—cylinder liner system, where it can be assumed that the I L
crystallization can potentially help in preventing the solid contact between the solid
surfaces, along with the associated high friction and wear.

- Shear behaviour of confined salt model of ionic liquid
In order to study the behaviour of our confined SM ionic liquid under shearing
we apply a relative motion between the plates along the = direction. The Bottom
plate is kept fixed and a constant velocity Vy is imposed on the Top plate. We are
interested in establishing how does the lateral (frictional) force Fy depend on the
confinement gap d, = {12, 14,16, 18,22, 25} A. In Figure 3.31 we are showing the

dependence of the time averaged frictional force divided by the contact area of the
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Figure 3.31: Dependence of the frictional force divided by the contact area of the

Top plate with IL lubricant (F,)/Sy, on the interplate distance d,. The three

representative points {P;, P, P3} are marked. Points obtained in simulations are

shown as circle markers, accompanied with errors along the y axis. Linear fit through
those points is shown as a solid line. In the inset dependence of specific friction
(F,)/(F.) on the interplate distance d, is shown, with y axis in log scale. Simulation

points are shown as circle markers, while the dashed line serves as a visual guide.

Top plate and the IL lubricant, i.e. (Fy)/Sy, on the interplate distance d,. We
observe a linear increase of the frictional force per contact area with the increase
of the interplate distance, with a slope of 4 nN/um3. In the inset of Figure 3.31,
we are showing the dependence of specific friction defined as the ratio of the time
averaged frictional and normal force (Fx)/(F,) on the interplate distance d,. By
comparing Figure 3.31 with the results for the bulk liquid in Figure 3.12 we observe
that there is no correlation with the lubricant viscosity (i.e., otherwise frictional
force would be three orders of magnitude higher). This leads us to the assumption
that our pressurized systems, whether they form a crystalline lattice or not, do not
lie in a typical hydrodynamic regime and operate under full slip conditions in which
the ionic liquid moves together with one of the walls. As there is no solid—solid
contact between the two surfaces, but lubrication through very thin, highly viscous

films which are solid-like, mixed or dry lubrication are the two potential regimes
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Figure 3.32: Dependence of the frictional force divided by the contact area of the Top
plate with /L lubricant (F) /Sy on the Top plate’s lateral velocity V,, = 0.1—-10 m/s.
The error bars represent the standard deviation of the average values obtained from
the simulation data. The lines showing the friction trends are obtained by linear

regression.

that can describe the observed conditions. A parametric study on different shearing
velocities Vi = 0.1—10 m/s at two wall separations d, = 17, 27 A provides additional
information for the characterization of the tribological regime of our system. In
Figure 3.32 one can observe a logarithmic (weak) dependence of the frictional force
per contact area on lateral velocity of the Top plate’s movement, which is consistent
with the observations of previous studies of /L lubrication, check Refs. [39, 56].
From Figure 3.31 we have selected three representative points with d, = {12,18,25} A

labeled as { Py, P», P3} respectively. We provide an overview of the yz configuration
cross—sections together with ionic density distributions along the z axis (check Fig-
ure 3.33) at the simulation onset ¢ = 0 and after ¢ = 3 ns. In the panels of
Figure 3.34 we have highlighted the confined region with dashed lines (the Top
plate’s width along the y axis is half of the total system’s width) and we have also
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Figure 3.33: Configuration snapshots (yz cross—section) accompanied with ionic
density distribution along the z direction in three representative points { Py, Py, P3}.
Left panels correspond to the start of friction simulations ¢ = 0, while right panels
correspond to the end of friction simulations ¢ = 3 ns. Top plate’s lateral velocity is
set to V, = 2 m/s, total simulation time is i, = 3 ns, hence all friction simulations
have run until the Top plate had covered a distance of d, = V. - tio; = 60 A along

the x direction.

sketched crystallization patterns with solid lines. In Figures 3.33 and 3.34 we show
initial configurations at the input of shearing simulations, together with the final
configurations obtained after the shearing simulations. We observe that any ini-
tial crystallization is not lost due to the lateral motion of the Top plate, but only
slightly modified due to the motion, which suggests that the lateral movement does
not alter the ordering. This is a significant finding since the longitudinal movement,
i.e., movement along the z-axis does alter the local ordering (it destroys the crystal

structure in small gaps and induces it in larger ones).
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t=0 t=3ns
y

Figure 3.34: Configuration snapshots (xy cross—section) in three representative
points { P, P, Ps}. Left panels correspond to the start of friction simulations ¢ = 0,
while right panels correspond to the end of friction simulations t = 3 ns. We have
highlighted the confined region with dashed lines (Top plate’s width along the y
axis is a half of the total system’s width) and also we have sketched crystallization
patterns with solid lines. Top plate’s lateral velocity is set to V, = 2 m/s, total
simulation time is t;,; = 3 ns, hence all friction simulations have run until the Top

plate had covered a distance of d, =V, - t;o; = 60 A along the z direction.

3.4.2 Confined tailed models of ionic liquid

For the study of T'M ionic liquids under confinement, we use the M D simulation
setup of ILs under confinement shown in Figure 3.5 in section 3.2. We use that
setup throughout this section in order to investigate both the static and dynamic

behaviour of confined T'M ionic liquids, as well as, their lubrication performance.
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We keep the simulation setup geometry fixed, and we change the ionic liquid.

3.4.2.1 Static force-distance characteristic

Confinement induces layering in IL thin films [64, 116]. In order to understand
how does an interplay between layering and molecular geometry of T'M ionic lig-
uids alter the load bearing capability of IL thin films, we calculate the quasi-static
force-distance characteristic. We follow the evolution of the normal load F, acting
on the Top plate as a function of the interplate distance d,. In order to ensure static
conditions, the interplate distance is changed through a series of alternating steps,
called move and stay steps, related to the movement of the Top plate and subsequent
relaxation of the I L structure, respectively. We provide a detailed description of the
procedure of modifying the interplate gap in the simulations of the static behaviour
of confined ionic liquid: Top plate is moved along the z axis at a constant velocity
V, = 5 m/s for a period of time ¢y, = 5 ps; During the move period the elastic
constant of cation—tail bonds takes its original value of K = 80 kCal/ molA®. After
the transition regime happening during the move period finishes, we apply conju-
gate gradient (C'GG) minimization (for the details about C'G' minimization method
check ) on the ions, in order to minimize their internal energy and relax them after
the move period. As the ion minimization procedure is done, ions take positions
which ensure their minimal internal energy. In case of SM model of IL, ion mini-
mization procedure performs fine, enabling well-relaxed IL [64]. However, we have
noticed that in case of T'M models of L, due to a rather high value of the elastic
constant of cation—tail bonds, ion minimization procedure does not perform fine.
The key action of minimization procedure is the repositioning of the charged parti-
cles (i.e. cations and anions), since they interact strongly via Coulombic potential.
Cations are bonded to neutral tails via bonds, hence they do not have that much
freedom to rearrange during the minimization procedure, compared to anions. We
have solved this problem by taking a low value of the elastic constant (i.e., 1% of
its original value, K™" = K /100 = 0.8 kCal/ molA2) during the ion minimization
procedure. As the ion minimization procedure finishes, elastic constant K gradu-

ally increases and restores to the original value. This gradual increase is realized
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via subsequent steps in which elastic constant takes the values from the next list:
K €{0.8,2,4,10,20,40} kCal/molAz, where elastic constant takes each of the listed
values for a period of time At = 2.5 ps. As the elastic constant gets restored to the
original value, Top plate stays fixed for another 2At¢ = 5 ps during which period the
average value of the normal force F) is calculated and that value is presented as a
simulation point in F, (d,) static characteristic, i.e., in Figure 3.35. Hence, a stay pe-
riod is made up of: ion minimization procedure with elastic constant K™ = K /100,
the stepwise increase of K for 6At = 15 ps and the calculation of the average value
of the normal force F, with the original elastic constant K for 2At¢ = 5 ps. In total,
the time duration of the stay period is ¢4, = 20 ps. In order to avoid a systematic
error due to the initial position or direction, the Top plate movement is performed
in different directions and from different initial configurations, hence Figure 3.35
shows the averages. The Top plate movement procedure consisting of move and
stay periods is repeated until the distance d™" = 11 A is reached.

The results for the force-distance characteristic of the three T'M ILs are pre-
sented in Figure 3.35, where three different markers correspond to the three IL
models. The normal force F,, strongly and non-monotonically depends on the dis-
tance d,. These changes of the normal force F, are correlated with the squeezing
in and out of cation/anion layer pairs into the gap, as already observed experimen-
tally [117] and theoretically [64]. The normal force becomes negative, i.e., F, < 0
only in the case of small tails (T'M3). The negative values are a result of the IL try-
ing to reduce the plate-to-plate distance due to the adhesion forces inside of /L. The
increasing tail size seems to reduce the effect of adhesion: for large tails (7'M9) the
normal force at the minimum is close to zero, while for symmetric cation molecule
(T'M5) it becomes positive, i.e., F, = 2 pN. For all three curves corresponding to
the three T'M ionic liquids we can identify three characteristic ranges of the plate-
to-plate distance d,:

Segment (1): initial segment (11 A< d, < 13.8 A) characterized by a monotonous
and steep decrease of the normal force F,
Segment(2): interval I (13.8 A< d, < 19.8 A) characterized by the presence of local

minima and maxima peaks of the normal force F},, and
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Figure 3.35: Dependence of normal force F, on interplate distance d,. Five charac-
teristic points denoted with {A, B, C, D, E'} with corresponding interplate distances
d, = 13.8,15.5,18.0,19.8,25.8 A, respectively, are marked in the figure. They are
chosen in the way that: point A is located in the proximity of a local minimum for
all three cases; point B corresponds to a local maximum for T'M5 model; point C
is located in the proximity of a local minimum for T'M3 and T'M5 model; point D
is located in the proximity of a local maximum for TM3 and T'M5 model; point E

is chosen according to the condition DE = AD. For reference, the black horizontal

line denotes F, = 0. The lines connecting points (averages of normal force) serve as
visual guide.

Segment (3): interval II and beyond (d, > 19.8 A) characterized by a continuous
and gentle decrease of the normal force F,, where in all three cases the normal force
practically becomes zero when d, > 32 A.

We will briefly describe the segments of F), (d,) curves, pointing out similarities and
differences between the different /L models. In the initial segment, (i.e., for small
gaps d, < 13 A), the normal force F, is practically the same for all three systems,
meaning that it does not depend on the tail size. The steep rise of the normal force
with compression in the range d, < 13 A is a sign of a very high resistance of the
single anionic layer left in the gap to squeezing out. On the other hand, at large gap
values (i.e., d, > 32 A), the normal load F), in all three 7'M ionic liquids is similar

and small. We can conclude that at large gaps there is a low resistance of IL to the
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gap changes. Significant differences in the force-distance curves, depending on the
tail size, exist only in the interval I, (i.e., 13.8 A< d, <198 A). In the case of the
TM3 model, the F, (d,) characteristic has two local minima and maxima and one
saddle point, in the T'M5 model there are two local minima and maxima, and in
the T'M9 model, there is one local minimum and maximum.

In the present setup, I'L lubricant remains an infinite continuous body in = and
y directions. However, there is a difference in IL's structure depending on the fact
whether it is confined inside the gap between the Top and Bottom plate or it is
located in the lateral reservoirs (LRs), see Figure 3.38. Ionic liquid confined inside
the gap forms alternating cationic—anionic layers, while ionic layering in LRs is less
pronounced beyond first two layers, see Figure 3.38. Besides that, from Figure 3.38,
we notice that in all three systems the layer closest to the solid plates is formed by
cation—tail dimmers. We might label the layers formed alongside the solid plates as
fixed layers, since they always form first. Inside the interplate gap ionic ordering is
dictated according to the layers formed next to the solid plates:
(1) Bottom plate - cation—tail layer - anionic layer, looking from the bottom,
(77) Top plate - cation—tail layer - anionic layer, looking from the top, where bottom
and top correspond to the position along the z axis.
In Figures 3.36 and 3.37 we present 5 x 3 panels of configuration snapshots for 5
chosen characteristic points of 3 T'M models. The atoms are depicted keeping the

ratios of their sizes.
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Figure 3.36: Configuration snapshots (zy cross section) of T'M3, TM5 and
TM9 models in five characteristic points {A, B,C,D,E}. Five characteristic
points, denoted with {A, B, C, D, E'}, have corresponding interplate distances d, =
{13.8,15.5,18.0,19.8,25.8} A, respectively (see also Figure 3.35).

- IL structure inside and outside the interplate gap

In Figure 3.39 we are showing the ionic density distribution along the z axis for
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Figure 3.37: Configuration snapshots (yz cross section) of TM3, TM5 and T M9
models in five characteristic points {A, B,C, D, E} (see also Figure 3.35). This
figure presents the changes taking place in the confined ionic layers as the interplate

distance changes in case of static force-distance simulations.

the three IL models, in points A to E, i.e, d, = {13.8,15.5,18.0,19.8,25.8} A. A
common feature of all investigated I L models is the formation of fized cationic layers
along the whole length of the solid plates (Top and Bottom plate). The fixed layers
and their stability are a result of strong L.J interactions between the plates and ions.

In general, the smallest particles form the first layer next to the plates.
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Figure 3.38: Configuration snapshots (yz cross section) of TM3, TM5 and T'M9
models in a characteristic point A marked in Figure 3.35. This figure represents an

illustration of ionic layering.

For TM3 the first layer to the plates is formed by the tail particles (which are
part of the cation-tail pair), while for TM5 and TM9 models these particles are
the cations. The consecutive layers are formed inside the interplate gap via com-
bined volume exclusion and Coulombic interactions and their ordering is consistent
with the fixed layers. As a result, tails migrate to the plates in 7'M 3 model, they
mix with the cationic layer when cation-tail dimer is symmetric in 7'M 5 model,
and finally they mix into the anionic layer when they are large in T'M9 model.
Since Coulombic interactions cause the layering with alternating charge sign, an-
ionic layers always separate cationic layers. We focus on analyzing the changes in

the segment between the points A and D, i.e., the interval I. The normal force F,
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Figure 3.39: Tonic density distribution of ions inside the interplate gap of (a) T M3,
(b) TM5 and (c) TM9 models in characteristic points {A, B,C, D, E'} taken from
the static force-distance characteristic presented in Figure 3.35. The positions of the

atomic centers of the innermost atomic layers of the (moving) Top and the (fixed)
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Figure 3.40: Ionic density distribution of ions outside the interplate gap of (a) T M3,
(b) TM5 and (c) TM9 models in characteristic points {A, B,C, D, E'} taken from
the static force-distance characteristic presented in Figure 3.35. The positions of the

atomic centers of the innermost atomic layers of the (moving) Top and the (fixed)
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changes rapidly and non-monotonically with the interplate distance d, in the inter-
val I, check Figure 3.35. For the minimum of F, in the vicinity of point A, i.e., for
the interplate distance d = 13.8 A, we can observe a well-defined anionic layer in
Figure 3.39. The most interesting change takes place during the transition A —
B when the single layer of anions is split into two layers, check Figure 3.39. As a
result, the normal force F, increases and reaches a local maximum in the proximity
of point B, i.e., for plate-to-plate distance d? = 15.5 A. We observe that additional
anion-cation pairs are pulled inside the gap in Figure 3.41. We also observe that
the two anionic layers in Figure 3.39 for point B and the one for point A have the
same maximum number density. As we increase d, further, the number of anionic
layers confined inside the gap remains unchanged and the normal load drops slowly.
At the same time, the number of ions inside the gap steadily increases with the gap
width. Nevertheless, this increase is not sufficient to keep the density of IL inside
of the gap constant (check Figure 3.41). Looking into the changes in the spatial
distribution of IL components, as more cation-anion pairs are pulled into the gap
(going from A — E), we observe a steady increase of the concentration of anions in
the layer next to the Bottom plate. In the case of T'M5 model we have an increase
from n4ys = 18 atoms/nm? to n2,; = 27 atoms/nm?, check Figure 3.39. When we
further look at configuration snapshots for T'M3 and T M5 model, a formation of
additional layers inside the gap is visible, between the points C and D. This can also
be clearly observed in Figure 3.39 and results in smaller maximum around d, =19 A,
in Figure 3.35. We can conclude that the form of the normal force-plate distance
characteristic is not correlated with the number density of the I L molecules inside
the gap, but the layer formation seen in Figure 3.39. As the interplate distance d,
increases further, from point D to E, we notice additional cations in the middle of
the gap and formation of a third cationic layer in all three systems. We can make
an interesting observation that for all three models the tails in the middle of the
confinement are grouped in three regions: with cations at z = 34 A, and in the
middle between cationic and anionic layers, i.e., z = 30,38 A, check in Figure 3.39.
This outcome is reminiscent of the findings from Reference [71] where the authors

have experimentally obtained the formation of the tail-to—tail bilayer of cationic
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Figure 3.41: Evolution of the number of confined ionic liquid (/L) molecules (bottom

curves) and density (top curves) inside the gap with gap width d, for TM3, TM5
and T'M9 models in characteristic points {A, B,C, D, E'} selected from the static
force—distance characteristic (Figure 3.35). The corresponding axes for the number
of IL molecules and the density are given on the left and right side, respectively.
The densities at characteristic points for the dynamic cases (intervals I, 1) of TM5
model are also given, i.e., I 23 and I o, for the purpose of comparison with the
static case of T"M5 model.

dimers in case the alkyl chain length is oversized. In Figure 3.42 we present how do

the number of confined I L molecules and density depend on the interplate distance
d, in dynamic cases for TM3, TM5 and T M9 models. In all three T'M models, we

notice the same tendencies for both Ny, and py;, dependences on d,.
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Figure 3.42: Evolution of the number of confined ionic liquid (/L) molecules (bottom
curves) and density (top curves) inside the gap with gap width d, for TM3, TM5
and T'M9 models for the dynamic cases (intervals I, 1), i.e., I; 23 and II; 5. The
corresponding axes for the number of L molecules and the density are given on the

left and right side, respectively.

- IL crystallinity: influence of the gap
We show the xy cross-section snapshots in Figure 3.36 in order to observe the IL's
in-plane structure at the cross-section just below the Top plate. We mark the
boundaries of the Top plate spatial region with the vertical dashed lines. The
central area of the panels in Figure 3.36 corresponds to the interplate gap region
and it represents a half of the total cross-section’s width in the y direction, while
the remaining area corresponds to the lateral reservoirs. The solid lines mark the
orientation of crystal grains in those areas, where we can observe the presence of
structural ordering. In the case of T'M3 model, we observe the presence of partial
triangular ordering only at point B when the structure is the most compressed. We
do not notice any crystallization for symmetric dimers (7'M 5 model), which confirms
that the symmetric tail prevents ordering both under confinement and in the bulk.

Contrary to the previous two cases, we observe crystallization for all configurations
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with the large tail (T'M9 model). Additionally, we observe changes in the type of
crystalline structure. While in the lateral reservoirs a triangular lattice arrangement
is always present, depending on the amount of compression we observe triangular
lattice arrangements in points A and D and square lattice arrangements in points
B and C. Even more surprisingly, the order is lost when the tail-to-tail bilayer is

formed in point E.

3.4.2.2 Dynamic force-distance characteristic

The Top plate was moved between the two limiting points of the intervals I (d4 <
d, < dP) and II (d? < d, < d¥). We have investigated the dynamic behaviour
of the confined IL thin film during the cyclic movement of the Top plate along
the z axis, i.e., the interplate gap was periodically extended (extension half-cycle)
and compressed (compression half-cycle). We have investigated our system at three
velocities V, = {0.1,1,10} m/s, but we did not observe any velocity dependent
differences in the system behaviour. The confined ionic liquid lubricant responds to
the cyclic movement of the Top plate with a hysteresis in normal force F, (d,) shown
in Figure 3.43. We present the detailed results of the T'M'5 model dynamic behaviour
in (a) and (c) panels of Figure 3.43. Also, in (b) and (d) panels of the same figure,
we present together smooth average cycles of our three I L models (TM3, TM5, and
TMD9).
- Narrow gap (interval I): normal force hysteresis

We will now discuss in detail the response of the T'M5 model to the cyclic motion of
the Top plate, in the interval I shown in Figure 3.43(a). Ten cycles of compression-
extension are shown (thin lines) with an average cycle superimposed on them (thick
line). We identify three points of interest: {Iy, I, I3}, i.e., the two terminal points
of the cycle and the point with the maximal normal force, respectively. These three
points also correspond to the points {A, D, B} respectively, in the static characteris-
tics shown in Figure 3.35. Point /3 corresponds to the maximum of normal force F,
both in the cyclic compression cycle and in the static characteristic of 7'M 5 model,
which makes the comparison more straightforward.

The normal force F, decreases down to a value close to zero during the extension
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Figure 3.43: The results of dynamic extension—compression cycles are shown for the
intervals I and II. In the panels (a) and (c) we present dynamic F, (d,) characteristic
in case of T'M5 model, for the intervals I and II, respectively; thin lines represent
the hystereses of ten dynamic cycles, solid line on top of them is the smooth average
hysteresis. There is also a solid horizontal line which corresponds to F, = 0. In
(a) points Iy, I5, I3 denote representative points: I; - starting point, /5 - ending
point, I3 - global maximum of the F, (d,) curve. In (c) points II; and II, denote
representative points: II; - starting point and I, - ending point. The arrows show
the direction of hysteresis (extension I/I11 — I/Il, followed by compression /11,
— I/II,). In the panels (b) and (d) we show together smooth average hystereses
F, (d.) of our three T'M ionic liquids, for the intervals I and II, respectively. Starting

and ending points and arrows are denoted, analogous to the panels (a) and (c).

half of the cycle I —I,. The anion-cation pairs are pulled into the gap from the
lateral reservoirs as the gap is extended and at point /5 an additional anionic layer is
fully formed inside the gap. Actually, instead of the two fixed layers of cations which
share one anionic layer, we obtain two separate anionic layers. The total number of
ions pulled in is about 60 atoms or 0.22 atoms/(nm?ns) at 1 m/s plate linear speed.
In the first part of the compression half-cycle, Iy — 13, the ions are compressed and

the density and the normal force F, increase. Somewhat surprisingly, we observe that
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an equal number of ions flows out while the normal force increases, i.e., I —I3 and
during its sharp drop I3 —1; (check Figure 3.41). The sharp decrease of the normal
force F, in the segment I3 —1; is therefore a result of two processes: out-flow of the
ions from the gap and the collapse of the anionic double layer and its rearrangement
into a single anionic layer. The resulting final density p?g" = 1.95 atoms/nm? of
the system is slightly higher than in the static case p{i* = 1.85 atoms/nm?, check
Figure 3.41. The value of the normal force F, at point [, is similar, i.e., F, = 4 pN
in both static and dynamic case.

In Figure 3.43(b), we observe that each one of the three investigated ionic liquids
(TM3, TM5, and TM9) exhibits different behaviour in the average F, (d,) cycle
during the extension and compression half-cycle. First, at the onset of the extension
half-cycle, i.e. in the point [, the normal force F), has a positive value for symmetric
cations (T'M5 model), it is close to zero for large tails (M9 model), and it is
negative for small tails (T'M3 model). Somewhat surprisingly, the normal force
increases for both TM [ Ls with asymmetric cations (T'M3/T M9 models) while it
decreases for symmetric cation (7'M5 model). The reason for this behaviour is the
strong interaction of the fixed layers of ions adjacent to the plates with the plate
particles. This interaction drives as many ions inside the gap as possible, resulting
in the non-intuitive behaviour of the normal force due to an interplay of density and
intra-I L LJ interactions. During the compression half-cycle for all three ILs the
maximal normal force sustained was about 50% smaller than in the quasi-static case,
i.e., for T'M5 model the maximal force is F}"** = 17 pN in the dynamic case and
F™M@ = 40 pN in the static case (see Figures 3.43(b) and 3.35). This observation
indicates that the Top plate’s motion prevents the I'L to fill the gap. We can also
conclude that the mechanical response is mainly due to a rearrangement of the fixed
layer and that the mobility of the I L molecules is too low to significantly increase the
normal force resisting to the compression. If we analyze the rate of mass transfer
outside of the gap, we conclude that there is a substantial slip, which results in
a lower normal force. Without slip at a velocity V, = 1 m/s, the normal force
calculated based on the bulk viscosity coefficient would be roughly two orders of

magnitude higher. Figure 3.44 shows configurations snapshots accompanied with

131



3. Ionic liquids

(@) point /;

I, anions
7{ cations ——-

> tails

Zr

si— %,
200123456?8

n [atoms/nm?]

(b) point /, a5

Al
‘l ZT

ol' .................... Z5
012345678910
n [atoms/nm?)

 F————— Zg

0 e
0123456789
n [atoms/nm?]

Figure 3.44: Configuration snapshots accompanied with ionic density distribution
along the z direction in the three characteristic points (I, I3, I3) from the panel
(a) of Figure 3.43.

the ionic density distribution along the z direction, for the interval I of dynamic
cycle of T'M5 modeled ionic liquid. In the point I; there is one compact anionic
layer leading to a rather low positive value of the normal force F,. In the extension
half-cycle ions from the LRs get taken into the gap. This leads to the formation of
another compact anionic layer, which means that from one compact anionic layer at
the starting point /1, we arrive at two compact anionic layers at the ending point 7.
In the return compression half-cycle, those extra ions get pushed back into the LRs,
leading to the reduction of the number of compact anionic layers confined inside the
gap to one.

- Wide gap (interval IT): monotonic force-distance characteristics
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The extension-compression force-distance characteristic for the interval II in case
of TM5 model is given in Figure 3.43(c). The difference from the quasi-static
extension/compression in Figure 3.35 is the monotonic behaviour during the cycle.
The quasi-static characteristics in the interval II featured local minima and maxima
in the case of TM3 and TMb5 models. In the dynamic case, there are only two
characteristic points (starting and ending point /17 and I, respectively and a
monotonically changing normal force between them. In the extension half—cycle
there is a continuous decrease of the normal force F, followed by its continuous
increase in the compression half-cycle. The difference in the normal force between
the cycles is small. In the dynamic characteristic of the interval I the layer structure
is similar to the static case, i.e., two fixed layers stay-in-place and the tail double
layer is formed during the extension half-cycle (check Figure 3.45). In contrast to
the interval I, the formation of the additional layer of tails is not a result of the ions
flowing from the lateral reservoirs into the gap. The density inside the gap is 10%
higher in the dynamic case and a few atoms (less than 30) are displaced during the
cycle. We should note that the gap is also 50% larger in the interval I compared
to the interval II, therefore the drop in density is even less striking. Actually, the
cyclic motion has a tendency to increase the density inside the gap. Since there is no
large displacement of the ions in and out of the gap in the interval I, there is also
no maximum of the normal force F}, similar to the one we have seen in the case of
the interval I, check Figure 3.43(a). In order to make comparisons of different 7'M
ionic liquid models, in Figure 3.43(d) we show together F), (d,) average cycle dynamic
characteristics of all three 7'M models of ionic liquid (i.e., TM3, TM5, T'M9 model)
for the interval II. Compared to the interval I, the tail size does not have such a
pronounced impact on F, (d,) hysteresis curves in the interval /1. Figure 3.45 shows
configurations snapshots accompanied with the ionic density distribution along the
z direction, for the interval II of dynamic cycles of T'M5 model IL. In the point
11, there are two compact anionic layers opposite to each other leading to a high
positive value of the normal force F,. In the extension half-cycle the fixed layers
become separated, and a marginal number of cation—tail dimers diffuses from the

lateral reservoirs (LRs) into the gap. However, another anionic layer does not form,
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Figure 3.45: Configuration snapshots accompanied with ionic density distribution
along the z direction in the two characteristic points (11y, Il5) from the panel (c)
of Figure 3.43.

which means that from the two compact anionic layers with the cationic layer in-
between at the starting point I7;, we arrive at two separated layers in the ending
point 115 with the tail bi-layer in-between.
- Energy losses due to cyclic extension-compression

At this point, we would like to quantify how do the processes arising during the
dynamic cyclic movement of the Top plate contribute to energy losses. We calculate
the area covered during the extension-compression cycle (i.e., the area inside the
F, (d,) hysteresis). This area is equivalent to the work invested per average dynamic
cycle, i.e., the hysteretic energy losses. We show the dependence of the energy losses
on the tail size for both intervals [ and I7 in Figure 3.46. We observe a clear tendency
of the increase of the invested work per dynamic cycle, with the increase of the tail
diameter. This is primarily due to the larger volume occupied by the tails resulting
in larger normal forces resisting compression. There is a striking difference in the
amount of invested work between the two intervals I and I (e.g. 27 pN - A for the
interval I of TM9 model compared to 5 pN - A for the interval II of TM9 model).

134



3. Ionic liquids

o A

208

15 - ’ interval /
- interval I/

—
o

Energy losses [pN-A]
(@)

Figure 3.46: Energy losses per average cycle in function of the tail size, for intervals

I and II of dynamic extension—compression cycles.

This difference is proportional to the maximal normal force which is sustained by

the systems in the two intervals (check Figure 3.35).

3.4.2.3 'Tribological behaviour of confined tailed models of ionic liquid

We have conducted static and dynamic characteristic analysis of the three generic
1L models, focusing on the influence of their molecular structure on the anti-wear
performance. In order to obtain a full picture, it is crucial to determine I L's friction
behaviour under different shear conditions. In this section we apply a relative motion
between the plates by moving the Top plate along the z-axis (see Figure 3.5 from
section 3.2) and we observe the resulting frictional force (also along the z-axis, i.e.,
Fy). We have performed two types of friction simulations:

(1) at a constant Top plate’s velocity Vi = 2 m/s, the simulations are performed at
different fixed values of the gap: d, = 12 A to 25.5 A, and

(#4) at a fixed gap d, = 15 A Top plate’s lateral velocity takes five different values:
Ve =40.1,0.3,1.0,3.0,10.0} m/s.

In all friction simulations, the total distance covered by the Top plate was A, =

100 A in the 2 direction. The dependence of the time-averaged frictional force (F)
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on the interplate gap d, for the three /L models is shown in Figure 3.47. The
points obtained in the simulations are shown as markers. Linear fits through these
points are provided as visual guides. For the T'"M3 model ionic liquid, we observe a
decrease of the frictional force (Fy) with the size of the gap. On the other hand, the
frictional force weakly depends on the gap width in case of TM5 and T'M9 model
ionic liquids. Both the T'M3 and T'M9 have high zero shear-rate (Green-Kubo) bulk
viscosities correlated with extent of their ordering, i.e., n%re, > n¥i, > n$k.. When
comparing with their tribological performance in a thin film we can conclude that
there is no correlation since the T'M5 ionic liquid has the highest average frictional
force. In Figure 3.48, we show the dependence of specific friction (F)/(F,) on
the Top plate’s lateral velocity Vy in case of T'M5 model ionic liquid. We obtain
specific friction values of the order (Fy)/(F,) ~ 0.01 which are comparable to the
result from Reference [53| for symmetric [PFg]”™ anion. We observe also a similar
tendency of decreasing friction force with respect to tail size, as reported in the
same Reference [53]. The specific friction (Fy)/(F,) is defined as the ratio of the
time averaged frictional (Fy) and normal (F,) force and it is different from the
Coulombic friction coefficient p = 0F, /OF,. Consistently with our previous results
for model ionic liquids, we have observed a logarithmic dependence of specific friction
on the lateral velocity, check Reference [64|. The numerical values are fitted to a
linear function of the form (Fy)/(F,) = alog (Vi/Vies) +b, where Vi.y = 1 m/s. The
coefficients of the linear fit took those values: a = 0.001,b = 0.008. A reasonable fit
to the linear regression curve can be observed. The logarithmic dependence indicates

typical elastohydrodynamic lubrication (EHL) conditions [119].
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Figure 3.47: Average frictional force (F,) acting on the Top plate as a function of
the interplate distance d, for confined T'M3, TM5 and T'M9 ionic liquid lubricant.
In case of TM3 model there is a clear linear dependence showing the decrease of
frictional force intensity with the gap increase, while on the other side in case of

TM5 and T'M9 model frictional force is practically constant and does not depend

on the gap.
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Chapter 4 Conclusions

In this doctoral thesis two research topics, related to dipolar and ionic systems,
namely tubes and helices composed of dipolar hard spheres and ionic liquids, have
been modeled and investigated. Pronounced ordering under the conditions of spatial
confinement has been obtained in both systems. The ordering is a consequence of the
dominant long-range interactions, i.e., dipole-dipole interaction in dipolar structures
and Coulombic interaction in ionic liquids. In both systems long-range interactions
have led to the ordering that spans the system. A rich phase behaviour, sensitive to:
variations of packing in case of dipolar systems and particle shape in case of ionic

systems, has been obtained.

4.1 Confined dipolar systems

A study about cohesive energy of helical and tubular structures composed of hard
spheres with permanent dipole moments has been presented. Helices were created
by replication of a particle or patch of particles on a confining cylindrical surface.
Even for the most simple situation, namely the single thread helix, a non-trivial
behaviour is found when monitoring the cohesive energy as a function of surface
packing (i.e., axial compression).

In particular, a non-monotonic dependence of the cohesive energy on the packing
fraction (or equivalently the amount of compression) as a result of a delicate interplay
of dipole-dipole interactions and excluded volume effects can be observed. The
lowest cohesive energy is achieved at the highest packing fraction with touching
turns. In parallel, the polarization order parameter, i.e., the mean dipole moment
per particle (m.), also displays a striking non-monotonic behavior as a function of

the extent of compression. In the regime of very high surface packing fraction with
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local triangular arrangement compatible with certain cylinder radius R over particle
diameter d ratio (R/d), a pronounced cohesive energy is found.

Accordingly, the polarization order parameter indicates a sharp change in the
dipole moment orientation, which tends to be parallel to the helix axis. Finally, co-
hesive energies of dense multiple (i.e., double or quadruple) helices, as well as, AB
and ZZ tubes made up of stacking rings that can also be seen as special multiple
helices have been compared. A remarkable finding is the enhanced cohesive energy
for the ZZ tube structure. The latter already emerges at strong substrate curvature
with cohesive energies very close to that obtained at vanishing curvatures. In these
Z 7 tube structures, an alignment of the helix threads with its axis is a microstruc-
tural signature for this low cohesive energy. As a final note, it should be emphasized
that the implemented model of dipolar tubes and helices mimics nicely the geometry
and microstructure of biological microtubules. It could also provide a possible clue

about the self-assembly mechanisms and cohesion within microtubular structures.

4.2 Ionmic liquids

4.2.1 Salt model of ionic liquid

In the study conducted in this doctoral research an molecular dynamics (M D) sim-
ulation setup in order to study the behaviour of model ionic liquids (ILs) confined
between plates which are in close proximity while being in relative motion has been
implemented. In the framework of this doctoral thesis the M D setup was developed
in a way that allows the mesoscopic study of the lubrication processes in automo-
tive applications such as the piston ring—cylinder liner interaction inside the internal
combustion engine. More specifically, the geometry was selected in order to allow
a variable lubricant confinement gap combined with a varying lubricant quantity in
the gap, while avoiding the squeeze-out of the lubricant into vacuum. Odd-number
layering and near-wall solidification was observed between the solid plates, similar
to published experimental findings. The friction simulations have uncovered an in-
teresting behaviour of ILs, with a logarithmic dependence of specific friction on

velocity hinting at elasto-hydrodynamic lubrication at low loads. This behaviour
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completely changed under more critical conditions of high load, with specific fric-
tion decreasing to lower values and becoming independent of sliding velocity. This
behaviour was strongly correlated with the internal structure of the IL and can
provide guidance for implementing lubrication concepts that can lead to friction
reduction in internal combustion engines.

Also, the implemented M D simulation setup has been used in order to study
the response of a model ionic liquid to imposed mechanical deformation. The prop-
erties of bulk and confined ionic liquid have been investigated under both static
and dynamic conditions. First, it has been shown that the Green-Kubo viscosity
coefficient fits the shearing simulation results of the bulk salt model ionic liquid,
indicating its liquid state. The simulation results have shown the significant impact
of the confinement and interaction with the walls on the ionic liquid response to
mechanical deformation. The force-distance hysteresis surface under cyclic loading
is smaller than one would expect considering only the viscosity value of the liquid.
The simulations have also shown the transition from a liquid to a highly dense and
ordered, potentially solidified state of the IL taking place under variable normal
load and under shear. The wall slip has a profound influence on all the forces which
arise as a response to the mechanical deformation. It has also been observed that
the interaction of the IL with the walls represents a principal driving force for all
processes observed in the dynamic regime for a range of studied velocities. If suffi-
cient time is allowed for the system to reach the equilibrium, inter—ionic interactions
pull more ionic liquid inside the confinement gap.

Ionic liquids feature strong long-ranged Coulombic forces and their models re-
quire significant computational effort. Coarse grained models, such as the salt model
implemented in the current study, are useful for bridging the gap between the molec-
ular processes that control the lubrication phenomena and the macroscopic perfor-
mance in engineering applications. The implementation of simplified models that
describe fundamental physicochemical phenomena at a reduced computational cost
can provide deep insights which shed light onto the mechanisms and processes that

can render [ Ls as potentially interesting lubricant candidates.
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4.2.2 Tailed models of ionic liquid

Since ionic liquids interact via long—ranged Coulombic forces and their models re-
quire high—performance computational resources, there rises a question of the min-
imal model needed to capture the properties of the molecular processes governing
lubrication mechanisms and the macroscopic performance relevant for engineering
applications. A generic tailed-model (T'M) of ionic liquids which includes: an asym-
metric cation consisting of a positively charged head and a neutral tail of variable
size and a large spherical negatively charged anion has been investigated. It has
been observed that, though simple, this model results in striking differences of the
equilibrium 7L bulk structure governed by the tail size relative to cationic head:
() simple cubic lattice for the small tail,

(17) liquid-like state for symmetric cation-tail dimer, and

(771) molecular layer structure for the large tail.

The influence of the molecular structure of cation dimer on the response of the three
representative ionic liquids to confinement and mechanical strain has been investi-
gated using M D simulations. Properties of three IL models are compared in and
out of equilibrium. The evolution of normal force with inter-plate distance has been
related to the changes in the number and structure of the confined I L layers. It has
been found that the density inside the gap has a secondary effect on the evolution
of the normal force. It has been observed that symmetric molecule offsets intra-
IL adhesion due to the ordering of IL. As a result, the thin layer of symmetric
1L molecules exhibits non-negative normal force independent of the gap width. In
analogy to the experimental observations, a tail-to-tail bilayer is formed for wide
gaps in all three investigated model I Ls. A mutual feature of all investigated model
ILs is the formation of fixed (stable) layers of cations along the solid plates. The
fixed layer formation is a result of strong LJ interaction between the plates and ions.
A consequence of the fixed layer stability is a steep rise of the normal force at small
interplate gaps. The steep rise of the normal force is an effect useful for preventing
solid-solid contact and accompanying wear. The tails attached to the cations in the

fixed layer migrate with increasing tail size. Small tails form the first layer next to
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the plates. For symmetric molecules the tails form a mixed layer with cations, while
large tails form a mixed layer with anions.

The dynamic behaviour of I L thin film under cyclic extension—compression move-
ments of the Top plate has been explored. Two intervals of the interplate distances
are investigated: narrow gap interval, where the anionic layer is split into two, and
a wide gap interval where tail-to—tail layer is formed. For the narrow gap interval, a
significant flow of ions during the cyclic motion of the Top plate has been observed.
A sharp decrease of the normal force at the final stage of compression is not only a
consequence of the density change due to the flow, but it is also a result of merging
of two anionic layers that repel each-other by the electrostatic Coulombic forces into
a single one. The mobility of ions in and out of the gap is driven by their inter-
action with plates, i.e., filling of the fixed layers. As a result, for the narrow gap,
the number of ions that entered the gap is 50% smaller in the dynamic case than
in the static case. This results in a smaller density inside the moving narrow gap.
The difference between dynamic and static cases for the wide gap was even more
striking, the number of ions that entered the gap is 80% smaller in the dynamic
case than in the static case. Surprisingly, in wide gap the density is higher in dy-
namic case due to the lack of mobility of ions. The invested work per average cycle
increases with the tail size increase for all three IL models. As one could expect,
the invested work is higher for the narrow gap, where the number of confined ionic
layers changes during the cycle. Nevertheless, the low hysteretic losses suggest the
presence of strong slip inside the gap facilitating in— and out— flow of ions in the gap.
An increase of the tail size reduces friction force in the implemented T'M model of
ionic liquid. Depending on the tail size, friction force decreases with increasing gap
for small tails and it increases for large tails.

Understanding the interplay between the different processes taking place in thin
lubricant films is important due to the conflicting demands imposed on how IL
lubricant should behave in dynamic confinement. On the one hand, a high load-
carrying capability requires strong adsorption of the lubricant to the surface, while
on the other hand fast self-healing and low friction require high mobility /low vis-

cosity. The obtained results confirm that the behaviour of I Ls in confinement can
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be unrelated to their bulk behaviour and therefore it should be possible to achieve
simultaneously, typically conflicting, low friction and good anti-wear performance.
A search for optimal I L lubricants, either using synthesis and test methods or state-
of-the-art computer-based molecular design methods [120], should take into account
the microscale properties of lubricating thin films (e.g., normal force vs. number
of layers characteristics), in which the effects of molecular-level processes are more
pronounced. Directing the optimization efforts to the microscale would enable us a

better differentiation of the qualities of different ionic liquids.
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Appendix A Lekner-type summation method for 1D

periodic dipolar structures

A.1 Total interaction energy in the selected Lekner—type method

Let us consider N particles with i—th particle (i = 1, N') having a dipole moment EZ
Its position is defined as T = (@i, i, z;). Position vector between dipoles i and j is
given as r_z]) =7 — 7]) We use the notation for the projection of the vectors 77; and
ﬁz on the zy plane: p_Z; and mp, respectively. Precisely speaking, p7] = (2, Yi5,0)
and 71° = (u?, p?,0). Projection of the above mentioned vectors on the z axis is
noted as: z;; and p;.

This is the expression for the potential energy of the DDI between the dipole ﬁz
positioned at 7/ and the dipole ;T; positioned at 7])
B @R )]

(A1)

Udd:C

where C' represents a constant which depends on the intervening medium and for
simplicity reasons we set C' = 1 in the following derivations.

Knowing the interaction energy uqq in case of a pair of dipoles i and j (i, j = 1, N)
let us form the expression for the total interaction energy of the system whose
elementary cell contains N dipoles. We take into account the fact uqq o< 72 which

replaces ugq o< r3:

1o 1
Ey = - Ly _
h 2 Z { (P2 + (215 + mL.)?]
%

(i - piy + w3 (255 + mL2)] [15° - by + g3 (215 + mLz)] } (A.2)

(0% + (25 + mLz)z}SH
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where the quantity L, has a physical meaning of length, i.e., it determines the
periodicity of a structure along the z-direction. The elementary cell contains N
particles and it is positioned in the way that for its each particle ¢ stands z; > 0
(i.e., the lower end of the elementary cell is placed at z = 0). The 1/2 factor
regulates the fact that we consider the interaction of each i, j pair twice, due to the
double sum Zivj:r In each ¢, 7 pair the i-th particle belongs to the elementary cell,
while the particle 7 can belong to the elementary cell or to the one of elementary
cell’s copies along the z axis. Hence, m = 0 corresponds to the elementary cell,
while m # 0 counts the copies. This is why we define the distance between two
dipoles along the z axis as: z;; +mL,. It is clear that m is an integer which counts
how many periods along the z axis is a given copy shifted from the elementary cell.
Summation index m is denoted as m' in Equation A.2 to mark the fact that for
m = 0 the terms with ¢ = j are excluded, since the dipoles do not auto-interact.

Let us define the lattice sums W, (s) and Z,¢(s) for 7 # 0 as:

1 p 2 z 2
= gm 3 l(z) ()] &9
- _lgp z : ? 48 —i&z(z+mL)
HLE = L23 L—Z —f— m e # 27, (A4)

By comparing Equations A.3 and A.4 we notice that =, ¢(s) = e‘ia'ﬁe_iﬁz(”m@)\l'r(s).
The terms e*if_g’7 and e~ %(#*mL2) gre introduced in order to enable the conversion
of real-space sums into reciprocal-space sums, in the further steps of derivation.
Quantity ? has the physical meaning of reciprocal length and it can be represented
as € = (£.£), & = (6.6).

Using the lattice sums WU, (s) and =, ¢(s) we can rewrite Equation A.2 coming up

with:
1 N N
Baa = 53 > [H-m(s) +3 (7 - Ve) (1 - Ve) Enyels + Dleo)
i=1 j=1,j7#1¢
1 N
+5 2 [P =3 ()] ols), (A.5)

i=1
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where the condition £ = 0 ensures that the terms intentionally introduced in the defi-

g .
nition of the lattice sum Z, ¢(s) in Equation A.4 are e~ 7 = 1 and e~%:(=+mL:) — 1,

A.2 Derivation of the expression for the self energy

From the expression for the total energy of interaction in Equation A.5 we can

extract the expression for the self energy:

Barls) = 530 [IRF = 30:)] wo(s),
= Barls) = 320 (IR0 = 2000 ] wols), (A6

taking into account that: |&/|° = [1?|° + (uZ)2.
From Equation A.3 we see that the lattice sum Wy(s) for 7 = 0 is:

0= 2 Sl = (3 e i)

m=—oo m=+1

—1 +o0
A fact that: >, |m|™2* = Y |m|™%, leads to the next form of Equation A.7:

m=—o0 m=+1

2 R
5) =13 > Im|7. (A.8)

Z m=+1

By replacing ¥o(s) from Equation A.8 into Equation A.6 and according to the

+o0
definition of the Riemann zeta function, ((s) = > m™*, we arrive to the general
m=+1
expression for the self energy Fq(s):

Bun(s) = 732 2 [P — 2067] c(29) (4.9)

By applying s = 3/2 we obtain the expression for the self energy in case of the DDI:
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B (3) - i[ - 2)7] ((3) (A10)

i=1

where ((3) is a numerical factor with the value of ((3) = 1.2020569031... [76].

A.3 Derivation of the expression for the cross energy

Let us start from the expression for the cross energy from Equation A.5:

N N
1 -
Eeross(s) = E E [mﬁjq’rg@) + 3@) : V§>(/TJ>' : Vf):rij,£<3 + 1)|£=0} - (A11)

There are the two lattice sums in Equation A.11 (i.e., U,(s), Z;¢(s+1)) which should
be determined. We will calculate them following the procedure presented in [89] by

using the integral representation of the Gamma function [121]:

a’ = 1 /+OO e At (A.12)
I'(s) Jizo ' '

In Equation A.3 we recognize that we might write down:

a= (L%)Z (Liz+m)2. (A.13)

According to this observation we can rewrite Equation A.3 as:

U, (s) = L128 > a (A.14)

By replacing a in the right-hand side of Equation A.12 with the expression from
Equation A.13 and keeping the left-hand side as a™® we arrive at:

g [T () ()
=) /t:o t dt. (A.15)
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Now we replace the factor a=® in Equation A.14 with the right-hand side expression

from Equation A.15:
N pp—_—— Z/m ptem () ) Ty, (A.16)
' L2T(s) — Ji=0

In the next step we switch the order of the sum and integral and extract the sum-

mation over m inside the integral:

L [T () ()
\IJT(S)_LESF(S) /t:()t e \Iz Ze L dt. (A.17)

m

We use the general form of the Poisson summation formula [122], thus converting

from the real-space summation to the reciprocal-space summation:

Foo u+tc 2 T 1 +oo . utc 2k2
E 67< fem) e _ (?> : E e?™ 0y e (A.18)
m=—o00 k=—o00

Looking at Equation A.17, we decide to write down those identities: u+c = z, Ly =
L,. We apply the Poisson summation formula, taking into account the previously

mentioned identities, therefore coming up with:

Z ’(LLJFm)Qt _ (T 2 = i2mk - _ x?k?
e \L: =7 Z e M IzeT . (A.19)
m k=—o00

1 e s—1 —(L)2t T\ 2
=00 = gmrgy [, ()

+oo 2,2

; 2z _ 7%k

> 2 : 67,27rk e 1 + 1
k=—00,k#0

dt. (A.20)
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At this point we switch the order of the sum and integral, hence the integral comes

inside the sum over k:

7T1/2 2 . z +0o0 P 2 7r2k2
Uo(s) = s Y eszZ/ 15320~ (&) ==y
LZ P(S> k=—00,k0 t=0
7T1/2 +00 )22
t2=3/2¢~(£2) tqt. A21
L, 2y
From Equation A.21 we can extract the integral:
+oo b \2 <212
I= / 1573026 (£2) e g, (A.22)
t=0
We have solved this integral in Mathematica software package |76]:
Lz s—1/2 -
I = 23/2—5 (?> (27T]€)8 1/2 stl/Q (27#{}%) s (A23)

where K, (u) is the modified Bessel function of the second kind [123].

This expression can be simplified in the following manner:

s (o L) v
I1=2 21k stl/Z 27TkL . <A24)
P 2

By replacing the expression for the integral I from Equation A.24 to the sum in the

first term in Equation A.21, we obtain:

+o00 ' . I s—1/2 P +o00 . .
Z 6127”65 [2 (’/Tk?'z) stl/g (27T]€L—Z>] = Z 612ﬂ'kif(k).

k=—00,k#0 k=—00,k#0

(A.25)
Applying the identity:
12wk A —i2wk A
z e L: + e Lz
2rk— | = A.26
cos( T Lz) 5 : ( )
we come up with the next expression:
+oo +oo .
12wk A o <
Z "™z f(k) = (22008 (27rk:Lz) f(k:)) . (A.27)
k=—00,k#0 k=1
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Hence, the first term of Equation A.21 is equal to:

7T1/2 +o0 - Lz s—1/2 P
2T (s) X 4;COS (QWkL—Z) (7‘(']{3?) Ks_1/2 (27Tk:L—Z) .

So far we have computed the first term in Equation A.21 for £ # 0 and now we

should compute the second term which corresponds to £ = 0, which means that we

should compute the integral:

+o0 o \2
I = / =32~ (£2) 1, (A.28)
t

=0

We notice that Equation A.12 which represents the integral representation of the
Gamma function can be a good starting point for this. Setting the exponent to

s —1/2 instead of s gives us:

1 /*OO
—(s—1/2) _ s—3/2 —at
a = 5732 matqy, (A.29)
I(s—1/2) )i
+oo
0 (s =12 = [ (4.30)
t=0

By comparing the right-hand side of Equations A.30 and A.28 we conclude that we

2
can say a = <L%> which enables the solution of the integral I1:

IT=a 7YIT(s — 1/2). (A.31)

1-2s
Hence, the second term of Equation A.21 is equal to % (Li) r (s — %)

Finally, the expression for the lattice sum W, (s) is:

477'1/2 +o00 » 7T2]€2Lz s/2—1/4 p
U,.(s) = 3T (s) Z <cos (ZWkL—) < e ) K 1)2 (27T]{ZL—)
z k=1 Z z
7_‘_1/2 p 1-2s 1
— T ——=]. A.32
mr () T(s) (452)

The other unknown lattice sum from Equation A.11 is =, ¢(s). Let us apply a

procedure analogous to the previous derivation of the unknown lattice sum W, (s).
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In the first step, using the integral representation of the Gamma function from

Equation A.12 and the definition of the parameter a as in Equation A.13 we obtain:

—
e—iﬁp.ﬁ ) /-‘rOO (e \2 s 2

= — —i€.(z+mLz) s—1 [(L ) +(L +m) ]t

Ze(s) = g e t* e E 2 dt. A.33

Now we use the complete Poisson summation formula from Equation A.18 (£, # 0)

which leads to:

N

—ig, P _1/2  ptoo = heaLa)?

=) = gy [ U S e
z t=

k=—o00

By placing the sum in front of the integral (which is the same step like in Equa-
tion A.21) we obtain:

—zs P2 +°° .
Ere(s) = L;—F() z?wkz/ 4573/25— LL)Q,: (2 k+ftsz)2 e (A.35)
zs S _

In the expression for Z,¢(s) in Equation A.35 we have encountered the same in-
tegral I like in Equation A.22. By replacing its solution from Equation A.23 into

Equation A.35 we obtain the final expression for the lattice sum =, ¢(s):

zgp pﬂ_l/Q +oo . I s—1/2
— _ 27 3/2—s [ 2
=) = gy o (%)

% (271—]'{5 + SZLZ)871/2 Ks—l/Q (|27ka + €ZLZ| Lﬁ) . (A36)

Simplification of the previous expression leads to:

. . s/2—1/4
= (s) o\ /2e 6 7 +Z omie [ (&L: + 2mk)* L2 [y
Zeels) = —— e P
¢ L¥D(s) = 4p?
K12 (|§ZLZ + 2rk| Lﬁ> . (A.37)

Now, as we have derived the general expression for the lattice sum =, ¢(s), we can
proceed to the derivation of the general expression for the cross energy from Equa-

tion A.11. The next step is the application of the operator:
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(7t - 7e) (1) - )

where due to the simplicity reasons we introduce the variables: n* = QL”—ZZ and
nf = 27”3 We first apply the next scalar product:
8 8 8
%
> A.38

We can introduce the substitution A = L%’jll,/f and label the part of the function

Z,¢(s) that depends just on &, as F(&,):

Ere(s) = Ae GO0 P(E), (A.39)

4p?

& €L+ 2212\
F(fz) _ Z ez27rkLz< zHz z)

k=—o00

<Koy <|§sz + 27k Lﬁ) . (A.40)

z

Application of the operator (12 - 7¢) on Z,¢(s) gives:

(2)
T a — x . —i(&zx
wag@ﬁﬁznﬁﬂwAe@fﬁmF@» (A.41)
(12)
8 — . —i(&xx
1 e Zrsls) = w(—iy)Ae Grteam) p(e,). (A.42)
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(iid)

-0 - 2 Aoy P s ikn?
Higg Trels) = 1GACTOT 3 | o

k=—o00

L\ V2 1906 .
(2—p> <32 )(§sz+27T/f)(2 V2 LK 1 9(a)

+ ((gsz + 277]{7) Lz) e p—aKsl/2(a)] .

A.43
2p O ( )
In the previous equation, due to the simplicity of the further analysis, the argument

of the modified Bessel functions K;_;, is labeled as a:

€. L. + 2rk| Lﬁ = a.

z
In order to obtain the full expression for (i} -57¢)Zx¢(s), let us make a summation
of all three components computed in the previous equations. Prior to obtaining the
final expression it is convenient to write down the terms that correspond to the x,y

components separately from the terms that correspond to the z component:

L, +2rk) L\ (27D/2
(£ ) ) stl/2(a)a

Py = (—1) (,U;U'CE + H?y) ( 2

/L. (25-1)/2 1o 4 .
P. = i l(%) ( 2 )(ﬁszJrQWk)(Q VLK po(a)

N (€.L. + 27k) L\ ® 7 0K,y pa()
2p P 0a '

The application of the scalar product (12 - 7¢) on the lattice sum Z, ¢(s) gives:

+o0o
(7 - Ve)Zne(s) = A&7 3 7" (P 1 P.). (A.44)

k=—o00

Bearing in mind the practical importance of simplifying the forthcoming computa-

tions, let us repeat the definition of v and introduce another two variables, 8 and
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a =1L, + 2rk| Lﬁ’

z

B = (£.L. +2rk) g—

v=£& L, + 2nk.

The expression in Equation A.44 can be represented as a sum of three indepen-

dent terms, and each of those terms will be treated separately:

Term C;
“+oc0o
= o
Cr = (=)@ - P AT N MBI (), (A.45)
k=—o0
Term Cs

, LB Y2 196
Cy = A= 7y, Z ( ) ( 5 )WS‘”/%szl/z(a), (A.46)

k—foo

Term C;

0K, ()
zfp ? z E ikn® n(2s—1) /2 s— 1/2 A4
03 € /B aa ‘ ( . 7)

k—foo
The next step is the application of the scalar product

? , 0 N 0 N 0
Mg T ag TR e

on Equation A.44, which produces new terms.
In the mentioned scalar product there are three independent operators which act
on each of the three terms {C, Cy, C3}, hence producing nine new terms, numerated

as Cij, with 7 € {1,2,3} ,] € {1,2,3}
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In the next equation we write down the term Ci;:

Term C;

0

—+o00
fud 12 _
1= Mff (—i)ﬁjp : ?Aeizgpj Z e 3 1)/2[(8—1/2@‘)

k=—o00

C

Since it stands

0 = =
_ng.ﬁ — (s _ng.j
agxe (—ix)e

9

the final expression for the term C'; becomes
o =
Ch = —xﬂfﬁjp : 71467@7 Z e 5(2571)/2Ks—1/2(05)'
k=—o00

In the next equation we write down the term Co;:

Term Cy;
o RN -, =
Cor = i e | (=0i" AT ST B IRK, (o)
) k=—o00
Since it stands

0 = =
e_zfp'ﬁ — —Z e_zfp'ﬁ
7, (—iy)

Y

the final expression for the term C5; becomes

+o0
fud L2 _
Cor = —ypl 0" - F A7 N M EEIDRR o (a).

k=—o00

In the next equation we write down the term C'o:

Term C,

8 i +oo i Lz (2s-1)/2 2¢ — 1
Cip = Mnge e 7,%2- Z ethn <%) ( 5

k=—0o0

x7(2573)/2Lsz—1/2(Q)-

)

(A.48)

(A.49)

(A.50)

(A.51)

(A.52)

(A.53)

(A.54)
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Taking into account Equation A.49 the final expression for the term CY5 becomes:

PN +oo ‘ I (2s—1)/2 2¢ — 1
Cipa = —ixufquG_Zs”'ﬁ Z etkn® (—Z) ( )
att 2p 2
xyETIRL K (). (A.55)

In the next equation we write down the term Cos:
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Term 022
0 NS AN ey PR |
Coy = pf—Ae” & ?MZ' e’ (—Z) ( )
o0&, J kz_oo 2p 2
xy &L K (). (A.56)

Taking into account Equation A.52 the final expression for the term Cyy becomes:

(25-1)/2
2s —1
Cop = —iyplyi A&7 Z ( ) ( 2 )

k=—o00

xyETIRL K (). (A.57)
In the next equation we write down the term Ci3:

Term (3

Cis = i €

. 0K
Aefzgp Z et g2s=1/2, 810/42( @) ) (A.58)

k——oo

Taking into account Equation A.49 the final expression for the term C'3 becomes:

0K 1/2(cx)

z &7 otk g(2s—1) 2,200 1/2

Ci3 = —izpip;Ae™" kz_ " g2s=1)/ e (A.59)
In the next equation we provide the term Cos:
Term Cs;

&7 — ik 2 0Ky 12(a)

Cas = /ﬁ% Ae™ Py Z e gl )/QPT (A.60)
Y k=—o0

Taking into account Equation A.52 the final expression for the term Cy3 becomes:

8KS,1/2(O()

Coz = —iypi s Ae” &P Z i g2 R

k=—00

(A.61)

In the next equation we provide the term Cj;:
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0 : BT N ikt a2
Ot = i | (—)E - P AT N e*r g D2K | h(a)| . (A.62)
z k=—o0
In the term C3; we encounter two constituents of the expression depending on &,
(i.e., B27U/2 and K, 2(a)) and therefore we obtain two terms inside the square

brackets, according to the product rule for derivatives:

_>
Cy1 = (—i ,uJ 7#2146 &7
+o0 2
i | (28 — 1) (2s-3)/2 Lz
5 [
0K 1/2(c
_’_B(2s—1)/2p a1()/42( )} ‘ (A.GS)

In the next equation we write down the term Cjs:

Term Cs,

xy 22 K /Q(a). (A.64)

Similarly to the case of term Cj3; we obtain:

I\ 2s-1/2 96 — 1
o = waer (1) L (25)

2p
2s—3
X Z {( )7(23_5)/2[/sz—1/2(04)
k=—00
. 0K 1/2(ax)
2802, 810/4_ . (A.65)

In the next equation we write down the term Css:
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Term (s
0 > X OKy_1/5(c)
— 2 —i&, 0 2 ikn® n(2s—1)/2 s—1/2
Css = 1 ot Ae 14 kg_ooe I6] P e ] : (A.66)

Similarly to the previous two terms we obtain:

o d
Cig = piAe &7

J
+oo
ik (2s-3)/2 [ &= s—1/2
XZ&WK 2 )ﬁ (2p> Ao
k=—o00

25-1)/2 pM}

oo
As we have obtained all nine terms Cjj, 4,5 € {1,2,3}, the next step is grouping

them according to the mutual sum over £ or mutual constituent terms.

Group 1
This group includes the sum Z;:O’ioo e*n* B2s=D2 K (), hence GRy = C1q+Cay,

rud
GRy = —(m" 7)) (- 7) A7

+oo
x Y eFTBETIRK L (a). (A.68)

k=—o0

Group 2
. (25-1)/2

This group includes the sum $°7°° et (é—p) (252) @32 LKy o (o),

hence GRQ == 012 + 022,

GRy = (=) (" ) piAe 7

« f g (L5 (25 =1\ owwep g (a60)
20 5 Y 2g—1/72(Q). .

k=—o00

Group 3

This group includes the sum Y ;> e"k”zﬁ@s*l)/zpwsé—fm, therefore GR3 = Ci3+
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023a
Rud
GFs = (-0 (1r - 7) A7
i s— aKs ( )
X Z hn® 3(2s-1)/2 alo/f (A.70)
k=—o00
Group 4

This group includes the mutual factor u; 13, therefore GRy = C33 4 Cha,

GR4 = IU’Z M]Ae 7’5;0 7

L\ZV2 1906 1\ /25 —2 -
3 e {(—) (757) (557 st

k=—o00

(2s—1)/
+ & 1 7(25 2) /3L aKs 1/2< )
2p Ja

25 — L?\ 0K,_
o) () e

0?K,
4 Bes/2 2 aoif o } (A.71)

Group 5

This group includes the factor (;7;-” . ?) pi, hence GRs = Cyy,

GRy = (=i) (- ) piAe™ 7

+oo
a2 | (28 —1 L?
% E 67,k77 |:( 32 )/8(28—3)/2 (Q_Z) stl/g(a)
p

k=—o00

(25—1)/2P8Ks—1/2(04)}

+8 Oa

(A.72)

At this point let us overview what have we realized up to this step, towards
obtaining the expression for the cross energy from Equation A.11. We have derived
the expression for W, (s) and the expressions for (1] - Ve)(ji - Ve)Zre(s), written
down as GR;,i = 1,5, bearing in mind that (7] - ¢) (12} - Ve)Zre(s) = S0, GR.
By applying s = 3/2 in Equation A.11 we obtain the expression for the cross energy
in case of the DDI, hence we should compute the terms: 77, ¥ r; (3/2) and (12 -
Ve) (71 - Ve)Zr;,6(5/2)]e=0. We proceed the derivations by determining the first term
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in Equation A.11, i.e., mﬁ;\prij (3/2):

AT o (ThL. )
U.(3/2) = W;COSUW?)( p )Kl(kﬂ)

Vi (e
e (2) T AT

Taking into account the facts that I'(3/2) = 55, I'(1) = 1 [76],

= U,(3/2) = ngp ikcos (k") K (k) 4+ . (A.74)
We might write the scalar product Ez . /Tj as:
(eP ps) - (30 p3) = el - 1 + pi s (A.75)
> R (B2 = (-7 + i) 1o Sk cos (k) K (k)
2P =1
+ (1" B+ i) (A.76)

L.p*

We have obtained the first term in Equation A.11 and now we proceed the deriva-
tions by obtaining the second term, i.e., 3(%; - V¢)(J2] - Ve)Zry;,e(5/2)|e=0. By taking
s = 5/2 and setting £ = 0 we come up with:

Group 1 (s =5/2) |¢=0

2

GRi(s=5/Dle=0 = — (") (W 7) 3155

+oo
x Y AT K (k). (A.77)

k=—o00
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Group 2 (s =5/2) |¢=o

2
3L3p?

GRy (s =5/2)|ez0 = (—1) (FZ” : 7) 1

+00
x 3 M AnkL K, (k). (A.78)

k=—00

Group 3 (s =5/2) |¢=o

GR3(s=5/2)|¢e=0 = (—1) (mp : 7) 14

Group 4 (s =5/2) |¢e=o

GRy(s=05/2)|eco = P18

AR pz#} | (A.80)

Group 5 (s =5/2) |¢e=o

GR5(s=5/2)|e=0 = (—1) (/ij : 7) P 2

+472k2p

‘9[(2_0”7”)] (A.81)

9 (kne)

We notice that in all GR; terms a modified Bessel function of the second kind with
index 2, i.e., Ky (u) figures, together with its first and second derivative. In order to

simplify the above mentioned terms, we express Kj (u), as well as its derivatives, in
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function of Ky (u) and K (u). Let us remind about the recurrence relations which

apply to the modified Bessel function of the second kind [123]:

2
TF (W) = Fyy (u) = Fga (), (A.82)
and to its derivative [123]:
oF, (u) v B v
ou = F,j,1 (u) — EFV (U) = Fy+1 (U) + EFV (u) s <A83)

where F), (u) = ¢™ K, (u).

Utilizing the above mentioned relations and knowing that Fy (u) = Ko (u), Fy (u) =
—Kj (u), F5 (u) = Ky (u) we come up with the expression for Ky(u) in function of
Ko(u) and K;(u):

K (u) = Ko (u) + %Kl (u). (A.84)

For its first derivative we get:

5’K2 (U)
ou

=—K;(u) — %KQ (u), (A.85)

where, replacing Ks(u) from Equation A.84, we get:

o= = Ko(u) — K (u) — 5 K (u). (A.86)
The second derivative 82?52(“) is computed straightforward by taking the first deriva-

tive of Equation A.86:

82[8(52(@ _ (_Kzgu) N %8lgou(u)) B afngu)
4 (—%Kl(u) + %a%;“)) . (A.87)

From the recurrence relation given in Equation A.83 we obtain:

8[(0 (U)
ou

= (), Y gy + L), (A.88)
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which together with Equation A.84 leads to the final expression for the second

%K (u) .

derivative =%

—822(52(“) = Ko(u) + %Ko(u) + %K1(U) + %Kl(u)‘ (A.89)

9Ks(u) 82K2(u

Now we replace K2(U)a T ou 0 ou2

(knowing that v = kn”) in Equations A.77
to A.81, coming up with:

Group 1 (s =5/2) |¢e=o

2

GRi(s=5/D =0 = — (@’ 7) (@’ 7) 3555

+o0
I 2
X e 4 k2 [ Koy (kn?) + —K; (kn®) ) ,(A.90
knp

k=—00

8 <= -
=GR (s=5/2) 0 = — (") (" 7) lgLsp > KK (ki)
k=—o00
8 ikn®
+3L2p X k_zoo ke Ky (kn? )] (A.91)
Group 2 (s = 5/2) |¢=o
2
A e d z
GRy (s =5/2)|e=o = (1) (" 7) HisLsp?
+oo ‘ 9
% Z ezknzll’ﬂ'kjLz (KO (k?T] >+ mKl (k’?’]p)) 7<‘A92)
k=—00
: 2| 87 i
=GR (s =5/Dlewo = ()P | 555 S kK ()
k=—00
X Z *n* ) (kP ] (A.93)
k=—0o0
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Group 3 (s =5/2,£ =0)

. 2 i
GRs(5=5/2)|eco = (=i)(m"-7) ustSPQ X Z R g2 )2

k=—o00

(—%KO (kn*) — Ky (kn®) — (l{;:ﬂ)ZKl (kn”))<A'94)

. z 8 K3
=GRy (s =5/2) ez = (=) (" 7)1 [ 312, § ke Ko (kn?)
k=—o0
8 g 2 ik
3L3px§jk " Ky (kn)

k=—o00

8 <=
BT e > MK (knp)] : (A.95)

k=—o00

Group 4 (s = 5/2) |¢=o

GRy(5=5/2)[¢=0 = M@MJ?)LP, 5 Z ¢

k=—00

X [2L2Ty + AL.mkpTs + 4prk L. Ts + An*k* p* T4 A.96)
where the terms 77,715, T3, T, are defined as:

2
Ti = Ko (kn”) + k_npKl (kn”) (A.97)

2
Ty = —— Ko (kn’) — Ky (kn") —

b (lmp)QKl (knf) | (A.98)
2 Iz 0
T3 = _k'_nPKO (kn”) — Ky (kn”) — (knp)2K1 (kn”) (A.99)
3 p
Ty = Ko (kn”) + (lmp)ﬂo (kn”) + mKl (kn”) + (knp)gKl (kn”),  (A.100)
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respectively.
Z,.Z 4m ikn?
= GRi(s =5/D =0 = pit | ~3p5 k_z_ooke T Ky (k)
8 2 ik
303 Z k2™ Ko (kn?) | . (A.101)
k=—o00

Group 5 (s =5/2) |¢e=o

GR5(5=5/2)|e=0 = (—1) (17 7)1 3L23p

+0o0
x Y M [AnkL. Ry + 47K pR,y], (A.102)

k=—oc0

where the terms R, Ry are defined as:

2
Ry = Ky (kn’) + k_npKl (kn), (A.103)

Ry=——K,(k Ky (kn?) —
2 e o (kn”) — K1 (kn”) (k’ﬁp)2

(k) | (A.104)

respectively.

 GRy (s = 5/2) o = (=0) (B - 7)1 |~ Z R K (k) | (A.105)
kf
We can furthermore simplify the Equations A.90 to A.105 applying the relations:
ek e = 2 cos (kn?) , e — e = 2isin (kn?), (A.106)

that allow us to switch from the Zz:“ioo summation to the Z,j:; summation, where
the case k = 0 should be considered separately. Accordingly, let us resolve the k =0

case first:

5
(71 - V) (1 - Ve)Bry e(5/2)le=okm0 = > GRi (5 =5/2|_q 4 (A.107)
=1
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Based on the next relations [123]:

w Ky (u) — 0,u? Ko (u) = 0,ukK; (u) — 1,

which are valid when k — 0, setting that u = kn” we obtain that:

5

> GRi(s =5/2) [e=or=o

i=1

5
=Y GRi(s=5/2)|¢=op=0 = —

i=1

Now we resolve the k # 0 case:

(1 - 7¢) (5

“Ve) =6 (5/2)|e=0, k0

(A.108)
8 Lz —p —p
4 L,
z Al
“302 2 0 (A.109)
2
— —\ [~ — z, .z
i’ p) (") ~ 3Lt (A.110)
5
= GRi(s =5/2) |e=okr0. (A.111)
=1

Let us modify the expressions for GR; (s = 5/2) |¢=o following the Equation A.106:

GI‘Ollp 1 (S = 5/2) |§:0,k7é0

GRi (s =5/2) |ecopro = — ("

167
3L2p3

_|_

Group 2 (s = 5/2) |e=o k20

GRy (s =5/2) leonro = (W 7)1 [

16
3sz

o0
X Z k cos (kn®) K (knp)] .
k=1

X Zsm kn*) Ky (kn” )]

1672 <X
7) [3L3p X Zkzz cos (kn*) Ko (kn”)
k=1

(A.112)

167

+oo
32,7 X Z ksin (kn®) Ko (kn”)

(A.113)

167



Appendix A

GI‘Ollp 3 (S = 5/2) |§:0,k:7£0

; 167
GRs (s =5/2)|e=onzo = (ﬁ?” : 7) Hj [ 3L2p X stm kn®) Ko (kn”)
k=1
1672

~30, X Zk2 sin (kn*) Ky (kn®)

k=1

Z sin (kn?) Ky (kn” )] (A.114)

k=1

16
X
SLZ/)

GI'OLIp 4 (8 = 5/2) |§:0,k7§0

8w

312, " chos kn?) Ky (knP)

GRi(s =5/2) le=orzo = Hik; [

N 1672
3L3

X Z k? cos (kn*) Ky (knp)] . (A.115)

k=1

GI‘OLlp 5 (S = 5/2) |§:0,k7$0

et &S,
GRs (s =5/2) [ecoppo = (1" 7)1 [— Y Z k*sin (kn*) Ky (kn?)| . (A.116)
2P =1
We can now compute the summation from Equation A.111:
5 — —p = z,,2
8 [2 (i - pij ) (15° - pij) | Hil5
GRi $=195/2) |= = — |: J J + J
; (s =5/2) e=0.r0 312 o Py
+00
X Z k cos (k;nf]) K (k:nfj)
k=1
1602 [(I° - i) i + (0 - piy) g
3L§ Pij
+oo
x Y K sin (kng;) Ky (knf)
k=1
o (G D
3L3 P?j !
+00
x Y K cos (knj;) Ko (knf) - (A.117)
k=1

Adding up the result from Equation A.110 for £ = 0 to the result from Equa-
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tion A.117 for k£ # 0 we obtain:

8t [2(m - pi )(/7" ) | M
— — = o Y v
- - 2 e(0/2)|¢=0 = —
+oo
X Z kcos (knj;) Ky (knf))
k=1
167 [( - piy) s + (7 - piy) 1
3L3 Pij
+00
X Z k*sin (k:nf]) K, (k?mpj)
k=1
167> |:< pz]) (/7;/) ) p_zj>) _M;u;]
- 3L3 Pi; ’
2
2
s o) Ko 52
5 —p =
Xl (uz szl(/lj p%J)Jr“’MJ].(A.llS)
Pij pm

At this point, let us rewrite the expression defining the cross energy:
TR
—— — =
Eeross = 5 DD [EEY(3/2) + 3(1 - Ve) (1 - Ve)Enye(5/2)]e=o] - (A119)

From Equation A.76 we take the term mﬁjlllrij (3/2) and from Equation A.118 we
take the term (12} - ve¢)(j2) " Ve)Zn;,6(5/2)|e=0 and multiply it by 3, which leads to
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the final form of the cross energy:

N N Sy =\ = = —, —
1 87 (2 (i - pij) (15° - pij) — (Wi” - p5”)
Ecross - QZ Z {_ﬁ|:

3 ..
i=1 j=1,ji Pij P
+o00o
X Z kcos (knj) K1 (knf))
k=1
167 {(W-@)uﬁ@”@)uf]
L3 Pij
+oo
X Z k? sin (kni;) Ky (kn?)
k=1
16w [u? P () i
L3 P Y
+oo
X Z k% cos (knfj) Ky (knfj)
k=1
2 F(Wﬁ) (" p5) _ (e ﬁf’)” (A.120)
L. P Pij

We should note that the expressions for U, (s), =, ¢(s) and consequently for Feos
are undefined in case 7 = 0. Hence, the previously written expressions are valid
under the condition 7 # 0. For the special case ? =0, i.e., when two dipoles have
the same x and y coordinate (the position vector connecting them is parallel to the

z axis), the next equation for ¥, (s = 3/2) applies [89]:

U, (3/2)] 50 = —% {\If <|Li|) + 78 cos (?) sin~3 (WLMH . (A121)

where U is the tetra-gamma function [123]. Using Equations A.118 and A.121 we

obtain the cross energy in case P—w> =0 as:

N N

1 [ 1% Tzij| \ . _3 [ 7|z
et =33 3 (v () erree (7)o (732 ]}
i=1 j=1,j#i
(A.122)
where the term 7}, is defined as:
(@ 720) — 2
T, =— ]Lg g (A.123)
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Appendix B Conjugate gradient method

The conjugate gradient (C'G) method represents a general method for minimiz-
ing function f (), where f can be any function of argument # in N-dimensional
space [124]. In our case, we want to minimize the potential energy of atoms in the
system, hence f = V, where the independent variable & are the positions of our
atoms 73,7 = 1, ..., N. The parameter space over which the minimization is realized

is 3N-dimensional, since it stands that:

T = (P12, T1ys T12s T22 T2y T22, T35 T3y, T3z oy TNws TNys TNz ) - (B.1)

We can state that we are interested in minimization of the function V (7). In the
CG method, the gradient of the function, which is in our case the force, since it
stands F = —VV, is used for finding the minimum of the function. The gradient
determines in which direction the function changes the most rapidly. Bearing this
in mind, we can come up with a natural, but not very efficient way to minimize the
energy, which is to always move in the direction of the negative gradient, since neg-
ative gradient means lowering the function value. This method is known as steepest
descent method and for M D systems its algorithm can be defined as [125]:

Step(0): start from the point 7 setting up j = 0

Step(1): calculate V; (7) and F; = —VV; (7))

Step(2): if Vi_; —Vj < € (where € is the chosen convergence tolerance, usually at the
order of 107%) then end the algorithm

Step(3): minimize V <f’3 + aF}) by varying the scalar quantity «

Step(4): update 7541 = 75 + Ozﬁj;j =7+1

Step(5): return to the step (1)

The line minimization in step (3) is a one dimensional operation in which the min-
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imum of a function is looked for by moving in a defined direction ozF;. Let us now
explain how does the line minimization work. The line minimization is a straight-
forward operation which is carried out in two steps [124]:

(7) confirm that there is a minimum and bracket it

(1) search for that minimum with a given accuracy

Step (i) is easy to conduct: starting from a point 7 and known direction ]3, we
move forward along some direction Bﬁ. If the following conditions are met (for the
illustration check Figure B.1):

v<f+%ﬁ> <V(F),v<f+%ﬁ> <V(F+Bﬁ),V(F)<V(F+5ﬁ) (B.2)

then the minimum is bracketed with these three points:

{V(F),V <F+ %ﬁ> ,V<F+ 5ﬁ)}. (B.3)

In case the above mentioned conditions are not met, we increase  and try again
until we meet the conditions.

As the step (i) of bracketing the minimum is completed, we move on to the step
(77) of searching for that minimum within the given accuracy. One way of doing
this is applying bisection. However, it turns out that it is better to apply golden
section rule, which means that the new guess for the minimum is distant from either
ends <%§ - 1) -100% = 61.803% of the distance between the ends, i.e., points (1)
and (2) from Figure B.1 are the ends in the first iteration of the procedure. Later
on, the bracketing narrows around the minimum with the goal of converging to it.
The golden section rule tells us how should we narrow down the bracketing interval,
i.e., the distance between the ends. Besides the line minimization which includes
bracketing and golden section rule search for the minimum, there is another method
which is called inverse parabolic interpolation. The name comes from the fact that
a parabola is fitted through the points {a, b, ¢} which correspond to the points (1),

(2), (3) from Figure B.1. Our guess for the minimum of the curve we are looking for,
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i W+ BF)
V(F)

@

V(F + BE/2)

Figure B.1: Bracketing a minimum, points (1), (2) and (3) are the initial bracketing
points, jumps to the points (4), (5) and (6), respectively, illustrate the process of

line minimization and convergence towards the minimum of the given red curve.

is the minimum of the fitting parabola x, which is computed by the formula [124]:

(B.4)

After the current parabola is fitted, we replace one of the ending points a or ¢ by point
x (this depends on which side of point b is current x) and the inverse parabolic inter-
polation is repeated. This process of inverse parabolic interpolation continues until
the minimum is found with the given accuracy. An advanced method of line min-
imization built-up upon the previously presented ones is the Brent’s method [124].
It employs the inverse parabolic interpolation (IPI) and changes to the golden sec-
tion in case that there are problems with IPI. We have explained the basis of the
steepest descent (SD) approach and the Brent’s line minimization. A further step
in advancing the minimization algorithms would be their combination. However,
such a combined minimization method is not too efficient in many-dimensional pa-
rameter spaces because there is a high chance of SD falling into a zig-zag trajectory,
which means that the convergence towards the minimum would be very inefficient.

A question rises: how can we eliminate this obstacle of the steepest descent method
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== == === =parabolal through @ @ @

s=sssmssnsssparabola2 through@ @ @

Figure B.2: Inverse parabolic interpolation through the points (1), (2) and (3) via
parabolal leads to the point (4) as that parabola’s minimum, noted as mini. In
the next iteration inverse parabolic interpolation through the points (1), (3) and (4)
via parabola2 leads to that parabola’s minimum, noted as min2, which is closer to
the minimum of the red curve which we are looking for. Further inverse parabolic

interpolations lead to the convergence towards the minimum of the given red curve.

and achieve efficient convergence? The solution comes with the conjugate gradient
(CG) method where a new direction, known as conjugate direction, is chosen and it
depends on the previous direction, hence the zig-zag trajectory can be avoided. Let
us explain what does it mean to have two directions that are conjugate. Let us take
an arbitrary function f (Z) where the argument ' is N-dimensional and write down

its Taylor series around a certain point T' [125]:
} . af 1 92 f L
f($)=f<T>+ i 8—xi$i+§izjmxixj+...~c—b~x+

where the scalar c is defined as ¢ = f (f ) , the vector bis defined as b = —V fr and

the matrix A is defined as A = 3325;' [ and it is known as the Hessian matriz. Let
i0T;j

us label the previous direction of movement as « and the gradient as g. We want to
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determine the next direction of movement ¢. Bearing in mind that the gradient and
the previous direction of movement in a current point are orthogonal, i.e., g- 4 = 0
and that we want, after the next step, new gradient to be orthogonal to the previous

direction of movement, i.e., ¢* - @ = 0, we come up with the condition:
u-6(Vf)=0 (B.6)

which means that the change of the gradient labeled as ¢ (V f) should be also per-
pendicular to the previous direction of movement vecu. We start the derivation from
the quadratic form of the function f, which is given as: f (Z) = c—b- 7+ ST-A-T

The gradient of the function f derived from its quadratic form is:
Vfi=A-Z—b (B.7)

Now from the Equation B.7 we calculate the change of the gradient Vf along a

certain distance labeled as 07 is:
0(Vf)=A. 7 (B.8)

and now by setting that 67 corresponds to the new direction of movement v, i.e.,

0% = v, we return to Equation B.6:
w-0(Vf)=u-A-7=0. (B.9)

Summing up the previous discussion, if the relation @ - A - ¥ = 0 holds, we say
that the directions @ and ¢ are conjugate. The main task of the CG method is
the computation of the new direction along which to move, hence the two vectors
g and h are used for the realization of this task. At the start, there are arbitrary

initial vectors gy and ho = go- The next equations define how are they iterated

(i=0,1,2,3,...) [124]:

§71+1 = L(71 — /\i (A . }_7:1> ,ﬁi+1 = ?]}_1_1 -+ 'Yi}_ii- (BlO)
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In Equation B.10 scalars A; and 7; are figuring, they are defined as [124]:

Gi - Gi G - I
N=Bg o 9T (B.11)
hi- AR R A
and
= Il il (B.12)
i Gi

Those vectors ¢ and h fulfill the orthogonality and conjugation conditions [124]:
Gi-G=0,hi-A-hj=0,G h=0 (B.13)

From Equations B.10, B.11, B.12 and B.13, by knowing the Hessian matrix A,
we are able to determine successive conjugate directions h; along which the line
minimization is conducted. With n such steps, where n is the dimensionality of the
problem, we can find the minimum of the quadratic form fZ¥. However, since the
dimensions of the Hessian matrix A are 3N x 3N, the dimensionality of the problem
is n» = 3N in case of energy minimization of an M D system with N particles. It is
highly inefficient to operate with the Hessian matrix in case of M D systems since
the number of particles in the system N can be up to 10°. Hopefully, there is a
theorem which solves the problem by circumventing the usage of the Hessian matrix
A. Tt claims that if we minimize the function f in the direction h to a point 1,

the new gradient can be calculated as [124]:
Gir1 ==V [ (Tin1) (B.14)

In that case, this vector gi;1 would be the same as if it had been determined via
Equation B.10. More details and the proof of this theorem can be found in the chap-
ter 10 "Minimization or maximization of functions" of the book [124]. Based on the
previously presented equations we can come up with a sketch of the C'G algorithm
for the energy minimization of an M D system consisting of N particles [125]:

Step(0): start from the point 7 setting up j = 0, Vo = V (75), o = —VV (70),

Jo =ho = o
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==

Figure B.3: Steepest descent method can easily fall into a zig-zag trajectory.

Step(1): minimize V (75 + ag) with respect to the scalar «, after that update
Fit1 = 7 + ag; and compute V (j + 1) =V (741)

Step(2): if Vi;1 — Vj < € (where € is the chosen convergence tolerance, usually at the
order of 107°%) then end the algorithm

Step(3): compute ¢; = —VV (7j41) and set V; =V (7}41)

Step(4): compute v = G - G/ - g;

Step(5): set Git1 = g

Step(6): set hjp1 = g1 + b and Gy = hi

Step(7): increase the counter of iterations: j = j + 1 and return to the step(1)
The algorithm we have presented is known as Fletcher-Reeves algorithm. Sometimes
it is more efficient to use its modification, known as Polak-Ribiere algorithm. The
only difference between the two algorithms is in the step (4) which is in the later
case [125]:

Step(4)*: compute v = (¢} + G;) - ¢/G; - G-

As a concluding remark, C'G method is efficient in finding a local minimum and it

is often the method of choice in M D simulations.
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Mpunor 1.

MUsjaBa o ayTopcTBy

Wme n npesume aytopa: MurbaH Jawuh

Bpoj uHpekca: 8004/2014

UsjaBrbyjem

Aa je JoKTopcKa guceprauuja noj Hacnosom

Modeling the behaviour of confined dipolar and ionic systems

(Mogenoeare noHaluaka NPOCTOPHO OrpaHMYeHUX AUNONHUX W JOHCKMX
cucTtema)

¢ pesynTar COnCTBEHOr NCTPaXMBa4Kor paga;

* [a gvceprauuja y UenuHu HY y aenoevuma Huje 6una npeanoxeHa 3a CTULare
Apyre Aunnome npema CTYAWCKUM nporpamumMa Apyrux BUCOKOLLKONCKMX
yCTaHoBa;

* [a Cy pesynTaTv KOPeKTHO HaBeaeHu U

* Aa HWCaM KpLWO ayTopcka npasa W KOPMCTMO WHTENEKTyarHy CBOjUHY ApYrux
nuua.

Mornuc ayTopa

¥

Y Beorpagy, 30.8.2019. o B /
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Mpunor 2.

M3jaBa 0 MICTOBETHOCTHU LWUTaMNaHe U eneKTpoHcke

Bep3uje JOKTOPCKOr paga

Mme un npesume aytopa: Murba Jawwuh
Bpoj nHaekca: 8004/2014
Cryawmjckn nporpam: ®u3unka KOHAEH30BaHe MaTepuje U CTaTUCTUYKA PU3MKa

Hacnoe paga: Modeling the behaviour of confined dipolar and ionic systems
(MogenoBake NoHalaka NPOCTOPHO OrpaHUYEHUX AUNOMHUX U JOHCKUX
cuctema)

MenTop: ap Urop CtankoBuh

U3jaerbyjeMm aa je wramnada Bepavja MOr AOKTOPCKOr pafa UCTOBETHA eNeKTPOHCKO)
Bep3uj1 Kojy cam npeaao 3a objasrousare Ha noprany AiMruranHor penosMtopujyma
YHuBep3urterta y Beorpaay.

[ossorbaBam fAa ce ofjase MOjM NMWYHW Nopjauu BesaHu 3a gobujare akagemckor
3Bakba A4OKTOPa Hayka, Kao LTO Cy UMe U npesume, roguHa u mMecto pofiera 1 aatym
onbpare paga.

OBM nnYHM nogaun Mory ce o6jaBuTu Ha MPEeXHUM CTpaHviuama aururanHe
BubnuoTeke, y eNeKTPOHCKOM KaTanory u y nybnukauvjama YHueepauterta y beorpagy.

Mornuc ayropa

Y Beorpagy, 30.8.2019. YA )
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Mpunor 3.

MUsjaBa o kopuwhemy

Osnawhyjem YHuBepautetcky Gubnuoteky ,Csetosap Mapkosuh* pga y OurutanHu
peno3uTopujym YHusepsuteta y beorpagy yHece Mojy QOKTOPCKY AucepTauujy noa
HaCcnoBOM:

Modeling the behaviour of confined dipolar and ionic systems (Mogenosawe
MOHallaka NPOCTOPHO OrpaHUYEHUX AUNOINHUX U jOHCKUX CUCTEMa)

Koja je Moje ayTOpCKO Aeno.

Auceprauujy ca csum npunosuma npeaaoc cam y enekTpoHCKOM hopmaTy NorogHoM 3a
TpajHO apxMBUpae.

Mojy AoKTopcky guceprauujy noxpakeHy y iurutantu penosutopujym YHueepauteTa y
Beorpany mory Aa kopucte cBu Koju nowTyjy oapeabe cagpkaHe y ogabpaHom Tuny
nuueHue KpeatueHe 3ajegHuue (Creative Commons) 3a kojy cam ce ognyuuo.

1. Aytopcteo (CC BY)
2. AytopcTBo — HekomepuujanHo (CC BY - NC)
@Ay‘ropm‘ao — HekomepLujanHo — 6e3 npepaae (CC BY-NC-ND)
4. AyTOpCTBO — HEKOMEpPLWjanHo — AenuTu noa uctum ycnosnma (CC BY-NC-SA)
5. Aytopcteo — 6es npepage (CC BY-ND)
6. AytopctBo — aenuTu nog uctum ycnosuma (CC BY-SA)

(Monumo aa saokpyxuTe camo jeaHy oA LeCT NoHyReHnx nuueHum.
KpaTtak onuc nuueHuu je cactaBHu 4eo OBe usjase).

MoTnuc ayropa

>

~
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1. AytopcTBo. [lo3BorbaBate yMHOXaBawe, AUCTPMOyUM]y W jaBHO caonwTasamwe
Aena, v npepaje, ako ce Haseae uMme ayTopa Ha HauuvH ogpeheH og cTpaHe ayTopa
Wnu Aasaola NuLeHLe, Yak U y komepuujanHe cepxe. OBo je HajcnobogHuja og cBux
nuueHym.

2. AyTOpCTBO — HekoMepuujanHo. [lo3Bo/basare ymHOXasawe, ANCTPUOyunjy w
jaBHO caonwiTasake fena, U npepaae, ako ce HaBeae VMe ayTopa Ha HauuH oapeheH
oA cTpaHe ayTopa unu Aasaoua nuueHue. Osa nuueHua He 403BorbaBa KoMepLUnjanHy
ynotpeby agena.

3. AYyTOpCTBO — HekoMmepuumjanHo - Ge3 npepage. [Jo3BorbaBate yMHOXaBake,
AvcTpubyunjy n jaBHO caconwTtasake dena, 0e3 npomeHa, npeobnukosawa unu
ynotpebe gena y csom feny, ako ce HaBege UMe aytopa Ha Hauux ogpeheH of cTpaHe
ayTopa unu pasaoua nuueHue. Osa nuueHUa He [03BOSrbaBa KomMepuujanHy ynotpeby
Aena. ¥ ogHocy Ha cBe ocTane nuueHue, OBOM NULEHLIOM ce orpaHudaBa Hajsehu
0bum npaea kopuwhera gena.

4. AyTOPCTBO — HEKOMEPUMjanHo — AennuTru noa uctum ycnoeuma. [ossorbasare
YMHOXaBare, ANCTpubyLinjy 1 jaBHO caoniwiTaesakwe gena, M npepage, ako ce Hasene
Ume aytopa Ha HaduH oapefleH of CTpaHe ayTopa WnW gasaoua NUUeHLEe U ako ce
npepaga auctpubywpa nog MCTOM WNM CnNMYHOM nuueHuom. OBa nuueHUa He
A03BOrbaBa komepuujanHy ynotpeby agena v npepapna.

5. AytopcTtBo — 6e3 npepape. [lo3sorbaeare ymHoxasawe, AUCTPUBYUM)Y U jaBHO
caonwrTasawe aena, 6es npomeHa, npecbnukosara nnn ynotpete aena y ceom aeny,
ako ce HaBede wMe ayTopa Ha HauuH ogpefeH oa CcTpaHe ayTtopa wnu gaeaoua
nuueHue. Oea nuueHua fo3sorbasa komepuujanHy ynotpeby aena.

6. AyTOpPCTBO — AenuTHM Noj WCTMM ycrnoBuma [l03Bo/baBate yMHOXaBawe,
AncTprbyuujy 1 jaBHo caonwTasame Aena, U Npepage, ako ce HaBeae MMe ayTopa Ha
HauvH ogpefeH on cTpaHe ayTopa wnv AaBaoua NUUEHUE W ako ce npepapa
avctpubympa nog WCTOM MNM CNMMHOM  nuvueHuoMm. OBa nuueHua [03BOrbaBa
KomepumjanHy ynotpedy pgena v npepaga. CnudHa je codTBEepCKUM nuueHuama,
OAHOCHO NLEHLaMa OTBOPEHOr Koaa.



