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Hayunom Behy MucTuTyTa 32 usuky y beorpaay

Beorpan, 05.08.2020.

Mpeamer: Iokperame NocTynka 3a u3dop y 38ame HCTPAXKHBAY CAPAAHHK

Mosum Hayuso Behie MHcTuTYTa 3a dusnky y Beorpany na nokpene noctynak 3a Moj u3dop y
3BaMbE UCTPa)KHBAY CapaJHHK.

Y npunory A0CTaBsbam:

MHULLIbEHE PYKOBOAMOLA TabopaTopHje ca Npe/uioroM KOMUCH]e 3a U300p Y 3Batbe;
cTpyuHy Guorpadujy;

nperjie/] Hay4He aKTUBHOCTH;

crnucak v Komuje 06jaB/beHrx HayuyHHUX pajoBa ¥ nybankaumja;

yBepeme 0 M0CTIeIeM OBEPEHOM H YIIHCAHOM CEMECTpPY Ha JIOKTOPCKMM CTyaujaMma;
hOTOKOMHjy AMIIIOMA Ca OCHOBHHX M MacTep CTY/H)a;

MOTBP/LY O NPUXBaTakby MPEeUIOra TeMe JIOKTOPCKe AucepTaLyje.
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IIpeamer: Muubeme pykosoauona iaboparopuje o uzéopy Jesene Mutpuh y 3pame
HCTPaXXHBaY4 CapaHUK

Jenena Mwutpuh je 3anocnena y JlaGopatopuju 3a MCTpakuBame y 06JIAcCTH €JEKTPOHCKHMX
marepujana Muctutyra 3a ¢pusuky y beorpany. Y nomenytoj naGopatopuju paay Ha Temama M3
obnactv ¢usMke W (U3MUKE XEeMHje UBPCTOT CTara, HAPOYUTO Ha IOJYNPOBOAHUYKHUM
HaHOMaTepHjaiuma, BHUX0BOj CHHTE3M U CTPYKTYPHOj M ONTHYKO] KapakTepusauuju. C 063upom
Aa wcnywasa cBe npeasuheHe ycnose y cknagy ca [IpaBUIIHMKOM O MOCTYNKY, HauMHY
BpeHOBaa W KBAaHTUTATUBHOM HCKa3WBalby HayYHOUCTpaKMBaukux pesyntata MITHTP,
carjacaH cam ca MOKpeTameM Mnoctynka 3a u3bop JenenHe Mutpuh y 3Bame HCTpaxknsay
capaJiHuK.

3a cactaB KomMHUcHje 3a u3bop JeneHe Mutpuh y 3Bame UCTpaXKHUBay capagHUK MPEIaKeM:

(1) ap Hebojwa PomueBuh, HayuHu caBeTHuk, UHCTHTYT 3a ¢pu3mnky y Beorpany,

(2) np Jenena Tpajuh, BuM HayuyHu capaaHuk, MHCTUTYT 3a pu3KKy y Beorpany,

(3) Banp. mpod. HMeana CrojkoBuh — CumaroBuh, BaHpeanu npodecop Pakynrera 3a
¢u3nuky xemujy YHusepsuteta y beorpany.

it b

ap He6ojwa Pomuesuh
Hay4YHH CaBETHUK
pykoeoounay Jlabopamopuje 3a ucmpasicugarse y obracmu
enekmpoHckux mamepujara Uncmumyma 3a pusuxy



Buorpaduja

Jenena (Muozpar) Mutpuh pohena je 03. jyna 1993. roauue y beorpany, Peny6auka
Cp6uja. OcHosHe crymuje Ha QPakynrery 3a (QusnuKy xemunjy YHuBep3utera y beorpany
ynucana je 2012. roxune, a 3aBpwuna 2016. ronnue 010paHOM JMIJIOMCKOT pajia noj Ha3uBOM
,OnTMMH3aLKja ycIoBa joHCke H3MeHe Fe’™ jonuma y unsby KOHTPONHCama hHXOBe aucnepsuje
y 3eonuty ZSM — 5”. 3a uctu pan aobuna je Harpany dounaunje Cecmpe Bynajuh 3a naj6osbe
onbpareH aumioMcku paa y obnacti ¢usuuke xemuje. Mcre romune je ymucana mactep
akazemcke ctyauje Gakynrera 3a GU3MUKY XeMU]y M 3aBpLIKIA HX 2017. roauHe, 0AOpaHUBILH
pan ,,Kapaktepusauuja cpeOpoM M3MEHEHHX M AEXHIPATHCAHHMX 3€0JIMTA THUMa A u X”. On
2017. roJMHe je CTyeHT NOKTOpcKHX cTyauja Dakynrera 3a dusnuky xemujy. On 2019. ronune
je CTyNeHT macTep aKaieMCKMX CTyauja Ha Pynapcko — reosoukom ¢akynTery, Ha cmepy
Munepanozuja u kxpucmanozpaguja.

Ha MuctutyTy 3a (usuky je 3amocneHa oa 2018. roauue y Jlabopamopuju 3a
UCPAdICUBArsA Y 0OIACTMU ONIMOEIEKMPOHCKUX Mamepujana. Ox 2017. roauHe aHraxoBaHa je
Ha HALMOHATHOM MPOjeKTy ,,ONTOENEKTPOHCKH HAHAOWMEH3MOHN CUCTEMH — MYT Ka NMpUMeHu”
(UMM 45003, pyxosoaunan ap HeGojuwa Pomuesuh, HayqHH CaBETHMK). JeneHa ce y ckiony
CBOje JIOKTOpCKe auceprauuje 6aBu CUHTE30M M ONTHYKOM M CTPYKTYPHOM KapaKTepHu3aLinjoM
MOJYNPOBOAHMYKMX HUCKOAMMEH3MOHMX MaTepujana. Y HoBeMOpy u aeuembpy 2016. roanHe
6opasuna je y Jby6ssanu (Cnosenuja) y Joxed Crean uncTuTyTy y JlabBopatopuju 3a HOBE
marepujane Ha cTyaeHckoj npakcu. Y anpuay 2017. roaune Gopasuna je y 3arpely, y
WUnctutyty 3a Qpusuky y JlabopaTtopuju 3a KOXEPEHTHY ONTHKY, rj€ je BpLInIa UCTpaXKHBama Ha
membpanama o rpadena. Tokom 2019. net meceun je nposena y I'pananu, Llnanuja (y ckiony
ERASMUS opranuzauuje) y I'eonomikoM WHCTUTYTY Y Jla6opartopuju 3a Kpuctanorpadujy rae
ce GaBMJa CHHTE30M M KapakTtepusauujom Ouomopda Gapujym - cyndara U Kanuujym -
kapGouara. Jlo caga je Guna cruneHaucta MuHMCTapCTBa o0Opa3oBaa, HAyKE W TEXHOJIOLIKOT
passoja Peny6inke CpOuje y LWKONCKUM 2013/2014, 2014/2015 wn 2015/2016. roauHama.

KoayTop je 15 Hay4HMX pajioBa 1 CaOMIITEHA.



Ipersiea Hay4yHe AKTHBHOCTH

Jenena Mutpuh ce y CBOM J10CaJallilbeM Hay4HOM pajy 0aBM HUCTPAXKUBAEM CTPYKTYPHUX H
ONTHUYKMX CBOjCTaBa pa3IMYUTHX MOJYONPOBOAHUYKHX HaHoMaTrepujana, Hapo4YMTO U3
XaJKOTeHHHE Tpyre enemMeHata, okcuaa u tenypuna. [locebaH akueHar JaT je Ha pa3Marpamy
yTHLAja CMarmema AWMEH3Mje ca 0anK Ha HaHOKPUCTal Ha FHXOBE CTPYKTYpHC U ONTHYKE
ocobuHe.

Jlocajalmba WCTpaKMBamba THUANA Cy CE YETHPH BaXHA MPEACTABHHKA XATKOTCHHAHWX
MOJYNPOBOJAHMYKMX HAHOMATepHjaa U3 rpyne OKCMaa u Telypuia u To:

rafioJIMHKjyM — LIUPKOHAT,

WTPHjyM — BaHa/ar,

KaJMHjyM — TeITypH/ U

LMHK OKcHz (MOAMGDHKOBAH PYTEHH]yMOBMM KOMILIEKCHMA)

= W A9 =

doHOHCKe ~coOMHe OanK KpucTana Cy O]l M3y3€THE BaXHOCTH 3a pasyMeEBameC BMOpaLIMOHMX
ocobuna Manux yectuua. Kao mocneauua MuHujaTypusauuje (mpenacka ca 0anK KpucTana Ha
HAHOKPWCTAN), OYEKYjy Ce MpOMEHe y BUOPALMOHMM CTIEKTPHMA, MOMEParLe U LINPELE MOJ0Ba
HaHOKpHCTAsa Y OJIHOCY Ha OaiK KpucTa, WTo he 6uTh 1 npaheHo y OBOM HCTPAXKHUBAY.

[{wb HMCTpaxuBama j& PpErucTpoBame  pasIHyuTHX HaHooOjekaTa y  pasIMYuTUM
MOMYMPOBOJHMYKMM HAHOMATEpHjauMa CHHTETHCAHWM PasIH4MTHM METOAaMa H OMUCUBAHE
IHUXOBHUX CTPYKTYPHHUX M ONTHYKUX MPOMEHA y OZHOCY Ha Gajik MaTepujalle.

KOMMIEKCHM OKCHIHWM M XalKOTEHWHHM TONyNpOBOAHMYKM HaHOMaTepHjamu cy marepujain
KOjH, K20 LUTO je peyeHo, UMajy LHPOKe NPUMEHE y CBUM I0JbHMA MHPYCTPHje U TEXHOJIOTH]e.
Mako je HHTepecoBame 3a BUX 3anouesno eh npe Bulle 04 TpH JELEHHU]€e, OHU He MpecTajy Aa ce
WHTEH3MBHO KOPUCTE KaKO y OMOMEIMLMHCKUM UCTPAXKUBALHMA, TAKO Wy KOHBEP3HjU COJApHE
eHepruje, HaHOENEKTPOHCKMM ypehajuma, NacepCKoj TEXHOJIOTH]H, TallaCOBOAMMA, XEMH]CKUM M
GuoceH3opuma, cynepancopbepuma, KOMNOHEHTaMa 3a BojHy onpemy H Ap. Kako Texnosnoruja
Hanpejyje, OBM MaTepHjanu nako seh Beoma morynapHu, noctahe jow aKTyelHH] 1, LITO CBE0UE
CTOTMHE pajioBa Ha TEMY MOJyNPOBOAHHYKHUX HaHOMaTepHjasa, 00jaB/beHUX CaMo Y MOCTEAHHX

HEKOJIMKO rOIMHa.

Meljy oBuM Marepujanuma H3jiBajajy ce nsabpaHe CTPYKTYpe Koje Ce MCTATY]Y Y OBOj
JMCEPTaLMjH, MOMYT rai0HHHjyM-LHPKOHATA KOj¥ MpuMnaza BaXHOj rpynu MUpoxsopa KOJH
uMajy 6pojHe MpUMEHe MOMyT: CKIaulTeRha HyK/1eapHor OTraja, €J1eKTpO/(HOTO KaTajin3u,
yMHHHMCLEHLIH]H, XEMHUCOPTILIH]H CO2, poTonyMUHUCLEHLM]H 1 ap. TTMpoXNOpH 3aCHOBAHH Ha
PETKMM 3eMJbaMa MOMyT raj0JHHHjyM-LIMPKOHaTa MomyiapHu €y 360r CBOje HUCKE TepMajHe
POBOJHOCTH M BHMCOKE (pasHe CTAOMIHOCTH. JOHM peTKMX 3eMa/ba YeCTO CE KOpHUCTE Kao
aKTMBATOPU OBAaKBUX MHUPOXJOpa "360r cBoje Bucoke unctohe 6oje, Ayror BpemeHa



NYMHMHUCLEHLIMj€ U HUCKOT eMHCHOHOT npopuna. Takohe, Mo3Hato je Aa MpU CHHTE3H OBAKO
JOMMPaHUX HaHOMMPOXJopa Moxe Aohu 10 nojaBe €/eKTPOH-GOHOH HMHTepaKiyje U TO je
MOKa3aHO PAMAHCKOM CMEKTPOCKOMH]OM, a 0Ba MCTpaxHBarwa TO notBphyjy ¥ MHpaLpBEHOM
CMEKTPOCKONHKjOM. Y OBOM HCTpaXuBaiby rajoJMHHjyM — LMPKOHAT ce JOonMpa joHMMa
eyponujyma. 360r CBUX MpPEJHOCTH KOj€ J0NMPaHH MUPOXJIOp rafoNMHKjyMa npyxa, Kao u 30or
MOMyJapHOCTH M HEroBE LIMPOKE MPUMEHE, u3abpan je 6aw oBaj MaTepujai 3a UCMUTHBAHE
cMarbeiba BErOBUX JAMMEH3Mja Ha HAHOCKaly M yTHLaj Ha HEroBe CTPYKTYpHE W ONTHHKE
ocobuue, unje he pasymeBarse IOBECTH A0 Ol NaKiwle M eMKacHHje MPUMEHE Y MHOTMM
MoJbMMa MHAYCTPHj€, TEXHONOTHjE U MPUBPENE.

Jol jeaH akTyeslaH MaTepHjail Kojum ce 0Ba aucepraumja 6aBu je HTPHjyM-BaHAJAT.
OH nmpumnaja BaXHOj TIpynd BaHJaTa 360r CBOjUX TpHUMeHa y (oToKaTanus,
(GOTONYMUHUCLIEHLIM]H U TEHEPATHO, dotoxemuju. Beoma je noroaxa nomahMHCKa pelueTka 3a
jOHe peTKMX 3emMaba, a y OBOM clydajy eyponujyma. JOHH UTpHjyMa Ce JIako MOTY M3MEHUTH
jOHOM eyponujyma y CTPyKTYpH WTpUjyM-Ban/aTa 300 UCTE BaCHIE M CIMYHOCTH y NPEUHHKY.
OBO 0BOAM O MHTEPECAHTHOT (pEHOMEHA HA3BAHOT KEA3U -U30MONCKU eghexam KOju OMUCyje
W3MeHy joHa JIOK Ce anpOKCMMHpa KOHCTAHTHA KOHCTAHTa CHJIC, 3 je/IMHO LITO Cce MERA je Maca
n3mehenmnx jona. OBaKo MpuKasaH MEXaHW3aM M3MEHE ykasyje Ha GU3NUKOXEMH]CKE MpoLece y
OBaKBMM MaTepujarmma W omoryhasa nakwe pasymeBare CTPYKTYPHO-OMTHHIKMX ocobuHa
OBaKBMX MaTepHjalia, a CaMUM THM W HUXOBY MPUMEHY Yy (oroxemuju.

Jenan o MOMyNapHHUjUX XaJKOr€HWAHHMX MOJyNpOBOAHHKA je kaamujym-teaypua. Y
0BOM MCTpaXMBakby MoKaszyje ce CHHTE3a TaHKOr duaMa KaaMujym-Teypraa KOju UMa BEMKe
npuMeHe Y KOHBEP3HjH COJlapHe eHepruje, 300r CBOT KoeuLMjeHTa ONTHIKE ancopnuuje (Gpunm
ne6puHe 2 um he ancop6oBaTH CKOPO 100% ynaauor 3paueta) M 360r CBOje CKOPO MACAIHE
BPEJHOCTH €HEPreTCKOr npouena 3a doroBonTaHUHY KOHBEP3H]Y OA 1,45 eV. C gpyre cTpaHe,
eneKTpOH-QOHOH MHTEpakKuuja Koja je mokasaHa y OBOM MCTpaxuBamy, BaXHa je 3a
MOJyNpPOBOJHUYKE MaTrepujane. Orkpuhe oBUX (OHOHA M HHXOBE MHTEpaKLMuje yTHYe Ha
HCTIMTUBARbE ONMTHUKMX W CTPYKTYPHMX OBaKBUX Marepujana v HMXOBY MPUMEHY Mpe cBera y
€N1eKTPOHCKHUM M ONTOENIEKTPOHCKUM ypehajuma.

[[MHK-OKCHA je Ca THTaHH]yM-JIHOKCHOM HajronynapH1ju  NOMYNPOBOJHUYKH
HaHomartepujan. bpojHe npeaHocTH OBoOr MaTepujana 4YMHE ra BeoMma TMOMyJIapHUM M
MPUMEH/BUBUM, a 300r BEIMKOT Opoja HauMHa CHHTE3E, nocejyje HajooratHjy pasHOJIMKOCT
HaHOCTPYKTypa. KOMILIEKCH pyTeHHjyMa, KojuMa Cy MOAM(HKOBaHE HAHOIIOYMLE HECTO Cy
kopuiheHn KoMrmiekcH y obnacTuma MoBesaHMM ca OGUOMEIULIMHCKUM HCTpaXKMBakbHMa.
M3y3eTHa aKTyeJIHOCT OBOT marepujana pasjior je Aa ce, kao M MPETXOAHH XaJKOrCHWIHH
MOJYNPOBOAHHLIM, UCMIUTYJE Kajia C& CHHTETHILE Kao HaHomarepujan kajaa he gohu 1o npomeHe
HErOBHX CTPYKTYPHHMX M OMTHYKMX OCOOHHA. OGjaimerne GeHoMEHa Koje ce MPUTOM J€eliaBajy
ha HaHockany he 3HATHO YTHLIATH Ha NPOLIMPERE HEroBUX Beh BETMKUX NPUMEH.



1. T'agoJMHHjyM — UHPKOHAT

Faponuuujym — uupkoHat (GdaZr,O7) cuHTeTHIIE CE METOAOM CaropeBarma pacTeopa. Oga
MeToja je M3abpaHa, ca jelHe CTpaHe, kao Op3a M jenHocTaBHa, a ca Apyre, noroasa 3oor
KOHTPOJIHCAFba BEJIMYMHE KDHCTANIMTa y30pKa, CreuuduyHe NOBPLIMHE y30pKa M Apyrix
kapaktepucTHka. Llu/b npu uCTpaxkuBary OBOT MaTepujaia je OTKPHBaFe MOTEHLMjaTHHX
dbeHomMeHa yHyTap HaHOCKane Kaja Ce HeErose IMMeH3uje ca Oank KpucTana cMmame Ha
HaHOAMMEH3K]y. 3aJaTaK OBOT Je/ia MCTPAXKHMBaba J& OMUCHBAME CTPYKTYPHO — ENIEKTPOHCKMX
poMeHa KO raj0JMHH]yM-LIMPKOHATA, OJHOCHO OMMCHBAE CNICKTPOH — doHOH MHTEpaKuuje
J0 Koje 110Mma3u 360r yTHLaja CMaberba IMMEH31ja KpucTana.

2. Wrpmnjym — BaHaaar

V apyrom jeiy MCTpaXKuBama koje ce 0aBH HTPHjyM-BAHAATOM, MCTIHMTYjy ce (EeHOMEHHM
YHyTap HaHOCKane KOjH Ce THYy H3MEHE NOMaHTHOr joHa ca joHoM nomahuHCKE pELIETKE.
[Moka3yje ce Kako W 3alITO J07a3d 10 KBas¥ — M30TOMCKOr epekra ¥ Kako TO yTHYEC Ha
CTPYKTYpHE M ONMTHUYKE OCOOMHE OBOT nanomarepjana. Takolje, pasMaTpaH je W yTHLaj ABE
pasMuMTE METOE CMHTE3E HAHOMPAXOBa: METOJIE CaropeBarba pacTBopa M KIacHHe KepaMHuKe
METOJIe, Ka0 M YTHLaj I0N1pama Ha 0Baj METAIHW BaHa/ar.

3. Kaamujym — Te;rypuj

Tpehu neo UcTpaxuBamba ce 0aBH TaHKHUM ¢uamMoBHMa KaJAMHjyM-TeypHAA, NPUIPEMILEHHM
METO/IOM TEPMAJIHOT Hanapaparba — HCIUTYjy C& HHTEPAKIMje MOBPLIMHCKOT ONTHIKOT ¢doHOHa
W MIa3MOHa YCNe/l CMarbera MMeH3Hja bank Kpucrana KaJMHjyM-Telypua Ha HAHOKPUCTAJIHH
marepujan (tankn ¢unm). Takohe, pasmaTpa ce Kako HaBeaCHA MHTEpaKLUuja yTHYE Ha
CTPYKTypHE ¥ ONTHYKE 0COOUHE OBOT matepujana. M3mely octanor, uusb je 1 pasMOTPUTH KaKo
ne6sbuHa (uiaMa yTH4Ye Ha MOMEHYTY WHTEPAKLM]y W TEHEPAIHO Ha CTPYKTYPHO — OMTHYKE

KapaKTepHCTHKE.
4. IlMHK — oKCHA MOAH(HKOBAH Py TEHHjYMOBHM — KOMILICKCHMA

YV uyeTBpToM Jeiny, KOJ HaHOMIOYMLUA LHHK-OKCHJA MOJM(pUKOBAHUM PYTEHH]yMOBHM
KOMIUIEKCMMa, CHHTETHCAHMX MPELUITUTALIMOHOM METOJOM, KapaKTEepHIle Ce HOBOJIOOM]EHH
KOMMO3MT, pa3MaTpa ce Kako MOAM(pMKATOpW YTHYy Ha CTPYKTYpHE W ONTHHKC ocobuHe
MOYETHOT MaTepHjana LUMHK-0KCHIa U (peHOMEHH yHYTap HaHOCKale KOjH MPOY3POKY]y ONTHYKE
W CTPYKTYpHE TMPOMEHE CMAFEHeM AUMEH3H]E matepujaja, a TUUY Ce MPEeHOCa HaleKTpHucarba

yHyTap CTPYKTYpe.
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1. Introduction

A>B>07 type of pyrochlores are important class of materials
because of their diverse scientific and technological applications
like in nuclear waste storage [1], electro/photo catalysis [2,3],
luminescence [3], CO, hemisorption [4], photoluminescence hosts
[5], topological Mott insulator [6] etc.

Pyrochlore oxides which occur in various crystalline phases,
manifest numerous interesting and important physicochemical
properties which make them eligible for potential hosts for the
chemical substitution [7].

Rare earth based zirconates (Re,Zr,07) pyrochlores have wide
scientific and technological applications as: potential thermal bar-
rier coatings (TBC), high temperature heating devices or lumines-
cence hosts [8].

Among all rare earth based pyrochlores, Gd,Zr,07 stands out as
a material with a distinctively low thermal conductivity and high
phase stability [9]. Besides that, GdyZr,07 could be an excellent
candidate for potential photoactive materials [10].

As shown through our previous work [4,11], there are two
different crystal structures for Gd,Zr,07, pyrochlore and the fluorite

* Corresponding author.
E-mail address: jmitric@ipb.ac.rs (J. Mitri¢).

https://doi.org/10.1016/j.optmat.2017.11.026
0925-3467/© 2017 Elsevier B.V. All rights reserved.

type.

Rare earth ions are widely used as activators for various phos-
phors and other organic and inorganic luminescent materials,
because they offer high color purity, high luminescence lifetime
and also a narrow emission profile, thanks to its optically active 4f
electrons which are strongly shielded from the rest of ions by the
other 5s and 5p shells [12].

Among all lanthanides, Eu>* ion is in advantage as a dopant ion
for structural probing, as well as for synthesis of red light emitting
phosphor [8]. The reason this ion is a useful spectroscopic probe is
because of its main source of luminescence - single level, 5D0 state,
which prevents the convolution of overlapping emission peaks
from different levels [13]. Also, doping any aliovalent ion in these
oxides is not only used for structural probing, but it could also
generate significant changes in photophysical behavior of those
materials in such way that doping creates various kinds of defects
like ion/oxygen vacancies, which can alter the band gap of mate-
rials, i.e. photophysical characteristics of one material. Particularly
for Gd,Zr,0, it is proven that efficient doping results in tuning of
thermal [14], electrical [15], optical [4] and other properties.

In this paper, we present the results obtained by using far —
infrared spectroscopy (FIR) to study optical properties of the Eu>*
doped Gd»Zr,07 nanopowders which were prepared by the Solu-
tion Combustion Synthesis (SCS) method. The dielectric function of
Eu’* doped GdyZr,0; nanopowder is modeled as a mixture of
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homogenous spherical inclusions in air, by the Maxwell-Garnet
formula.

2. Sample and characterization

Europium doped cubic Gd;Zr,07 nanopowders were prepared
by Solution Combustion Synthesis (SCS) method. Starting chem-
icals GA(NOs3)-6H>0, Zr(NOs3)2-H»0, Eu(NO3)-6H,0 with the purity
of 99,99% were purchased from ABCR, Gd;0; (99,9%) from the
NOAH Technologies and urea (NH),CO from Sigma-Aldrich.

Due to its simplicity and low cost of the synthesis procedures
and possibility of tailoring the size and morphology of particles, the
flame combustion process is the most frequently used. After the
synthesis, the nanopowder was annealed, in order to achieve the
full crystallinity, in air atmosphere at 1200 °C for 2 h. The Eu®*
concentration in GdyZr,07 was 2 mol%. The morphology analysis of
the synthesized materials indicates the irregular crystallite size
distribution and existence of agglomerated grains which are in the
submicron size.

In our previous work [4,11] we performed X — ray powder
diffraction (XRD) and photoluminescence measurements of the
same material. XRD analysis confirmed that sample was crystal-
lized in fluorite (F) type structure (space group Fm3m). The pho-
toluminescence spectra showed a number of electronic transitions,
among them were those at 705 nm and 713 nm (°Dgy — “F4), 654 nm
(°Do — "F3), 630 and 611 nm (°Dg — ’F»), 593 nm (°Dg — ’F; ), 584 nm
(°Do/°D1 — “F1) and 578 nm (°Do/°D1 — "Fo).

The Raman spectra of Eu>* doped Gd,Zr,07 nanopowders were
measured. We registered three phonons at 177 cm~, 268 cm~! and

592 cm~ ), as well as their overtones at 354 cm !, 445 cm™},

05 1 1
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708 cm~!,1062 cm 1, 1184 cm ™!, ~1530 cm ™! and ~1720 cm ™. The
phonon at 592 cm~! was already known to be characteristic for
Gd,Zr,07 fluorite — type structure, and we found that other two
phonon positions to be characteristic with the observed electron —
phonon observed interaction and that the registered multiphonon
processes were a consequence of miniaturization that further in-
duces changes in electronic structure of Eu** doped Gd,Zr,07
nanopowders. All the above mentioned results will be useful in the
far — infrared spectroscopy analysis of Eu®* doped Gd,Zr,0;
nanopowders.

3. Results and analysis
3.1. ARM

Atomic force microscopy (AFM) measurements were done using
NTEGRA Prima system from NT-MDT at room temperature and
ambient conditions. Imaging was done in tapping mode using
NSGO1 probes. Phase lag of AFM cantilever was recorded simulta-
neously during tapping mode imaging.

Two dimensional and three dimensional topography of the
sample surface are shown in Fig. 1(a) and (b), respectively (scan size
is 5 x 5 pm?). As can be seen, the surface is rather flat with char-
acteristic holes represented with dark color. Cross section of one
characteristic hole (along dashed line in Fig. 1(a)) is given in the
inset of Fig. 1(a). Hole width and depth are around 1 pm and
200 nm, respectively. Apart from this holes, the sample surface
consists of small grains. They are better visualized in Fig. 1(c) and
(d) showing the topography and phase contrast image of a zoomed
part (scan size is 1 x 1 pm?). Grains are clearly visible, especially

2
350

0 [deg]

Fig. 1. (a) Two-dimensional and (b) three-dimensional topography of the sample surface. The inset in part (a) shows the cross-section along the corresponding dashed line. (c)
Three-dimensional topography and (b) corresponding phase contrast image of a zoomed region from part (a).
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grain boundaries in the phase contrast image since the phase is
very sensitive to abrupt changes in the topography. Dispersion of
grain size is rather wide, but still we can conclude that the char-
acteristic grain size is in the order of 100 nm.

3.2. Far-infrared spectroscopy

The infrared reflectivity measurements were performed at room
temperature with a BOMEM DA-8 Fourier-transform infrared
spectrometer. A Hyper beamsplitter and deuterated triglycine sul-
fate (DTGS) pyroelectric detector were used to cover the wave
number region from 80 to 650 cm™ .. Spectra were collected with
2 cm~! resolution and with 500 interferometer scans added for
each spectrum.

When visible light, ), interacts with semiconducting nano-
particles (characteristic size d, dielectric function e3) which are
distributed in a medium with the dielectric constant €1 in the limit A
> d, the heterogeneous composite can be treated as a homoge-
neous medium and effective medium theory is applied. There are
many mixing models for the effective dielectric permittivity of such
mixture [16]. Since our samples are well defined and separated
nanosized grains, we used Maxwell-Garnet model for present case.
For the spherical inclusions case, the prediction of the effective
permittivity of mixture, eeff according to the Maxwell-Garnet
mixing rule is [17]:

£ — &1
£ + 2e1 — f(e1 — &2)

Here, spheres of permittivity e; are located randomly in ho-
mogeneous environment ¢; and occupy a volume fraction f. The
observed nanoparticles are situated in air, therefore the ¢ is 1. For
dielectrical function of observing nanoparticles (e;) we used the
standard model [18]:

n CL)Z —w2+i7 o) w2
fz(w)_é’oo(H 3 e proe (2)

2 2 1
i1 Wor — W + Yok w(w—ir-1)

eoff = €1 + 3feq (1)

where ¢, is the bound charge contribution and it is assumed to be a
constant, wrox and wipk are transverse and longitudinal fre-
quencies, yrok, and yiok are their dampings, wp is the plasma
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Fig. 2. Far — infrared reflection spectra of Eu** doped Gd,Zr,0; nanopowder. The
experimental data are represented by circles. The solid lines are the calculated spectra
obtained with the parameter values given in Table 1 and the fitting procedure based on
the model given by Eqgs. (1) and (2).

frequency and 7 is the free carrier relaxation time. The first term in
(2)is the lattice contribution, whereas the second term is the Drude
expression for the free carrier contribution to the dielectric con-
stant. In this case, we will consider wrox as a characteristic fre-
quency of material (vg), and we will link wiox with oscillator
strength (Sx~wfok - whok) which does not have big influence on
discussion.

The far-infrared spectra of Eult doped Gd,Zr,07 nanopowders,
in the spectral range of 80—650 cm~!, at room temperature, are
presented in Fig. 2. The experimental data are presented by circles,
while the solid lines are calculated spectra obtained by a fitting
procedure based on the previously presented model. In Table 1 the
best fit parameters are presented. Values for Eult doped GdZr,07
single crystal are taken from literature [11,19—22].

McCauley [23], and Vandenborre [24] came to the result that of
the total number of 26 normal modes

(I = A1g + Eg + 2F1g + 4F2g + 3Aoy + 3Ey + 8F1u + 4F2y) only those
of Fy vibrations are active in the IR absorption. One of the eight Fy,
modes is associated with three degrees of translation of the unit
cell and refers to the acoustic branch of the crystal vibrations and
thus analysis predict 7 IR — active optic modes [22]. Our results
confirm all of the seven active vibrations and their assignations are
shown in Table 1 and also indicate that anharmonicity factors are
not significant. The analysis [23,24] also predicts that six vibrations
of the types Aqg, Eg and 4F,g are Raman — active modes. As per the
selection rules, the remaining modes (Fqg, Aoy, Ey and Fyy) are in-
active both in the IR and Raman spectra. According to the group-
theoretical analysis, all the atoms of the crystal lattice are
involved in the seven IR active Fy, vibrations (and six Raman —
active modes) of the pyrochlore [22—24].

Following other authors' and our previous work [11,25] we
started our analysis from the bulk material, considering that un-
derstanding bulk properties will lead to better understanding of
properties of small particles, and therefore, as a result we expect
the bulk modes to be shifted and broadened.

All modes are shifted compared to literature data. We believe
that this is not because of the doping with Eu** and that in rela-
tively small concentrations/amounts, doping did not induce
changes in phonon spectra of Gd,;Zr;07 [26]. We confirm our pre-
vious work [11] where we used Raman spectroscopy to obtain
modes at 177 cm™~! and 268 cm~! which noticeably differed from
results obtained by many other authors who claimed that these
modes occur at ~140 cm~! (O-A-O vibrations) and ~220 cm~! (O-B-
O vibrations), respectively. Using FIR spectroscopy we obtained
significant modes at 175 cm~' and 255 cm~! which describe 0-A-O
and O-B-O vibrations, respectively. The reason for this shift, as we
believe, is electron — phonon interaction which led to the break-
down of the selection rules and appearance of the new phonons in
fluorite structure GdyZr;07:Eu spectrum [11].

Interesting thing is, FIR spectrum shows two modes character-
istic for pyrochlore type of structure, at 365 cm~! and 490 cm~,
although they are weak [19]. These two modes correspond to the
vibrations of GdOg and ZrOg polyhedra, respectively. This confirm
some earlier thoughts of P phase and F phase co-existing in the
sample [19]. As it was said earlier [4,11], GdyZr,07 has two iso-
metric structures, disordered fluorite (F) and ordered pyrochlore
(P). In general, disordered fluorite structure type for this compound
is confirmed [4]. But, it is also known that LnyZr,07 (Ln = elements
of lanthanide series) have a pyrochlore-type structure stable at low
temperature [19]. The Raman activity allowed for the pyrochlore
structure results from oxygen vibrations, and only four bands are
observed in the Raman spectra of LnyZr,07 pyrochlore-type com-
pounds (Table 1 [21]). In the ordered structure there is no evidence
of the significant band at 125 cm™, like our FIR spectrum shows.
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Table 1
Best fit parameters of far — infrared spectra of Eu>* doped Gd,Zr,0-.
Exp. results: Literature: Assignment
Gd,Zr,07: Eu*t Gd,Zr,05: Eu*
nanopowder single crystal
50 — vz: 0’-Gd-O’ bending vibrations
126 — ve: Gd-ZrOg streching vibrations
175 177 [11] vs: 0-Gd-O bending vibrations
255 268 [11] v4: O-Zr-0 bending vibrations
330 310 [20], 315 [21] v3: Zr-0 + O-Zr-0 vibrational
mode (O-Zr-O bending)
365 370 [19], 400 [21] vy: vibrations of GdOg polyhedra
490 500 [19], 538 [21] vy: Zr-0 stretching vibration,
vibrations of ZrOg polyhedra
610 599 [20], 592 [21] Eg: Zr-O' stretching vibration

The thing is, for LnyZr,07 compounds, an order — disorder transi-
tion pyrochlore < defective fluorite may occur when the temper-
ature is raised [21]. This confirms that in Gd,Zr,07:Eu nanopowder
P- and F- phase coexist. At first, this is not in agreement with XRD
results for Gd,Zr,07:Eu nanopowder [4], but using FIR spectroscopy
in reflectivity mode, we concern mainly the surface of material and
coexistence of two phases is characteristic for the surface, but not
for the general structure which is generally investigated using XRD.

Modes at 330 cm~! and 610 cm™! are clearly visible in both F
phase and P phase spectra [20] and they correspond to Zr-O + O-Zr-
O vibrational mode.

The rest of well known IR active vibrations, O-Gd-O and 0’-Gd-
O’ (O’ represents the 8(a) site oxide ion [27,28]) bending vibrations,
are not yet assigned for Gd - zirconates. We assume that these vi-
brations correspond to 50 cm~1, 126 cm~! modes, respectively. The
mode at 50 cm~! clearly could not be obtained with our spec-
trometer which works in 80—650 cm~! region, but that mode is
well-suited to the fitting procedure based on the model given by
Egs. (1) and (2). Value of 50 cm™! for Gd-zirconate is expected,
regarding [[22], pg. 78, Table VII] which shows O’-Gd-O’ assign-
ments for lanthanide series from La to Sm, but not for the Gd. We
find answer in the isotope effect. The change in spectrum is
conditioned with the mass of nuclei, and if the mass of some
element is greater, spectral lines will move to lower values of wave
number. Therefore, considering the increase in mass from La to Gd,
we assume that previously unknown wave number value of 0’-Gd-
O’ vibration for Gd-zirconates corresponds to our result of 50 cm™!
(value of wave numbers from La to Gd are decreasing). We also use
isotopic shift to explain the 126 cm™! for which we assume cor-
responds to O-Gd-O vibration band and it also may suggest the
possibility of a lowered local symmetry for some crystallographic
sites [24] (that is in agreement with our assumptions with order <
disorder transition).

4. Conclusion

In this paper far-infrared reflectivity measurements were used
to obtain phonon properties of Eu>* doped Gd,Zr,07 nanopowders.
We registered phonons of both isomeric structures characteristic
for Gd,Zr,07 nanopowder and concluded coexistence of these two
phases on the surface of the material, whereas fluorite structure is
typical for the general structure. Low frequency modes were
registered and regarding isotope effect they have been assigned.
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1 | INTRODUCTION

The revelation of new materials, processes, and phenom-
ena in general within the nanoscale proposes wide
opportunities for evolution and expansion of innovative
nanosystems and nanostructures. Nanostructured mate-
rials attract great attention of researches because of their
wide industrial and technological applications. When
doped, these kind of materials could exhibit enhanced
properties, and when doped with rare-earth (RE) ions
specifically oxide nanostructures show improved optical
properties when compared with their bulk structures.!'*!

The yttrium orthovandate (YVO,) belongs to the
group of important metal vanadates, MVO4(M = Bi, Y,
Fe, Cr, In, etc), because of its wide range of applications,

| Uros Ralevi¢' | Miodrag Mitri¢* | Jovana Cirkovi¢® | Gregor Krizan® |
| Martina Gili¢' | Nebojsa Romcevi¢!

In this paper, we describe synthesis and characterization of YVO, and Eu**-
doped YVO, nanopowders. Two methods of preparation were used—solution
combustion synthesis (SCS) and classical ceramic method (CCM)—and
compared. Morphology and structure of all samples were characterized with
atomic-force microscopy (AFM), X-ray diffraction (XRD), and field-emission
scanning electron microscopy (SEM). Raman spectroscopy was used to
discuss the isotope-like effect. It is confirmed that doping with Eu ions results
in a change of Raman spectra of doped samples—new modes arise, and
intensity of existing ones change. Influence of different preparation
methods on isotope-like effect is presented with detailed calculations of

isotope-like effect, nanopowders, phosphor

especially in photonics.!*! Doped YVO, is very popular
because of its photocatalytic properties[5’6] and is a very
common semiconducting material in photochemistry
because of this feature, as well for its enhanced lumines-
cence when doped with RE ions.””*! Excellent thermal
stability, robustness, and other physicochemical proper-
ties of YVO, ensured this nanostructure to be a very
used material in optical devices.!”! Very convenient thing
about YVO, is that it is an attractive host material (eg,
for RE ions) that could be well excited under UV light
irradiation; ie, the vanadate group, V>* — 0%, in YVO,:
Eu>" is excited, and in that way, phonon energy is trans-
ferred to the doped RE ions. Eu ions exhibit red and
orange emission, which corresponds to °D,-'F, and
SDo-"F; transitions, respectively.'” There are lot of
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examples where nanostructures were doped with Eu
ions because of its great luminescent characteristics.!"!
RE ions are well known for their luminescence charac-
teristics, which occur because of inner shell electronic
transitions between the 4f" energy levels. Yttrium ion
in vanadate structure can be easily replaced with RE
ions. Because of the similar properties of RE and yttrium
ions, the concentration of RE ions can be larger in
yttrium oxide than in other hosts. In our earlier work,
we showed how doping with Eu ions could result in
their replacement with R** ions in oxide nanopowders
(R stands for a trivalent ion in oxide nanopowders, eg,
Y3* in YVO,).[*?! That results in more efficient optical
properties of MVO, materials.'>! However, it has been
shown that even a small amount of impurity could
drastically enhance optical characteristics of these kinds
of phosphors.!!! The inclusion of RE ions may be of a
twofold nature: It could cause the shift of the gravity
center of the energy levels, which is related to
the nephelauxetic effect,!'*! which is a measure of the
metal-ligand covalency, and it could cause the
splitting of the degenerate energy levels. The difference
in size between bulk and nanocrystal cause different
impact of the neighborhood on the metal ion, and
in that way results in splitting of the energy levels,
kinetics of the metastable levels, and metal-ligand
covalency."!

There are many methods for nanopowder prepara-
tion,'*?°! and in this paper, we choose solution
combustion synthesis (SCS), which is an important tech-
nique used for powder preparation, generally used to
produce fine complex oxide ceramics. Even though SCS
represents one of the simplest techniques, it offers
numerous important advantages like homogeneity and
high surface area of the samples, as well as high purity
in combination with considerably lower temperatures
and reduced processing time. Also, with this technique,
fine particle size and crystalline samples can be
obtained. Another method we used is classical ceramics
method (CCM), which also offers significantly reduced
time of powder preparation and controlled size of parti-
cles with respect only to temperature parameter. The
goal was to represent two simple but yet effective
methods of nanopowder preparation, which are cheap,
fast, and reproducible and can be used for advanced
applications. At the same time, they provide an insight
in an interesting phenomenon, which we call isotope-
like effect where with the use of Raman spectroscopy
we observe substitution of Eu with Y ions. This occur-
rence in oxide nanopowders prepared by SCS and CCM
is not explained in details by Raman spectroscopy in
the literature yet, and to the best of our knowledge, this
is the first report so far.

2 | SAMPLE PREPARATION AND
CHARACTERIZATION METHODS

For sample preparation, two methods have been used.
First, the solution combustion process is the most
frequently used due to the low cost of the synthesis
procedures and also due to the possibility of tailoring
the size and morphology of particles. Eu**-doped YVO,
nanopowders were prepared as described in previous
research.*?? Eu** concentration was 1%, and it was
obtained using stoichiometric quantities of starting
chemicals Y (NOs);-6H,O, NH,VO;, NH,NO3, and Eu
(NO3);-6H,0 with the purity of 99.99%. Starting
chemicals were purchased from ABCR and urea,
(NH,),CO, from Sigma-Aldrich. The dry mixture of
0.357 g Eu (NO3); -6H,0, 4.676 g of NH3VO;, and
15.32 g of Y (NO3); 6H,0 was combined with the mixture
of 4.8 g of NH,NO; and 3.003 g of (NH,),CO, which were
used as organic fuels. When all mixtures were prepared,
they were combusted with the flame burner at ~500°C.
After the synthesis, the nanopowders were annealed in
air atmosphere at 1200°C for 2 hr. The annealing of mate-
rial is needed in order to achieve the full crystallinity.
That sample is labeled with YVO,:Eu** (I).

Second sample, YVO.Eu®* (II), and the undoped
YVO, were prepared using simple classic ceramic proce-
dure. Stoichiometric quantities of starting chemicals of
Y,0s, Y,05, and Eu,0; were used with the purity of
99.99% purchased from ABCR, then powdered and baked
on 900°C for 5 hr. Concentration of Eu** was 1%. In the
case of undoped sample, no Eu®t was added, but the
rest of the procedure was the same as in preparation of
doped sample.

In this way, we got morphologically different
samples, and we can also make a comparison regarding
two different (but at the same time, simple) preparation
methods.

First characterization technique used for examining
the topography of obtained samples was atomic force
microscopy (AFM). Sample surfaces were investigated
using NTMDT's NTEGRA PRIMA atomic force micro-
scope, which operates in semicontact mode. The AFM
topography and phase images were acquired simulta-
neously using NSGO1 probes with a typical resonant
frequency of 150 kHz and 10 nm curvature radius of the
tip apex.

Further structural characteristics were obtained using
the X-ray diffraction (XRD) powder technique. All sam-
ples were examined under the same conditions, using a
Philips PW 1050 diffractometer equipped with a PW
1730 generator, 40 kV X 20 mA, using Ni filtered Co Ka
radiation of 0.1778897 nm at room temperature. Measure-
ments were carried out in the 2 h range of 10-100° with a
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scanning step of 0.05° and 10-s scanning time per step.
Crystallite size was determined by using XFIT computing
program which is based on fundamental parameter con-
volution approach.!?*!

Field-emission scanning electron microscopy with
energy dispersive X-ray spectrometer, FESEM-EDS, (FEI
Scios 2) was used for morphology studies of our samples.
The acceleration voltage between cathode and anode was
equal to 15 kV. High-resolution SEM images and EDS
spectra from the chosen microareas and high-resolution
maps were shown elemental composition and surface
distribution.

Raman measurements were performed using commer-
cial NTegra Spectra system from NT-MDT with a laser
operating at a wavelength of 532 nm. Laser power was
set to 2 mW within the ~0.5 X 0.5 um sized focus with
exposure time of 600 s. All the Raman spectra are
unpolarized.

FIGURE 1 AFM topography and
corresponding phase images for (a) YVO4,
(b) YVO4:Eu3 + (I) and (c) YVO4:

Eu3 + (II). [Colour figure can be viewed at
wileyonlinelibrary.com]

_RRRiaN
WILEY-¢oE CTROSCOPY
3 | RESULTS AND DISCUSSION

3.1 | Atomic force spectroscopy

The results of AFM measurements are shown in Figure 1.
The samples of YVO, and YVO,:Eu* (II) have granular
surfaces whereas the surface of YVO*Eu** (I) has flat
domains separated by deep holes with depths up to
several hundred nanometers. The lateral size of the flat
domains has an average value of 3-4 um. The grain and
domain boundaries are also visible in the corresponding
phase images, whose large phase contrast originates
mainly from the abrupt changes in the topography at
these boundaries. The average grain size cannot be esti-
mated accurately as the AFM tip is not able to penetrate
deep enough between the tightly packed grains. Finally,
the root-mean-square roughness (RMS) parameter
assessed for the YVO, and YVO,:Eu**(Il) surfaces has

470

Height / nm

Height / nm
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values of about 67.2 and 67.8 nm, respectively, whereas
the morphologically distinctive YVO4:Eu**(I) surface
has smaller RMS of around 64.5 nm.

3.2 | XRD analysis

Structure of synthesized samples of YVO, and YVO,:Eu**
nanopowders were identified by XRD patterns as shown
in Figure S1. All the observed peaks are in good agree-
ment with the JCPDS card 17-0341. The samples are
monophased and they crystallize in body-centered tetrag-
onal lattice in the zircon-type structure (Figure 2). No
additional peaks other than ones of YVO,, confirm that
doping of Eu* does not change the crystalline structure.
Calculated crystallite size for YVO,, YVO,:Eu**(I), and
YVO,Eu®* (II) are 52, 58, and 53 nm, respectively. It
was expected that YVO, and YVO,:Eu®* (II) have similar
crystallite size because of the same method of prepara-
tion. It was also showed that using classical ceramic
method we get smaller crystallite size of nanopowders
when compared with solution combustion method.

3.3 | FESEM analysis

The surface morphology and size of the prepared samples
were inspected using field emission scanning electron
microscopy (FESEM) equipped with an energy-dispersive
X-ray spectrometer (EDX). Results are shown in Figure

Y distorted
square

S2. All samples have spherical nanoparticles; size of par-
ticles are around 2 um for the samples prepared with clas-
sical ceramic method (YVO, and YVO,:Eu®** (II)) and
3 um for the sample prepared with solution combustion
synthesis (YVO4Eu®* (I)). The particles sizes obtained
directly from FESEM images are much bigger than those
calculated by XRD patterns, revealing the particle aggre-
gation. However, even after aggregation, particle size is
rather similar. It could be said that YVO4Eu* (II) crys-
tallized in more fluffier structure, whereas YVO,:Eu**
(I) is more crystalline, but that does not have any impact
on aggregation.

EDX spectra confirm that our samples consist only of
Y, V, and O for the undopped and Y, V, O and Eu ions
for the dopped samples.

3.4 | Raman spectroscopy

Primitive cell of YVO, consists of 12 atoms (Figure 2),
which support 36 modes of vibration of which 12 of them
are Raman active can be divided into external and inter-
nal modes. External modes originate from translations
of the (VO,)* and R*"' ions and librational mode of the
whole (VO,)* tetrahedra, whereas internal modes occur
due to vibrational oxygen modes within the tetrahedral
groups (VO,)*.?* Seven of twelve Raman active modes
are labeled as internal — 2A4,, 2By,, 1B, 2E,, and four
are known as external - 2By, 2E,.

(b)

[ b

C

V tetrahedra

FIGURE 2 Structure of YVO4. (a) Pictorial representation of 3D structure of YVO4. (b) The same structure along one direction. (c)
Polyhedral surroundings of Y and V ions are shown.Y3+ has distorted square surrounding eight O2— ions around one Y3+, and V5+ has
tetrahedral surrounding four O2— ions around one V5+ ion. [Colour figure can be viewed at wileyonlinelibrary.com]
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Figure 3 presents unpolarized Raman spectra obtained
for three samples. Assignations of all the modes regis-
tered are given in Table 1.

The most of the Raman active modes registered come
from YVO, structure, external, and internal vibrations,
and just couple of them arise or are amplified by doping
with Eu®* (see Table 1). In Eu** doped YVO, structure,
Eu’" can be regarded as a substitution impurity ion,
where Y gets substituted for Eu. The impurity mode could
arise due to complex mechanism of electron-phonon
interaction'®! or simply because of the difference
between masses of the doping ions and ions of the host
material (known as isotope effect).?°! In our case, there

YVO

no 176 mode

Raman Intensity

176221

YVO_:Eu™(l)

YVO,:Eu”(Il)

¥ T ¥ ] L T L T ¥ T L T ¥ T L) T ¥ T L) T L T
200 300 400 500 600 700 800 900 1000 1100 1200
Wavenumber / cm”

FIGURE 3 Raman spectroscopy of three samples of YVO4 and
YVO4:Eu3+ (I) and (II)
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is no electron-phonon interaction, we have impurity
modes that arise due to the difference between mass of
ions exchanged. Even though we do not have actual iso-
topes, we observe a substitution of one ion with a heavier
one, with approximation that force constant remains
unchanged. Therefore, we call it isotope-like effect.

First, let us define well known equation, which
connects force constant and oscillator frequency:

k = 4’ ma? 1)

where k is force constant, m is mass of molecule, and w,,.
is an oscillator frequency.

From Equation 1, it is clear that oscillator frequency is
proportional to force constant and inversely proportional
to the mass. That means that (if we assume that force
constant is not changing when impurity is added) change
of vibrational (oscillator) frequency depends only on mass
of observed molecule.

If we observe molecules with masses m; (i =1, 2, . . n),
their corresponding vibrational frequencies, w,s, are
given with Equation 2.

: 1 [k
CL):)SC = % a (2)

If we observe two molecules, their ratio is given with p:

2

Pose 1 3)
: .
Wosc M2
If my > my, then w2, < wl,..

TABLE 1 Assignation of YVO,:Eu** vibrational modes registered by Raman spectroscopy

Vibrational Mode (cm™) Assignation

156 B,g; external vibration; vibrational modes of oxygen atoms within (VO,)* tetrahedral group[m
176 vibration caused by doping with Eu**

221 amplified vibration by doping with Eu**

259 B,g; external mode; symmetrical stretching vibration mode™ in (VOL)*

376 A,g; internal mode; symmetrical deformation vibration' in (VO )*

438 internal mode; amplified in YVO,Eu>" (I) and weakened in YVOEu** (II).

478 B,g; internal mode; antisymmetric stretching vibration mode!! in (VOL)*

500 B,g; internal mode;

580 internal modes; Amplified or weakened vibrations by doping, depending on the method of
710 fabrication. In the YVO,:Eu** (I) these vibrations are amplified, whereas in the YVO,:Eu**
740 (1) they are weakened.

814 B,g; internal mode;

837 Eg; internal mode; antisymmetric stretching deformation vibration mode in (VO4)3'

890 A,g; internal mode;



Journal of

s | WiLEY-

MITRIC Et AL.

RAMAN
SPECTROSCOPY
In that way, we get the frequency of shifted mode,

which appeared when substitution of heavier ion is made.

Mode at 176 cm™ arises when YVO, is doped with
Eu®*. We explain this with isotope-like effect. Eu ion sub-
stitutes Y ion, and as a result mode at 176 cm? is
obtained. Calculation was made using Eq. (1-3). They
confirm that mode at 221 cm™ shifted to 176 cm™ within
the error limits, but also is significantly amplified. This is
due to interaction of modes at 221 and 176 cm™!, also
provoked by doping with Eu*. Also, we have a wide
mode in the range 298-323 cm™ in the sample that is
not doped with Eu*, but it vanishes when doped.

The intensities of modes obtained should also be
discussed. Same type symmetry modes, A;,, at 890 cm™
and 376 cm™ are both reduced when YVO, nanopowder
is doped with Eu ions. Same thing happens with modes
at 156, 259, and 814 cm ™", which are in B;, and B,, sym-
metry. E, mode at 814 cm™ also shows significant reduc-
ing in intensity after doping (see Table 1). A;, modes are
internal and they represent symmetrical deformation
vibrations in (VO,)*”, whereas Big and B,g are antisym-
metric and symmetric stretching vibrations in (VO4)*;
E, represent antisymmetric stretching deformation vibra-
tion mode in (VO,)*. Irreducible representations noted
with A and B are one dimensional, whereas E, is two
dimensional. The modes at 438, 580, 710, and 740 cm
could not be found in the earlier literature. We think
those are internal modes which also arise due to (VO,)*
vibrations but are amplified or weakened according to
method of fabrication. These modes are amplified when
nanopowders are prepared by solution combustion
method. As we said earlier, this method results in smaller
particles and less grained structure. As a result modes are
somewhat wider and more intense when compared with
samples prepared by CCM, which have more grained
structure. This by no means influence on isotope-like
effect in these structures.

4 | CONCLUSION

In this paper, we showed how doping of Eu ions affect on
YVO, nanopowders. We conclude that Eu ions substitute
Y ions in YVO, structure and new modes in Raman
spectra occur. Detailed calculation of isotope-like effect
was presented. Same symmetry modes show the same
tendency of reducing intensity which we attribute to the
doping with Eu ions, because of the symmetry distur-
bance of (VO,)* tetrahedra. No effect of method prepara-
tion of doped samples on isotope-like effect are observed,
which means that the size of crystallites nor morphology
of samples affect on substitution of doped ions into YVO,
nanostructures. It was noticed that particles agglomerate,

but that does not have an impact on isotope-like effect. To
our knowledge, there is no similar and more detailed
study in the literature concerning this effect, therefore
this work is one of the firsts to discuss it.
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Structural and optical properties of CdTe thin films were investigated applying atomic force microscopy (AFM),
XRD powder technique, Raman spectroscopy and far-infrared spectroscopy. CdTe thin films were prepared by
using thermal evaporation technique. In the analysis of the far — infrared reflection spectra, numerical model for
calculating the reflectivity coefficient for system which includes films and substrate has been applied. Effective
permittivity of film mixture (CdTe and air) was modeled by Maxwell — Garnet approximation. We reveal the
existence of surface optical phonon (SOP) mode and coupled plasmon-SOP modes (CPSOPM).

1. Introduction

II — VI semiconductor compounds, especially thin films, have be-
come very popular because of their applications in numerous electronic
and optoelectronic devices. Due to low production cost, thin films
nowadays enjoy great attention in basic research and solid state tech-
nology.

The interest in various properties of photonic CdTe is well justified,
as this material plays an important role in expanding variety of appli-
cations as in: integrated optics, optoelectronics, or solar energy con-
version [1].

Two main properties of CdTe thin film are its high optical absorp-
tion coefficient (a thin film of CdTe with thickness of approximately
2 um will absorb nearly 100% of the incident solar radiation) and its
near ideal band gap for photovoltaic conversion efficiency of 1.45eV
[2]. Also, its ease of film fabrication and low cost make it a re-
presentative material among II — VI semiconductors.

For fabrication of the CdTe films, various techniques have been
applied: RF magnetron sputtering [3], molecular beam epitaxy (MBE)
[4], pulsed laser deposition (PLD) [5], successive ionic layer adsorption
and reaction method (SILAR) [6], metal organic chemical vapor de-
position [7], screen printing [8], thermal evaporation method [9] etc.
Thermal evaporation method shows some advantages such as: mini-
malization of impurities proportional to the growing layer, reduced

* Corresponding author.
E-mail address: jmitric@ipb.ac.rs (J. Mitric).
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chances of oxidation and direction of propagation (occurs from the
source to the substrate) [9,10]. This makes thermal evaporation tech-
nique the most suitable method, thanks to very high deposition rate,
low material consumption and low cost of fabrication [11].

In the case of crystal with relatively small dimension, in the fre-
quency range between bulk longitudinal optical phonon frequency
(wro) and transversal optical phonon frequency (wro), a new mode
known as a surface phonon mode appears [12,13]. It is known for the
case of real crystal, that when its dimension is relatively small, surface
modes and effects of dimension will be manifested in addition to the
normal modes of infinite lattice. But, when crystal is reduced to ex-
tremely small dimensions, only the surface mode will persevere
[12-14].

On the other side, electron — phonon interaction takes an important
place in semiconducting materials [15]. In our earlier work we have
registered plasmon (collective electron excitation) and LO phonons
interaction in different systems [16-19]. Besides that, we have studied
the impact of damping on interaction appearance [20], interaction
between plasmon and different phonons [21,22], as well as interaction
between plasmon and impurity local phonons [23-25].

In this work we report experimental studies of CdTe thin films
prepared by thermal evaporation technique. Existence of nanodimen-
sional structures in these thin films enabled us to observe effects asso-
ciated with interactions between surface optical phonon (SOP) and
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plasmon for the first time.

Samples characterization was performed using atomic force micro-
scopy (AFM). Structural properties were analyzed using XRD powder
technique, and optical properties were characterized using Raman and
far-infrared spectroscopy.

2. Sample preparation and characterization methods

CdTe single crystal was grown by the Bridgman technique. Different
thickness of CdTe thin films were deposited by thermal evaporation
from a resistance heating quartz glass crucible onto glass substrates
using high vacuum coating unit type Edward 306 A. Films were grown
at a pressure of 106 Pa. The mechanical rotation of the substrate holder
during deposition produced homogeneous film. The distance between
the source heater and substrates holder is 21 cm, in order to avoid any
heat flow from the source to the substrates.

The morphology of the four CdTe thin films of different thicknesses
was investigated by Atomic force microscopy (AFM). Atomic force
microscopy measurements were performed using NT-MDT system
NTEGRA Prima. Imaging was done in tapping mode using NSGO1
probes. All AFM measurements were done at ambient conditions. For
the sake of statistical analysis of sample surface, we calculated histo-
grams and bearing ratios for each topographic image. The histogram
represents a height distribution density of all points in a two-dimen-
sional topographic image, or in other words, it is a number of points
with height given on x-axis. On the other hand, the bearing ratio curve
gives a percent of points in a corresponding two-dimensional topo-
graphic image with a height less than the number given on x-axis.

The structural characteristics were obtained by the XRD powder
technique. All samples were examined under the same conditions, using
a Philips PW 1050 diffractometer equipped with a PW 1730 generator,
40kV x 20 mA, using Ni filtered Co Ka radiation of 0.1778897 nm at
room temperature. Measurements were carried out in the 2 h range of
10-100° with a scanning step of 0.05° and 10 s scanning time per step.
Crystallite size was determined by using XFIT computing program
which is based on Fundamental Parameter convolution approach [26].

Raman measurements were performed using commercial NTegra
Spectra system from NT-MDT. A linearly polarized semiconductor laser
operating at a wavelength of 532 nm was used. All the spectra were
obtained by setting the laser power to 2 mW within the ~0.5 X 0.5 um
sized focus with exposure time of 600 s.

The far-infrared (FIR) reflectivity measurements were performed at
room temperature with a BOMEM DA-8 Fourier-transform infrared
spectrometer. A Hyper beamsplitter and deuterated triglycine sulfate
(DTGS) pyroelectric detector were used to cover the wave number re-
gion from 80 to 650 cm ™.

3. Results and discussion
3.1. Atomic force microscopy

Three dimensional topographic images of all four samples are
shown in the left side of Fig. 1. As can be seen, sample surfaces are
rather flat, but still they are characterized with bright protrusions and
dark holes (which represent air) resulting in a small surface roughness
of several nanometers.

In order to characterize fraction of both observed topographic fea-
tures, the statistical analysis have been performed by calculating his-
tograms and bearing ratios from two dimensional topographic images.
The results for all four samples are given in the right side of Fig. 1. They
show that the peaks in the histograms are positioned in the middle of
bearing ratio curves. Therefore, from these curves we can conclude that
the fraction of holes and protrusions are rather similar, around 50%.

In order to estimate thicknesses of studied films, their step edges
were measured by AFM. 3D AFM topographic images of the step edges
are depicted in Fig. 2(al-d1). The films are brighter and the substrates
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are dark in the images, while the step edges are clearly resolved. Based
on the AFM images, height distributions were calculated and presented
in Fig. 2 (a2-d2). In all histograms, there are two characteristic peaks: a
lower one corresponds to the substrate, while a higher one corresponds
to the film. Therefore, the film height can be then approximately cal-
culated as a difference between these two peaks. Estimated film
thicknesses are given in Fig. 2 (a2-d2). The best resolved height peaks
were found on CdTe 1 in Fig. 2 (a2) due to a smooth sample surface as
can be seen in Fig. 2 (al).

3.2. XRD

Structures of four synthesized CdTe thin films with different thick-
nesses were identified by XRD pattern as shown in Fig. 3. The dif-
fractograms confirm that all samples are monophased, and that they
crystallized in sphalerite type structure in 216. space group, F43m. All
of the observed diffraction peaks are indexed according to this space
group. Therefore, in our thin film samples there is no other structures
other than CdTe. In this structural type, Cd ions occupy 4a Wyckoff
positions, [[0, 0, 0]] with local symmetry 43m, while Te ions occupy 4c
Wyckoff positions [[1/4, 1/4, 1/4]] with the same local symmetry. Cd
ions are in tetrahedral surrounding of Te ions (and vice versa). The
tetrahedrons are regular and share common vertices. Crystallite size (R)
is determined and presented in Fig. 2 and Table 1.

3.3. Raman spectroscopy

The cubic face-centered structure of balk crystal CdTe is char-
acterized by the 216. space group F43m and contains four formula
units, while the primitive cell is one fourth as many. Optical modes
consist of one three fold —~degenerated mode F, which is active in IR and
Raman spectra. The dipole mode F, is split into the transverse (TO) and
longitudinal (LO) modes in the vibrational spectra. It is very well
known that reduction of the particle dimensions to nanoscale results in
a breakdown of phonon selection rules and allows phonons with [ # 0
to contribute to Raman scattering [27-31]. Consequently, some new
forbidden vibration modes (low frequency region, acoustic modes, and
high frequency region, surface optical modes) occur due to imperfec-
tions, impurity, valence band mixing and/or nonspherical geometry of
the nanostructures [14].

TO (142cm™1) and LO (170.5cm™ 1Y) modes for the CdTe bulk
crystal are both active in the Raman spectra. Also, the modes in band
near 120 cm ! correspond to phonons of Te on the CdTe surface and
can be seen in the Raman spectra [32].

Raman spectra of CdTe thin films of different thickness at room
temperature are presented in Fig. 4.

For analyzing obtained spectra Lorentz profiles were used. Solid
lines are their sums. In the top right corner Raman spectra of bulk CdTe
crystal for ambient conditions is presented [32]. The observed Raman
spectra for all samples among characteristic CdTe TO mode at
142 cm ™! and phonon of Te of the CdTe surface (127 cm ™~ 1), show the
LO phonon like frequency shift from 170.5 cm ™' to 164 cm ™ *. That can
be attributed to the surface optical phonon (SOP) mode effect [33-38].
It is clear that SOP phonon is wider compared to LO phonon of bulk
crystal, as well as when it's compared to phonon of nanodimensional
film. This effect is associated with interaction between SOP and
plasmon, which will be mentioned later on.

In order to analyze the surface optical phonon we have to take into
account that a part of crystallites are surrounded by air. We will analyze
the dependence of the SOP mode position on filling factor (f) of the
mixed material.

Surface phonon modes can be detected in systems where particle
size is much smaller when compared to wavelength of exciting light
source [39]. These modes can be obtained for in the case of polar
crystals [40], so we consider expression for dielectric function which
describes optical properties of polar semi - insulating semiconductor in
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Fig. 1. Three-dimensional topographic image (left) and corresponding histogram and bearing ratio (right) for (a) CdTe 1, (b) CdTe 2, (c) CdTe 3, and (d) CdTe 4. Scan

size is 2 pm.

IR region [24]:
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®TO and ®wLO represent transverse and longitudinal optical bulk pho-
nons, respectively; e is the dielectric constant at high frequencies, wP
is plasma frequency and y and I' are the damping constants. Surface
phonons can be considered similarly to phonons in infinite crystals, but
with adapted wave functions to the geometry of the small particle.
Here, we will apply effective medium theory: Because the size of
semiconducting nanoparticles, L, (with dielectric function &5, and are
distributed in a medium with dielectric constant ¢;) is considerably

66

smaller than the interacting wavelength of visible light, A (A > L), we
treat the heterogeneous composite as a homogeneous medium.

Even though there are numerous models for the effective dielectric
permittivity for these kinds of mixtures [41], we decided to use Max-
well — Garnet model, because all our samples are thin films with well
defined and separated nanosized grains. According to the Maxwell —
Garnet mixing rule [42,43], effective permittivity of mixture, including
spherical geometry of particles is given with:

& —§

E =&+ 3fo—m o
7 f152+251 —fla—-&)

@

In this case, nanoparticles are spheres with permittivity e, and are
randomly distributed in homogeneous environment, with permittivity
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Fig. 2. (al-d1) 3D AFM topographic images of step edges of studied films, and (a2-d2) corresponding height histograms. Average films thicknesses are denoted in the

histograms.

e; and occupy a volume fraction f.
Position surface optical phonon (SOP) mode frequencies are ob-
tained from Ref. [44]:

—

The result is shown in Fig. 5. The practical liner dependence of the
position of the SOP mode on the filing factor f has been obtained. For
the frequency of the SOP mode determined in Fig. 4 we have f = 0.53.
This result is in accordance with the one obtained from the AFM
measurements.

1

Eeff 3)

3.4. Far-infrared spectroscopy

Thicknesses of our films, as we will see, are in a range from
~0.39um to ~0.72um, so reflectivity spectra contain information
about CdTe films together with information about substrate.
Representative scheme of our layered structure can be presented in
Fig. 6 [45]. Medium 1 is air, medium 2 is thin bulk CdTe crystal layer
and medium 3 is substrate glass, with dielectric functions ¢; (¢; = 1), €2
and &3, respectively. We can now write [46]:

_ rpe 4 nel®

C)

€7 + Rore®
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Fig. 3. XRD analysis of CdTe thin films of different thickness. Obtained crys-
tallite sizes (R) are presented too.

Table 1
Parameters obtained from XRD measurements and FIR reflection spectroscopy.
Thin films thickness - d, Crystallite size — R.

Name d[pm] R[nm] oy (@:) op@-) oplem™'1 o fem™'] f
[em™']  [em™']
CdTe 4 0.39 31.0 187 103 137.5 140.0 0.53
CdTe 2 0.43 33.0 174 78 96.6 140.5 0.53
CdTe 3 0.71 42.0 170 65 79.5 139 0.53
CdTe1 0.72 20.3 165 30 35.2 140.5 0.53
f" % BULK CdTe - LO region
A 170.5
4000
E
s, 3000 -
oy
[7]
[
2
£
2000
1000 -
» T L T ¥ T 1 1
120 140 160 180 200
v[em™]

Fig. 4. Raman spectra of CdTe thin films of different thickness. Experimental
spectra are shown by open dots. Solid lines are sums of three Lorentz profiles as
it shown for spectrum of CdTe 1. In the top right corner LO region of bulk CdTe
is presented, taken from the literature [32].

ri = —n)/(n + ny) = (& — \/?j)(\/s—,- + \/E_j) describe Fresnel coef-

ficients, A; and A, represent amplitudes of incident and reflection

beams, n is complex index of refraction, ¢ is the dielectric constant and

a = 2nwd(e;)"/? is the complex phase change related to the absorption

in the crystal layer with the thickness d.
Reflectance, R, is given with:

R = [R4 %)

In this case we decided to use dielectric function which takes into
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consideration the existence of plasmon — phonon interaction in ad-
vance.
The dielectric function of the CdTe crystal layer is:

2

& (@) = Excare H

j=1

2 ; 2
W + iyw — )

w(w + i) (@? + iy — )

(6)

The wy and v;; (j = 1, 2), parameters of the first numerator are the
eigenfrequencies and damping coefficients of the longitudinal plasmon-
phonon (LP + LO) waves, that arise as a result of the interaction of the
initial phonon (w;0,care = 170.5 em™ 1) and plasmons (wp) modes. The
parameters of the denominator correspond to the similar characteristics
of the transverse vibrations (@, v, and plasmon damping I'p. As a result
of the best fit, we obtain coupled mode frequencies (w;; and w;z).

The dielectric function of the glass substrate is:

n

(W) = e sup H

k=1

wior — @ + iy
Wfor — @ + i@ @)
where wrp and w;o are the transversal and longitudinal optical vibra-
tions, and yro and y;o are damping parameters, respectively.

In our case, layer 2 consists of a CdTe crystals and air (see Fig. 6).
The size of the crystallites (R) is given in Fig. 2 and Table 1. These
crystallites are described by a dielectric function given in Eq. (1) or Eq.
(6) and located randomly in homogeneous environment &; (air) and
occupy a volume fraction f, so we can use effective medium theory and
Maxwell - Garnet mixing rule, given with Eq. (2).

The far - infrared reflectivity spectrum of the glass substrate is
shown in Fig. 7(e). The calculated spectrum, presented by solid line,
was obtained using the dielectric function given by equation (7). As a
result of the best fit we obtained three modes, whose characteristic
frequency are wro; = 60cm™!, wio; = 140em ™), wrop = 441cm ™Y,
Wro; = 443 cm ™! and wroz = 471 ecm ™!, wos = 522cm . Frequency
values of these modes have remained the same during the fitting pro-
cedure for all CdTe thin film samples.

The parameters obtained by the best fit between the experimental
results and the models for CdTe film described earlier are also given in
Table 1. The far-infrared spectra of CdTe thin films, in the spectral
range of 80-600 cm ™!, at room temperature, are presented in Fig. 7.
Experimental data are presented by circles, while the solid lines are
calculated spectra obtained by a fitting procedure based on the pre-
viously presented model. Experimental and theoretical spectra show an
excellent match.

The thicknesses of our films obtained by Far — infrared spectroscopy
are 20% greater, which is within the limits of error for both techniques.
When using Far - infrared spectroscopy for calculating thickness of
layered structured, we bring errors in absolute measurements, because
we calculate effective thickness. The important thing is, the trend is the
same, the films does not differ in the relative thickness, i.e. thickness
ratios between films are the same.

We note that the thickness (d) of the film changes in the range of
~0.39-~ 0.7 um. While the thickness of the film is in the 0.40 um re-
gion, the crystallite size is about 32nm, and for a film thickness of
about 0.72 um, we have two sizes of crystallites different for a factor of
2. In addition, from Table 1, we have for thicker films CdTe 1 and CdTe
3, that the position of the coupled plasmon-phonon mode w; is below
the values of w;o,care = 170.5 cm ™ L. On the other hand, these values
are above wio care for thin films CdTe 2 and CdTe 4. In both cases
plasmon damping (I';) is relatively low. The obtained eigenfrequencies
of the plasmon - phonon coupled modes for CdTe thin films are pre-
sented in Fig. 8. As a result of the best fit from Fig. 7, we obtained the
frequencies of coupled modes (w;; and w;;) marked by open circles and
transverse mode frequencies which are denoted by - x. Value of wp are
calculated by Refs. [16-18]:

_ Wnwp

(8

Wy
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Fig. 5. Surface optical phonon (SOP) mode position vs. filing factor.

Fig. 6. Schematic presentation of a three layer structure [46].

The calculated lines at Fig. 7 are solution of a real part of uncoupled
dielectric function (Eq. (1)). However, for plasma-phonon modes posi-
tions are obtained:

w. = wp + wip + \/(w}% + wio)’ — wpwro
* 2 4 ©
The full lines in Fig. 7 were obtained for the case

Wro,cate = 170.5 cm ™ L It is clear that all values of w;; and w;, are out of
this theoretical model. Best fit, dashed lines in Fig. 7, was obtained for
wsop = 164 cm ™! which in Eq. (9) plays a role w;o. Shift of about
7Zem™ ! s registered in relation to wpocdre, just like in the case of
Raman spectra. As we said earlier, the LO phonon shift of CdTe crystal
is attributed to the surface optical phonon (SOP) mode effect.

Based on these results, it is clear that in the case of CdTe thin films,
prepared by using thermal evaporation technique, the filing factor is
constant and does not depend on film thickness, crystallite size and
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Fig. 7. Far - infrared reflection spectra of: CdTe thin films with thickness of (a)
0.39pum, (b) 0.71um, (c¢) 0.43pum, (d) 0.72pum, and glass substrate (e).
Experimental spectra are presented by circles while solid lines are calculated
spectra obtained by a fitting procedure based on the model given by Egs. (2)
and (4)-(7).
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concentration of free carriers. On the other hand, the reflection spectra
depend on the thickness of the film and the concentration of free car-
riers in the film, which is expected. In general, thin films have a higher
concentration of free carriers (~a,) (see Table 1). The linear depen-
dence of the position of the SOP mode on the filing factor causes the
existence of a modified plasmon — phonon interaction, where the SOP
has the role of the LO phonon.

Of course, there are many models that can describe the registered
frequency shift of the LO phonon in CdTe e.g. a continuum model of the
optical phonon confinement [47,48] would also give a shift of 7 cm Y,
but for spherical nanoparticles of about 5nm, which is far from our
case.

4. Conclusion

In this paper, we present results of investigation of CdTe thin films
prepared with thermal evaporation technique, with different thick-
nesses. Sample's surfaces are rather flat, but still they are characterized
with bright protrusions and dark holes (air) resulting in a small surface
roughness of several nanometers. We showed that, when using thermal
evaporation technique we get high quality thin films, especially for
thicker films with greater crystallite size. We conclude that the filling
factor of our thin films is constant and does not depend on film thick-
ness, crystallite size or concentration of free carriers, but yet has linear
dependence on SOP position. This kind of morphology, with filling
factor of ~50% causes existence of surface optical phonon and its in-
teraction with plasmon, because of the free surface around nano-
particles. A numerical model for calculating the reflectivity coefficient
for complex system, which includes films and substrate, has been ap-
plied, and CdTe thin film were treated as a mixture of homogenous
spherical inclusion in air modeled by Maxwell — Garnet formula.
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1 | INTRODUCTION

The ruthenium complexes have been often used in cost.
research areas related to biomedical applications
have emerged as potential candidates for use in dye-
sensitized solar cells (DSSCs).[*1

I Compared with con-

| Sasa Cirkovi¢' | Nebojsa Roméevi¢!

Abstract

We analyzed and compared the unmodified and three modified zinc oxide
nanoplatelet materials. The three components used in zinc oxide modification
were the 4,4-bipyridine and two ruthenium (II) complexes, namely, the trans-
[Ru (bpy)(bpyCOO)CL]*>" and cis-[Ru (bpy)(bpyCOO)ClL,]*>". The obtained
results revealed that after modification, ZnO nanoplatelets became smaller
and embedded in the materials used for the modification. When ZnO was mod-
ified with either of the two ruthenium (II) complexes, the interaction between
them led to a higher activity of ZnO. The metal-to-ligand charge transfer that
was also detected in the two cases of ZnO nanoplatelets modified with the
ruthenium (IT) complexes caused significant alteration of the Raman spectrum
and consequent changes of the optical properties. Various forms of ruthenium
(IT) complexes were used in several published studies related to dye-sensitized
solar cells and biomedicine. The biomedical applications include, for example,
the ATP (adenosine-5'-triphosphate) detection, interaction with human serum
albumin, DNA analysis, and cancer detection and treatment. The properties of
the ZnO nanoplatelets modified with the two ruthenium (IT) complexes pre-
sented here indicate that it may be worth exploring if the studied materials
are applicable in the dye sensitized solar cells and biomedicine. Possible advan-
tage of our results is that they were obtained at room temperature.

KEYWORDS

nanocomposite, semiconductor, spectroscopy

dielectric constant, fast response time, tunability of optical
properties by chemical modification, and low production
14151 Zinc oxide and TiO, are the most commonly
used semiconductors in dye-sensitized solar cells. They
both have the same electron affinities and almost the same
band gap energies; however, ZnO has much higher elec-

=71 and

ventional inorganic crystals, donor-acceptor substituted
organic molecules with nonlinear optical properties have
advantages such as the optical damage threshold, lower

tron diffusivity, high electron mobility, and large excita-
tion binding energy; it is stable against photo-corrosion
and is available at low-cost.['®! Also, ZnO has probably
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the richest variety of nanostructures due to a very broad
range of synthesis methods."”) An excellent review of
ZnO-based dye-sensitized solar cells is given by Anta
et al. as well as by Vittal and Ho."®'”! Various nanostruc-
tures such as nanoparticles, hierarchical aggregates,
porous films, nanosheets, nanowires, and tetrapods are
most often combined with the ruthenium-based dyes and
the iodide/triiodide redox couple. The highest power con-
version rate of DSSC with ZnO of 7.5%"®! is lower than
the long-standing record of 11.1%") and the highest
reported so far of 12.3%.1*°! In addition to the most com-
monly investigated use in the solar cells, emerge applica-
tions of ruthenium based dyes in other scientific fields,
for example, in biomedicine.'””' Ruthenium (II) com-
plexes were shown to bind to DNA defects!”! as well as to
be a quantitative DNA detectors."® Recently, a number of
studies have suggested them as a potential photodynamic
agents in the cancer therapy,!*® live-cell imaging,*"*
ATP (adenosine-5'-triphosphate) detection," interaction
with HSA (human serum albumin),!?’ and theranostic
applications.[**!

In addition to the DSSC and biomedicine, other fields of
application emerge as well. Ruthenium dyes have been
successfully used to generate electrostatically stabilized
gold colloides,®” whereas Ru/TiO, has been employed
as a catalyst in the selective methanation of CO.**! A num-
ber of recent studies are devoted to the materials that
incorporate ruthenium, for example, the ruthenium doped
ZnO nanorods,[26] amorphous silicon ruthenium thin
films embedded with nanocrystals,”””! Ru-doped ZnS
quantum dots,'?®! ruthenium complexes bound to CdSe
nanoparticles,'*” hybrid materials including the Zn (II)-
Ru (H) complexes, 1391 trinuclear ruthenium complex, Ru-
red,*! and isolated and agglornerated gold nanoparticles
functionalized with a ruthenium dye. 4

The Raman scattering, a sensitive, nondestructive
characterization tool, has been used to obtain informa-
tion about sample quality as well as to analyze specific
aspects of lattice dynamics, namely, the isotopic effects,
phonon lifetimes, position of doping ions in a host lattice,
and presence of impurities that are undetectable by the X-
ray analysis.**3* In particular, the vibrational properties
of ZnO in the form of nanostructured samples and thin
films, as well as of the bulk ZnO, were investigated in a
number of studies using Raman spectroscopy. The variety
of studied ZnO properties include the multiphonon pro-
cesses, electron-phonon coupling, dopant incorporation,
local atomic arrangement, changes in samples with
annealing process, and temperature dependence of
Raman modes.**°!

The aim of the work presented here is to characterize
the ZnO nanoplatelets (NPs) modified with the trans-[Ru
(bpy)(bpyCOO)C1,]*" and cis-[Ru (bpy)(bpyCOO)CL,]*" in

order to establish if further investigation of their possible
use in the fields of dye-sensitized solar cells and biomedi-
cine is worthwhile. The NPs of ZnO, its combination with
4,4 -bipyridine (4,4-bpy) as well as with two ruthenium
(IT) complexes, are characterized using X-ray diffraction
(XRD), photoluminescence, and Raman spectroscopy.

2 | MATERIALS AND METHODS

The synthesis of modified ZnO NPs was undertaken by the
precipitation method and the 4,4'-bpy as a surfactant. The
4,4'-bpy was used as a bridge in the synthesis of ruthenium
(IT) complexes, as well. The ruthenium (II) complexes
trans-[Ru  (bpy)(bpyCOO)CL]*and  cis-[Ru  (bpy)
(bpyCOO)Cl,]*" with 2,2-bipyridine and 2,2-bipyridine
4,4'-dicarboxilic acid as ligands were obtained as depicted
in Fig. 1 and were further adhered to ZnO NPs. The
trans- and cis- ruthenium (II) complexes are abbreviated
as SAh and SA, respectively. Consequently, the four stud-
ied nanomaterials are ZnO NPs, ZnO NPs-4,4-bpy, ZnO
NPs-SA, and ZnO NPs-SAh. The additions to ZnO NPs,
namely, the 4,4-bpy, SA, and SAh, are shown in Fig. 2.

Scanning electron microscopy (SEM) images of the
samples were obtained with the high-resolution electron
microscope MIRA3 FEG-SEM, Tescan, using accelerating
voltages lower than 20 kV. The samples were prepared for
SEM imaging by coating them with an ultrathin gold
layer in the SC7620 Mini Sputter Coater, Quorum
Technologies.

Structural characteristics of all samples were obtained
using the XRD powder technique. Philips PW 1050 dif-
fractometer equipped with a PW 1730 generator was
used. All samples were examined under the same condi-
tions, namely, 40 kV X 20 mA, using Ni filtered Co Ka
radiation of 0.1778897 nm at room temperature. Measure-
ments were carried out in the 2-hr range of 10-80° with
the scanning step of 0.05° and 10 s scanning time per

H.OH H,0
reﬂux 1h NaOH

Ru-bpy
solution

lRequx 12h

Orange solid

— T

trans-[Ru(bpy)(bpyCOO)CLJ*  cis-[Ru(bpy)(bpyCOO)CLJ>
(SAh) (SA)

FIGURE 1 Synthesis of ruthenium complexes
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FIGURE 2 Compounds used to modify zinc oxide nanoplatelets.
The ZnO nanoplatelets were modified using the 4,4'-bipyridine, as
well as ruthenium (II) complexes cis-[Ru (bpy)(bpyCOO)CL,]*~ and
trans-[Ru (bpy)(bpyCOO)CL,]*", further referred to as the 4,4-bpy,
SA, and SAh, respectively [Colour figure can be viewed at
wileyonlinelibrary.com]

step. Crystallite size was determined with the XFIT com-
puting program, which is based on the fundamental
parameter convolution approach.*!

The photoluminescence spectrum excited by argon
laser line at 514.5 nm was measured at room temperature
using the Jobin Yvon model U-1000 monochromator with
a conventional photocounting system.

The micro-Raman spectra were taken in the backscat-
tering configuration with the Jobin Yvon T64000
spectrometer, equipped with nitrogen cooled charge-
coupled-device detector. As was the case with the
photoluminescence spectrum, the 514.5-nm line of an
Ar-ion laser was used as the excitation source. The mea-
surements were performed at room temperature using

_RiRiaN
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the laser power of 20 mW. All samples were investigated
in the spectral range between 100 and 1,700 cm ™.

3 | RESULTS AND DISCUSSION

3.1 | SEM measurements

The representative SEM images of the four studied mate-
rials are given in Fig. 3, whereas the sets of images with
three values of magnification are provided in Fig. S1 in
the Supporting Information. The unmodified ZnO parti-
cles can be classified as NPs because their thickness is
of the order of 50 nm. This is confirmed by the four exam-
ples of NPs whose thickness is equal or smaller than 40
nm, given in the image corresponding to ZnO NPs in
Fig. 3. Note that the thickness of 40 nm is somewhat
smaller than 50 nm, which is the step size of the scale.
The modified ZnO NPs, namely, the ZnO NPs-4,4"-bpy,
ZnO NPs-SA, and ZnO NPs-SAh appear to be coated
with the material used in the modification, that is, with
4,4-bpy, SA, and SAh. Further, SA and SAh seem to have
caused clustering and agglomeration, which is more pro-
nounced for ZnO NPs-SAh.

3.2 | XRD measurements

The structure of prepared samples was identified using
the XRD patterns shown in Fig 4. The diffractograms
show intense peaks of ZnO originating from (110),
(002), (101), (102), (110), (103), and (112) and confirm
that the structures crystallized in the hexagonal wurtzite,
P63mc, structure shown in the insert in the top right cor-
ner of Fig 4. All the marked peaks are in good agreement
with the JCPDS card 36-145. All the other peaks originate
from the modifiers. Because 4,4'-bpy was used as a surfac-
tant, ZnO NP sample shows not only the peaks of pure
ZnO but the peaks of 4,4-bpy as well. That is why this
diffractogram is very similar to the one that corresponds
to ZnO NPs-4,4"-bpy. However, the peaks that correspond
to 4,4'-bpy are more intense in the diffractogram of ZnO
NPs-4,4-bpy because in this case 4,4-bpy was used not
only as a surfactant in the synthesis of ZnO but as a cap-
ping agent, as well. The ZnO crystallite size is calculated
for all the samples and is found to be 35.8, 19.2, 10.6, and
7.5 nm for ZnO NPs, ZnO NPs-4,4-bpy, ZnO NPs-SA,
and ZnO NPs-SAh, respectively. Consequently, the ZnO
crystallite size is significantly smaller in the modified
material, that is, in the presence of the capping agent.
Note that for unmodified ZnO NPs, the particle sizes cal-
culated from the XRD patterns of 35.8 nm agree well with
the NP thicknesses found from the SEM images to be of
the order of 40 nm. In the case of the modified ZnO
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NPs, the particle sizes obtained from SEM images are big-
ger than those calculated by the XRD patterns, which
suggests particle aggregation.

3.3 | Photoluminescence measurements
The luminescence spectrum of the four studied samples is
given in Fig. 5. Given that our excitation wavelength was
514.5 nm, our study is limited to the broad long-
wavelength part of the spectrum. Photoluminescence
spectra are often analyzed using the convolution of the
Lorentzian functions that are given with

2A w
) = derw T W v

where I, w., W, and A are the line intensity, position of
the maximum, half-width of the peak, and parameter
that depends on W, respectively. The measured data
depicted with circles in Fig. 5 is approximated with the
calculated red curve, which represents the sum of the
components each defined with Equation (1) and shown
with green lines.

The spectra of ZnO NPs and those modified with 4,4"-
bpy can be decomposed into four components positioned
at w, values of approximately 553, 605, 634, and 678 nm.

FIGURE 3 Scanning electron
microscopy images. The micrographs of
the four studied materials are given here
with the magnification of 133,000,
whereas Fig. S1 contains the micrographs
with the magnification values of 55,700
and 267,000, as well. Nanoplatelets of ZnO
are about 40 nm thick. In the modified
material ZnO NPs are coated with the
modifier and are clustered [Colour figure
can be viewed at wileyonlinelibrary.com]|

Various forms of ZnO exhibit two luminescence bands,
namely, a short-wavelength band, which is located near
the absorption edge, and a broad long-wavelength band,
the maximum of which is in the green spectral range.!*"!
Impurities, zinc vacancies, oxygen vacancies, interstitial
zinc ions, oxygen antisites, and transitions from intersti-
tial zinc ions to zinc vacancies as well as a combination
of various centers were assumed to be responsible
for the green luminescence.!*!! In our case, these are
described with the Lorentzians positioned at the w, values
of 605, 634, and 678 nm.

Modification with 4,4'-bpy caused significant enhance-
ment of the relative contribution of the peak at 553 nm,
which can be attributed to 4,4'-bpy. This peak is visible
in the spectrum of unmodified ZnO NPs because 4,4'-
bpy was used as a surfactant in ZnO NPs synthesis.

However, in the spectra of ZnO NPs modified with the
ruthenium (IT) complexes, ZnO NPs-SA, and ZnO NPs-
SAh, the component at 553 nm is not present. Instead,
the peak at 678 nm became much stronger and metal-
to-ligand charge transfer introduced the component at
737 nm.[**! Consequently, it seems that ZnO in ZnO
NPs-SA and ZnO NPs-SAh became more active due to
the interaction between ZnO and ruthenium (II) com-
plex. In the spectrum corresponding to ZnO NPs-SAh rel-
ative intensity of the peak at 637 nm became larger than
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FIGURE 4 X-ray diffraction patterns. The insert shows the
structure of the ZnO crystallite, that is, the hexagonal wurtzite,
P63mc [Colour figure can be viewed at wileyonlinelibrary.com]

was the case in the ZnO NPs-SA spectrum. The fluores-
cence emission spectra of Ru (bpy);>* incorporated in sil-
ica gel film studied by Innocenzi et al. seem to have
similar structure as our result corresponding to ZnO
NPs modified with 4,4-bpy; however, their structure
is centered at 603 nm, whereas ours is located at approx-
imately 554 nm.[*?! Table S1 in the Supporting Informa-
tion gives the parameters of spectral components
obtained by decomposing our spectra.

For the five Ru (II) complexes studied by Ji et al. the
wavelengths of 594, 626, 626/667/726, 631, and 620 nm
were obtained.'**! Note that their third complex has cen-
ters located at similar positions as our samples with SA
and SAh. With the increase of external hydrostatic pres-
sure, the spectra of two complexes considered by
Pannwitz et al. seem to develop similarities with our spec-
tra; however, their peaks are at somewhat larger wave-
lengths.[44] To the contrary, the spectra of Ru (II)
complexes given by Oner et al. in the region above 500
nm exhibit structures centered at somewhat smaller
wavelength than is the case with our spectra.l*”! The
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FIGURE 5 Photoluminescence. The photoluminescence spectra
of the four analyzed samples were measured at room temperature
with the excitation source of 514.5 nm. The measured data depicted
with circles are approximated with the calculated thick red line that
represents the sum of the Lorentzian components given as the thin
green lines. The parameters of each Lorentzian component are
given in Table S1 [Colour figure can be viewed at
wileyonlinelibrary.com]

spectra corresponding to all the modified samples are
similar to those considered by McConnell et al. with
respect to detecting DNA defects.!”) However, in
order to obtain peaks, their spectra had to be recorded
at 77 K, whereas our spectra were measured at room
temperature.

3.4 | Raman spectroscopy

The Raman spectra and peak assignments of the four
studied nanomaterials are given in Fig. 6 and Table 1,
respectively. In the Raman spectrum of unmodified ZnO
NPs the peaks were recorded at 290, 319, 404, 440, 679,
937, 1,048, 1,353, 1,435, and 1,589 cm'. The peaks at
404 and 440 cm ™" are the well-known peaks that are char-
acteristic to ZnO, and they correspond to E; (TO) and
E,Me" respectively. The peak E,™&" is less intense than
usually due to a high luminescence of the sample. All
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FIGURE 6 Raman spectra. The Raman spectra of the four
samples were obtained at room temperature with 514.5-nm
excitation source [Colour figure can be viewed at
wileyonlinelibrary.com]

the other peaks are the multiphonon peaks or the second
harmonics (second order Raman peaks). The obtained
results are in good agreement with previously reported
results for pure ZnO.*?! The Raman spectra of ZnO are
usually taken in the spectral range between 99 and
1,160 cm™ because it is only the multiphonon peaks
and second harmonics that exist above 618 cm™. In our
study, the Raman spectra were taken in the wider range
due to the peaks expected to correspond to the 4,4'-bpy,
SA, and SAh used in the three remaining samples.
When ZnO NPs were modified with 4,4'-bpy, the Raman
spectrum changed significantly. Most of the ZnO peaks dis-
appeared and the peaks that correspond to 4,4'-bpy became
dominant. The part of our Raman spectrum that can be
related to the 4,4-bpy contains the peaks located at 1,022,
1,232,1,297,1,521, and 1,613 cm ™" as well as the wide struc-
ture centered at approximately 1,460 cm™. The peak at
1,297 cm™ is the inter-ring stretch (Q), whereas the peak
at1,613 cm™ is the ring stretch (8a). The peak that represent
the ring in-plane deformation (12) is located at 1,022 cm'in
our spectrum; however, in the works of Castella-Ventura
and E. Kassab!*®! and Ould-Moussa et al.*”! this peak is
positioned at 1,000 and 1,038 cm™. For our peak at 1,232
cm™* that represent the CH in-plane bend (9a) Castella-

Ventura and E. Kassab!*! reported the experimental peak
position at 1,218 cm™' and scaled calculated position
of 1,227 and 1,235cm ™. The peak at 1,521 cm ™" representing
the CH in-plane bend and ring stretch (19a) is in Castella-
Ventura and E. Kassab!*®! given by the experimental value
of 1,511 cm™ and scaled calculated value of 1,523 cm™.
The wide structure centered at approximately 1,460 cm™*
is a consequence of the three peaks that represent the CH
in-plane bend and ring stretch at 1,406 (19b), 1,424 (19b),
and 1,487 cm™' (192).1*) In Castella-Ventura and E.
Kassab!*®! and Ould-Moussa et al.*”! there is no informa-
tion regarding the laser used as an excitation source.
Consequently, the discrepancy between their reported
peak positions and our measurements may be caused
by different excitation sources. In Moissette et al.l*®! the
infrared laser light of 1,064 nm was used to detect the
4,4-bpy peaks at 999, 1,075, 1,227, 1,294, 1,508, 1,597,
and 1,616 cm™, which is in good agreement with our
peaks. On the other hand, using the laser light of 532
nm, Pérez Leon et al*! reported the 4,4-bpy peaks at
1,024, 1,273, 1,490, 1,537, and 1,630 cm™ and character-
ization of the peak at 1,024 cm™ as the ring breathing
band. The blue laser light of 488 nm was employed by
Rzeznicka et al.”® to obtain the 4,4-bpy peaks at 1,016,
1,337, 1,533, and 1,630 cm ™. With all this in mind it
can be concluded that our results corresponding to ZnO
NPs-4,4"-bpy show a fairly good agreement with the data
found in the literature.

In the Raman spectra of ZnO NPs-SA the existence of
peaks that belong to the both phases is evident. In addi-
tion to the wide structure at approximately 360 cm ™,
there are peaks at 660, 703, 774, 884, 927, 1,023, 1,045,
1,112, 1,169, 1,225, 1,353, 1,428, 1,478, 1,542, 1,574, and
1,606 cm™. Both phases have several peaks at the very
similar positions, causing the peaks at those positions to
be wider and asymmetric as well as making the spectral
analysis more complex. Note the wide structure whose
center is approximately at 360 cm™. In Hureau et al.l!!
the peak at 360 cm™ is reported to correspond to SA.
However, ZnO has a multiphonon peak at 333 cm™! and
A, (TO) peak at 378 cm™L.*?! The asymmetry of our peak
at 660 cm™* is a consequence of coexistence of the ZnO
multiphonon peak at 660 cm™ as well as the SA peak at
657 cm™'. The peak at 703 cm ' is the multiphonon
ZnO peak. The peak at 774 cm™' combines the ZnO
multiphonon peak at 773 cm™ and the SA peak at 781
cm™'. The peaks at 884, 927, and 1,023 cm™" are the SA
peaks. The peak at 1,045 cm™ consists of the SA peak at
1,031 cm™ and the ZnO multiphonon peak at 1,044 cm™
! The peak at 1,112 cm™' is composed of the ZnO
multiphonon peak at 1,105 cm™ and SA peak at 1,114
cm™', whereas the peak at 1,169 cm™ is a mixture of
ZnO multiphonon peak at 1,158 cm™ and SA peak at
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TABLE 1 Raman peak assignments

Raman wavenumber/cm™

Experimental results

ZnO ZnO NPs-4,4- ZnO NPs- ZnO NPs-

NPs bpy SA SAh Reference Phase Assignment
290 2840321 ZnO B,"igh., oW
319 333032 ZnoO EARERE AR
360 358 333032 ZnoO E,Mieh.g,low
306124, 376131 SA/SAh Ru-N stretch
378032 Zno A, (TO)
401 41032 Zn0 E, (TO)
440 438032 ZnO E,Men
660 660 65711 SA/SAh
657321, 666/>2! Zn0O TA+LO
679 666321 Zno TA+LO
703 703 692051 SA/SAh
700132 Zn0O LA+TO
774 7731321 Zno LA+TO
778131 SA Ru-0O
884 880 896!°1! SA/SAh
927 927 934 SA/SAh
8121321 9gol32! Zno LA+LO, 2TO
937 8120321 9gpl32! Zno LA+LO, 2TO
1,001 9991481 1 00! SAh
1,022 1,023 1,023 1,0161°%, 1,024 102924 4 4-bpy/SA/SAh  in-plane def. (12), ring
breath
1,048 1,045 1,0291%4, 1,031, 1,038147! SA ring breath
1,044 ZnO TO+LO
1,112 1,112 1,105 ZnO 2L0
1,1145Y, 1,119 SA/SAh C-0-C
1,169 1,169 1,15803% Zn0O 2A,(LO), 2E,(LO), 2LO
1,1690°M SA/SAh
1,232 1,225 1,2271481 1235041 4,4-bpy/SA CH in-plane bend (9a)
1,265 1,264!241 1,273051 SAh CN stretch
1,297 1,293 1,290°1 1,2941481 1 30024 4,4"-bpy/SAh Inter-ring stretch (Q),
COO stretch
1,353 1,353 ZnO multi-phonon, second
order
SA
1,403 1,4010°4 SAh
1,428 1,428 1,4241471 SA/SAh CH in-plane bend, ring
stretch (19b)
1,435 ZnO multiphonon, second
order
1,460 1,406!47! 4,4-bpy CH in-plane bend, ring
stretch (19b)
1,4241471 4.4 -bpy CH in-plane bend, ring

stretch (19b)

(Continues)
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TABLE 1 (Continued)

Raman wavenumber/cm™

Experimental results

ZnO ZnO NPs-4,4- ZnO NPs- ZnO NPs-
NPs bpy SA SAh Reference Phase Assignment
1,4871471 4.4 -bpy CH in-plane bend, ring
stretch (19a)
1,478 1,478 1,4561°1, 1,477124 1484151 SA/SAh asymmetric CC+CN
stretch
1,521 1,511[47], 1,523[46], 1,531[47] 4,4 -bpy CH in-plane bend, ring
stretch (19a)
1,542 1,538 1,54524 SA/SAh asymmetric CC+CN
stretch
1,589 ZnO multiphonon, second
order
1,574 SA
1,606 SA
1,613 1,617 1,614, 1,615 SAh symmetric CC+CN stretch

Abbreviations: 4,4'-bpy: 4,4"-bipyridine; NPs: nanoplatelets.

1,169 cm™. The peaks at 1,225, 1,353, 1,478, 1,574, and
1,606 cm™ belong to the SA phase. The differences in
SA peak positions in our measurements and those
reported in Hureau et al.>!! are due to different laser
lights used in the two experiments. An excitation sources
in Hureau et al.®" were red and infrared lasers at 632
and 1,064 nm, respectively, compared with 514-nm laser
light used in our experiment. The excitation source wave-
length may be the reason for the two peaks in our spectra
that can be attributed to SA, the very intense peak at
1,542 cm ™! and less intense peak at 1,428 cm™'. The peak
at 1,542 cm™ is too strong to be the second harmonic of
the peak at 774 cm™".

When compared with the Raman spectrum of ZnO
NPs-SA, the spectrum of ZnO NPs-SAh has better
signal-to-noise ratio as well as more symmetric peaks.
From our experience with other coated nanoparticles,
this can be a consequence of the difference in the coating
layer thickness. The spectrum has two wide asymmetric
structures centered at approximately 358 and 927 cm™
and the peaks at 660, 703, 880, 1,001, 1,023, 1,112,
1,165, 1,265, 1,293, 1,403, 1,428, 1,478, 1,538, and 1,617
cm™'. The wide structures are composed of peaks that
belong to both phases, ZnO and SAh. The ZnO peaks at
333 and 378 cm™' and the SAh peak at 360 cm™ form
the wide structure centered at approximately 358 cm,
whereas the wide structure centered at approximately
927 cm™' is composed of the SAh peak at 934 cm™" and

the ZnO peak at 980 cm™. The ZnO peaks at 333 and
980 cm™ are the multiphonon peaks, whereas the peak
at 378 cm™ is of the type A, (TO). All other peaks in
our spectrum belong to the SAh phase and show good
agreement with peaks reported in Hureau et al,,ls!
namely, the peaks at 657, 692, 896, 1,000, 1,024, 1,114,
1,169, 1,273, 1,290, 1,401, 1,456, 1,484, and 1,615 cm ™.
Small differences in peak position are due to different
laser lights used as an excitation source. This may also
cause the existence of the peaks at 1,428 and 1,538 cm!
in our spectra, whereas in Hureau et al.l®! the existence
of peak at 1,456 cm™" is reported.

The fluorescence spectra showed that the excitation
wavelength is in the visible light range; therefore, the
ZnO NPs modified with the two considered ruthenium
(IT) complexes can be regarded as prospective candidates
for use in energy conversion. Future studies can develop
towards applying these materials in DNA analysis.
For example, it can be investigated if use of our modi-
fied ZnO NPs in altering an electrode of a cell for
electrochemiluminescence spectra measurement will
prove efficient as was the case with the pristine carbon
nanotube that was used by Tang et al.l®! Application
of the analyzed materials in detecting DNA defects
seems promising because our photoluminescence spec-
tra were recorded at room temperature, whereas those
employed for this purpose by McConnell et al.l”! were
measured at 77 K.
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4 | CONCLUSION

The unmodified zinc oxide nanoplatelets (ZnO NPs) and
three modifications of these ZnO NPs were analyzed.
The three materials used for the modification were the
4,4-bpy and the two ruthenium (II) complexes of equal
composition but with two different geometries, namely,
the cis and trans geometry. The three modified materials
were denoted as ZnO NPs—4,4-bpy, ZnO NPs-SA (for
cis geometry), and ZnO NPs-SAh (for trans geometry).
It was found that in the modified ZnO, the ZnO NPs
are smaller and coated with the material used for the
modification. The metal-to-ligand charge transfer was
detected in the ZnO modified with the SA and SAh
ruthenium (IT) complexes, which caused significant
changes of the Raman spectrum and consequent alter-
ation of the optical properties. Because 4,4'-bpy was
used as a surfactant in the synthesis of ZnO NPs as well
as in further modification of one of the three studied
modified ZnO NPs, the spectral component at 553 nm
that corresponds to 4,4-bpy was detected in the lumi-
nescence spectrum of ZnO NPs as well as of ZnO
NPs-4,4-bpy. As expected, this peak is stronger in the
spectrum of ZnO NPs—4,4-bpy, namely, in the case
when 4,4'-bpy was used as a modifier as well as a sur-
factant. In the spectra of ZnO NPs modified with the
ruthenium (II) complexes SA and SAh three important
changes were detected. Namely, the 4,4-bpy-related
peak at 553 nm disappeared, the peak that corresponds
to the metal-to-ligand charge transfer appeared at 737
nm, and the peak at 678 nm that is a characteristics
of ZnO became much stronger. Consequently, it seems
that the interaction between ZnO and ruthenium (II)
caused ZnO to be more active. The obtained results
indicate that it can be beneficial to pursue investigation
towards the application of the studied materials in the
DSSC and DNA analysis.
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Semiconductors of II-IV-V, type with chalcopyrite structure have been studied for several decades. Due to ad-
vances in materials synthesis technologies, and doping with various elements, the possibilities of their appli-
cation have expanded. In this paper, polycrystalline ZnSnSb, + Mn was examined with the aim to explain the
connection of its high free carrier concentration with the material structure and influence on optical properties.
Two samples of Zn;_,Mn,SnSb, with different compositions (x = 0.027 and x = 0.076) and significant differ-
ence in carrier concentrations were analyzed. Their structural properties were examined by x-ray diffraction,
optical microscopy, and AFM. The existence of several different phases - ZnSnSb,, ZnSb, SnSb, and small
amounts of Sn and MnSb, as well as very complex microstructures, were registered. It was found that the high
free carrier concentrations are caused by a large number of defects, especially zinc vacancies. Optical properties
were analyzed using IR spectroscopy at room temperature. Based on the analysis of IR reflection spectra, the
presence of plasmon - phonons interaction was registered. It was determined that three ZnSnSb, phonons of B,
symmetry interact with plasma, which then leads to the change of their positions. A detailed analysis of this
interaction provides insight into the behavior of some other material parameters. Also, vibration modes of ZnSb
and SnSb phases were registered on the spectra. Knowledge of phonon behavior and their interaction with
plasma is important for possible applications, especially as a thermoelectric material.

1. Introduction concentration of free carriers (10*'~10%? cm~3) and inhomogeneous

structure [8,9]. In this paper we analyzed ferromagnetic semiconductor

Semiconductors have been widely used thanks to the ability to
adapt to different requirements. The II-IV-V, chalcopyrite semi-
conductors have been intensively studied in recent decades [1]. The
fields of their application are considerably expanded by doping with
various impurities. A significant breakthrough was achieved by the
addition of magnetic impurities, whereby ferromagnetism at room
temperature was achieved [2,3]. The synthesis technology of this class
of compounds has been developed, but it is still adapting to new re-
quirements [4]. Zn-Sn-Sb based alloys have required thermoelectric
properties and find application as low-toxic thermoelectric materials
[5,6,7]. The engineering of structural, transport, electrical, optical,
magnetic properties as well as other material parameters, goes along
with the increasing application of this class of semiconductors.

ZnSnSb,, is II-IV-V, type material with the tetragonal chalcopyrite
structure, narrow gap of 0.7 eV at room temperature, high

* Corresponding author.
E-mail address: romcevic@ipb.ac.rs (M. Romcevic).

https://doi.org/10.1016/j.infrared.2020.103345

ZnSnSb, + Mn, which has interesting magnetic properties, such as
paramagnet-ferromagnet transition with the Curie temperature about
522 K and the cluster-glass behavior with the transition temperature
about 465 K, caused by the formation of MnSb clusters in the material
[10]. The Zn;,Mn,SnSb, samples were obtained using direct fusion
method, and characterization of their structural, magnetic, optical and
phonon properties were done [9]. We chose two samples with different
chemical contents, x = 0.027 and x = 0.076, which we labeled as
samples A and B respectively, with the aim to examine their properties
in more detail. Main reason was a ten times difference in their free-
carrier concentrations (o = 13 x 102 cem™® and
pg =12 X% 10%' em~3). We wanted to determine what the cause of this
difference in concentration is, and whether there is a reaction between
the free carriers and the crystal lattice. The question of plasmon-phonon
interaction is particularly interesting in the study of thermoelectric
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Fig. 1. (a) X-ray diffraction pattern for ZnSnSb, + Mn samples which contain different amounts of Mn. The registered crystal phases are marked; (b) The two spectra

are overlapped to compare their relative intensities.

materials, as well as their electrical and thermal conductivity, and their
interdependence.

ZnSnSb, is not a homogeneous material, and the consequence is that
even two samples from the same crystal can have significantly different
properties. This is not surprising given the complicated ZnSnSb, mi-
crostructure. Our goal was to analyze the relationship between micro-
structures, their phonons and free carriers, their conditionality and
interactions. For this purpose we used x-ray diffraction, optical micro-
scopy, AFM and IR spectroscopy measurements. Obtained results were
analyzed by applying the model for plasmon-phonon interaction.

2. Samples and characterization

ZnSnSb, semiconductor has a chalcopyrite structure, spatial group
142d, with lattice parameters a = 6.275 A and ¢ = 12.55 A and ratio ¢/
a close to 2. ZnSnSb, melts by a peritectic reaction at T = 362 °C with a
possible phase transformation of the cubic modification into a tetra-
gonal one at T = 348 °C [11,12]. The ZnSnSb, + Mn ferromagnetic
semiconductors were synthesized using the method that makes it pos-
sible to obtain single crystals at temperatures below the temperature of
the peritectic reaction.

The analyzed samples of Zn; ,Mn,SnSb, were synthesized by the
direct fusion method. High purity components were used for the
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synthesis: zinc single crystals (99.999%), shots of tin (99.999%), anti-
mony single crystals (99.999%), and manganese powder (99.999%).
They were mixed in stoichiometric ratios.

The reaction mixture was put into a quartz glass tube and heated up
to 631 °C. After that, ampoules were quenched to 355 °C and then
annealed at 355 °C. This is described in more detail in the papers
[12,13]. The synthesized crystals were cut into slices of about 1.5 mm
thickness.

The chemical composition of the samples (x) was determined using
the energy dispersive x-ray fluorescence method (EDXRF) [10]. Ob-
tained results showed that average Mn content (x) in the samples is
between 0.027 and 0.138. All the studied crystals had the correct
stoichiometry of Zn;_,Mn,SnSb, alloy equal to 1-x: x : 1 : 2, within our
measurement accuracy of about 10% of the x value.

Based on the magnetotransport measurements [10] it was found
that electrical and magnetotransport parameters, such as resistivity,
carrier concentration, and carrier mobility, do not depend linearly on
composition, i.e. on the Mn content. Therefore, as mentioned above,
two samples with a considerable difference in free-carrier concentra-
tions were selected. The sample with x = 0.027 and
p = 13 x 10*! em ™3 was labeled as sample A and the one with x
= 0.076 andp = 1.2 x 10*' cm ™3 as sample B. In this way we wanted
to determine the connection between the free carriers and the structural
and optical properties of the alloy.

The structural properties of these samples were investigated by the
XRD powder technique. Measurements were done using a Philips PW
1050 diffractometer equipped with a PW 1730 generator,
40 kV x 20 mA, using Ni filtered Co Ka radiation of 0.1778897 nm at
room temperature. The x-ray diffraction patterns were collected during
2 h in the range of 10—100° with a scanning step of 0.05° and 10 s
scanning time per step. Phase analysis showed that besides the main
phase of chalcopyrite ZnSnSb,, the orthorhombic ZnSb, rhombohedral
SnSb, and hexagonal MnSb phases are present in the samples. This is
consistent with the literature [8,10].

An optical microscope was used to get an insight into the distribu-
tion of different phases of the material along the surface. Images were
captured using Olympus BH series modular microscope with UIS ob-
jective lenses with 50x and 400x enhancement.

The surfaces of ZnSnSb, + Mn samples were examined in detail
using Atomic Force Microscope (AFM), NTEGRA prima from NTMDT.
The topography and phase images were acquired simultaneously by
operating the AFM in semi-contact mode. NSGO1 probes with a typical
resonant frequency of 150 kHz and 10 nm tip apex curvature radius
were used.

The far-infrared (FIR) reflectivity measurements were done with a
BOMEM DA-8 Fourier-transform infrared spectrometer in the spectral
range from 40 to 450 cm ™! at room temperature. A Hyper beamsplitter
and deuterated triglycine sulfate (DTGS) pyroelectric detector were
used.

3. Results and discussion

It is known that during the preparation of ZnSnSb, the poly-
crystalline material is formed, consisting of the main phase and ZnSb,
SnSb and B-Sn inclusions [11].

The structure of the two selected samples was investigated by X-ray
diffraction measurements. Obtained results with marked phases are
presented in Fig. 1. In Fig. 1(b) the overlap of the results is shown, with
the aim to compare their relative intensities. The list of XRD peaks
positions and their corresponding Miller indices and phases is given in
Table 1 in Supplementary Materials.

Besides the chalcopyrite ZnSnSb, phase the orthorhombic ZnSb,
rhombohedral SnSb, Sn have also been registered, as well as weak lines
from hexagonal MnSb inclusions. The idea was to detect differences in
the structures of these two samples. It is obvious that diffraction lines
corresponding to the ZnSnSb, phase (squares) are stronger for sample A

Infrared Physics and Technology 108 (2020) 103345

Table 1
Expected values of ZnSnSb, phonons of B, and E symmetries, from literature
[26].

Phonon B,' B> B> E! E2 E* E* E° ES

Estimated value [cm~'] 189 199 70 189 185 195 111 88 54

as well as lines of SnSb phase (open circles). Also, it is clear that lines
corresponding to ZnSb (black circles) are mostly stronger for sample B.
Existence of the Sn phase is evident, but lines corresponding MnSb
phase are barely visible.

In order to examine the spatial distribution of the existing different
crystal phases, the samples were recorded by an optical microscope
with two different magnifications (50 x and 400 X ). Obtained mi-
crographs are presented in Fig. 2.

Existing phases are clearly visible and they form multiphase struc-
tures. It should be noted that this is a very non-homogeneous material
and that images from different parts of the samples differed, so the
characteristic ones are selected and shown in Fig. 2.

In our previous work [9] is determined that gray fields are ZnSnSb,
crystal, white ones correspond SnSb phase and that dark parts consist of
ZnSb. Micrometric crystals of MnSb in the shape of dark circles were
registered also.

Although microstructures of similar shapes have been formed in
both samples, it is apparent that the surfaces significantly differ. Based
on previous work [8,9,14], it can be concluded that these spherical and
needle like microcrystals are ZnSb, MnSb, Sn, and Sb phases formed
during crystallization of the material. As can be seen from Fig. 2. the
sample B contains a lot of micron-sizes phases relatively evenly dis-
tributed over the surface (volume).

In order to more accurately examine the surface of the samples, we
used atomic force microscopy (AFM) measurements. The characteristic
results are presented in Fig. 3.

The surfaces of both samples have a granular structure. The sample
A has evenly distributed grains over the entire surface with a few larger
clusters and an average grain height of around ~100 nm (see Fig. 3(a)
and the profile in Fig. 3(c)). The phase contrast in Fig. 3(b) originates
exclusively from the abrupt changes in the height, indicating that the
material properties of the sample A surface are homogeneous. The
grains on the surface of the sample B are exclusively arranged into
clusters which are not evenly distributed over the surface. The majority
of the clusters reach several tens of nm in height, with a few exceptions
having a height of ~100 nm (see Fig. 3(d) and the profile in Fig. 3(f)).
The phase contrast of the sample B surface shows that the larger clusters
have a distinct phase shift, seen as dark and white regions in Fig. 3(e),
so that clusters have different material properties than the remainder of
the surface.

This material is known to be difficult to synthesize and beside
ZnSnSb, the ZnSb and SnSb phases are formed [11,15]. The series of
Zn, ,Mn,SnSb, samples were synthesized under the same conditions
with the only difference being the starting amounts of manganese and
zinc [10]. Obviously, the small variation in the starting mixture causes
rather different structures and properties of the materials.

It was found that a large concentration of lattice defects, especially
in the cation sublattice, in ZnSnSb, as well as in other II-IV-V, semi-
conductors [16,17], causes a high hole concentration. In particular, Zn
vacancies are those defects that lead to a very high concentration of
holes [18,19,20]. Typical hole concentration in ZnSnSb, is 10*° ¢cm ™3
[15-20], in two-component p-type ZnSb it is 10'° cm ™3 [18,19], while
SnSb is a n-type material with metallic character and electron con-
centration of about 10%? cm 2 at 1.8 K [21]. Evidently, the electronic
structure is very complex in this material.

It is difficult to say exactly what is the cause of different hole con-
centrations in the Zn; ,Mn,SnSb, samples, but it could be assumed that
Zn vacancies are the main reason. Sample A has a higher content of
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Sample A

Fig. 2. Micrographs of the ZnSnSb, + Mn samples surfaces with magnifications of 50 x and 400 X .

SnSb, which is related to a higher deficiency of Zn atoms, and therefore
higher hole concentration. So, the different concentrations of free car-
riers in the samples are a consequence of various defects and micro-
structures which are formed.

In order to examine the interaction of free carriers and a lattice, the
far-infrared reflectivity spectra in the range 40-450 cm ™! at room
temperature have been recorded. Obtained spectra are shown in Fig. 4.

It is obvious that the most distinct difference between the spectra
relates to wave numbers above 220 cm™', where the high carrier
concentration has a main influence. Also, in the range from 120 to
180 cm ™! the spectrum for sample B (black line) contains some phonon
lines which are absent or attenuated in the spectrum for sample A (red
line).

A detailed analysis of the obtained results was necessary. For the
analysis of the spectra the fitting procedure which includes plasmon -
phonon interaction was applied.

4. Plasmon - phonon interaction

In materials with high free carrier concentration a plasmon-phonon
interaction should be taken into account, as it significantly affects the
properties of the material. Its influence on the dielectric properties of
the material is important for the analysis of the reflection spectra.

A theoretical model of the dielectric function in bulk materials [22]
has been applied. The dielectric function e(w) describes dielectric
properties of single crystal and includes classical oscillators corre-
sponding to the TO-modes, and Drude part which takes into account the
free carrier contribution:

L 2 2 2
z € (Wrok — @10K) _ EoWp

e(w) =t + - -
oo — @ — iy w(w + iTp) 1)

In this equation ¢.. is the high-frequency dielectric constant, wrox
and wror are the transverse and longitudinal optical-phonon fre-
quencies, [ is the number of phonons,wp is the plasma frequency, yroxk

and I'p are the phonon and plasmon damping. The use of such a di-
electric function is valid in multiphase materials, since it is based on a
phenomenological approach where the effective values of the material
parameters are used, e.g. @y = wpy + Wy, + Wpz + -+

As our ZnSnSb, + Mn samples have high concentration of free-
carriers (p), and therefore high values of wp (wp? ~ p), it is expected that
plasma interacts with phonons. As a result the phonon frequencies are
changed, i.e. their positions are shifted from the expected values. The
phonon lines observed at the reflection spectra are these shifted modes
i.e. coupled plasmon-phonon modes. So, the situation is much clearer if
the dielectric function which takes a plasmon-phonon interaction in
advance is used [23,24]. It also allows the possibilities that more than
one phonon interact with plasma as well as existence of uncoupled
phonons. That dielectric function is:

£(w) = €y

n+1 2 . 2 s . 2
H,-=1 (@? + iy — wp) H w? + iY@ — @fok

. . * . 2
w(w + ilp) H:;l (@ + ipw — wf) wor @ F iY@ — Wfox

(2

The first fraction in Eq. (2) describes coupling of a plasmon and n LO
phonons, where parameters w; and y; are eigenfrequencies and
damping coefficients of the longitudinal component of the coupled
phonons. w,; and vy, are frequencies and damping of transverse com-
ponent of these phonons. I, is the plasma damping. The second factor
in Eq. (2) represents s uncoupled phonons of the crystal, wherein wyox
(wror) and yrox (yrox) are LO (TO) frequencies and damping coeffi-
cients of the k-th uncoupled phonon of the crystal.

The analysis of the obtained reflection spectra was performed by a
fitting procedure, by adjusting the parameters of Eq. (2) in order to
obtain a match between the experimental and theoretical curves. The
values of w; and wy; are directly obtained in this way while the wp and
wo values are calculated [25]. It can be seen that the positions of the
;2 and wyy are significantly different for samples A and B. The behavior
of phonons and interactions with plasma were analyzed based on the
data thus obtained.



M. Romcevic, et al.

Sample A

Height [nm] Phase [°]
120
(c) T

E 80+

£

= 40

I 0 I Il !
0 10 20 30 40 50
P Distance [um] P,

Sample B

py3

#2201

] 0
Phase [°]

Height [nm]

(f) — 160
120
80
40

Height [nm]

0 10 20 30 40 50 60 70 80
P4 Distance [um] P,

o

Fig. 3. (a) AFM topography and (b) corresponding phase-contrast image of
sample A; (c) Height profile taken along the straight solid line in (a) from point
P, to point P,; Figures (d), (e), and (f) refer to sample B in the same way.

The phonons of ZnSnSb, which are IR active are known from lit-
erature [26], and they are of B, and E symmetries. Their estimated
values are given in Table 1.

Plasmon - phonon interaction commonly refers to the coupling of
the plasma and one phonon [27]. In that case two coupled modes ap-
pear wp and wp, often labeled as w, and w.. In the case of ZnSnSb,,
based on data obtained by fitting procedure, it was established that the
plasma interacts with three phonons of B, symmetry [28,29,30]. As a
result of that their positions are shifted and instead three B, modes
there are four coupled modes wy;, w2, w3 and wyy. Obtained values are
shown as black points in Fig. 6. Their positions are different for the two
samples because of the different influences of the plasma (wp> ~ p).
Because of the high plasma frequency of sample A, the wy, has high
value of 675 cm ™! which is outside of the measured range.

For ease of analysis, it is common to draw a dependency diagram of
obtained parameters (wy, @, @Wro, Wo) on plasma frequency wp, as
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Fig. 5. Analyzed reflection spectra; experimental data are represented by cir-
cles while black lines are theoretical curves; registered optical phonons are
indicated on the spectra.

shown in Fig. 6. The full lines are solutions of Re{e(w)} = O from Eq.
(1). It should be noted that line w;3 between B,' and B,> phonons is
barely visible because they are very close. The lines are calculated for
five different values of plasma damping I, (Fig. 6) (I', = 1/z, where 7 is
a lifetime of plasmon). This was done to determine /', interdependence
with plasmon - phonon interaction.

The obtained values of plasma damping and plasma frequency of
samples A and B are: I'pjy = 500 cm™l, I'opg = 375 cm” Y,
wpa = 837 em ™! and w,p = 405 cm ™. It should be noted that these
parameters represent the effective values that describe the sample as a
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Fig. 6. Analysis of plasmon - three-phonons interaction; Full lines are obtained
from Eq.(1), as the solutions of Re{e(w)} = 0, for various values of I';; Black
points represent experimentally obtained data for w;; for both samples (Eq. (2)).

whole. It could be expected (based on p, and pg values and wp? ~ p)
that wps and wpp differ about three times, which was not established.
Plasma frequency is defined as wp2 = (npez)/(soemmh*), i.e. it includes
other parameters of the material. Thus, by determining the plasma
frequency and plasma damping the other properties of the material can
be analyzed.

Besides phonons of B, symmetry which interact with plasma, other
ZnSnSb, phonons are not registered on the IR reflectivity spectra.
However, characteristic phonons of the other phases can be identified,
as can be seen in Fig. 5. It was necessary that these phonons are not
covered by the plasmon - phonon interaction. ZnSb modes are noticed
at about 125 and 165 cm™?, which is in agreement with results from
the literature [31]. Two modes that correspond to SnSb phase are at
about 94 and 145 cm ™!, which matches the previously obtained data
[9,32]. The appearance of these modes is expected due to the sig-
nificant presence of ZnSb and SnSb phases in the samples. MnSb pho-
nons are not registered, i.e. it was not possible to discern them due to
the small amount of that phase.

Based on the performed analyses, it can be seen that different mi-
crostructures formed in the investigated samples lead to high con-
centrations of free carriers, but which are ten times different from each
other. Those high values cause plasmon - B, phonons interaction. That
can be used to analyze optical and electrical properties of the materials,
as well as other parameters, such as dielectric constants, effective mass
of charge carriers and phonon lifetimes. In this way, the multiphase
material with different microstructures was analyzed as a whole.

Investigation of thermoelectric properties of ZnSnSb, is a current
issue [5,15,33]. The analysis of plasmon - phonon interaction per-
formed in this paper can significantly assist in the study and under-
standing of thermoelectric processes in this as in other semiconducting
polycrystalline materials [34].

5. Conclusion

Two samples of ZnSnSb, + Mn with different amounts of manga-
nese were analyzed in this paper. The small difference in the initial
composition of the material led to a difference of ten times in the free
carrier concentrations. Their structural properties were examined by x-
ray diffraction, optical microscopy, and AFM. Several different phases
were registered - ZnSnSb,, ZnSb, SnSb, and small amounts of Sn and
MnSb. These phases form different microstructures, which is related to
the large irregularities of the lattice. It was found that the high free
carrier concentrations are caused by a large number of defects, espe-
cially zinc vacancies.

The optical characteristics of these multiphase materials were
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examined, whereby the samples were considered as a whole. Based on
the analysis of IR reflection spectra the presence of a plasmon - phonons
interaction was confirmed. It was determined that three ZnSnSb, pho-
nons of B, symmetry interact with plasma, which led to the change of
their positions. It is clear that strong plasmon - phonon interaction
modifies optoelectronic properties of the ZnSnSb, + Mn samples, and
that phonon positions depend on a free carrier concentration. A de-
tailed analysis of this interaction also provides insight into the behavior
of other material parameters, such as dielectric constants, effective
mass of charge carriers and phonon lifetimes. Also, vibration modes of
ZnSb and SnSb phases were registered on the spectra. Knowledge of
phonon behavior in a material, as well as interaction with plasma, is
very important for studying its thermoelectric properties.
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YHHBEP3HTET Y BEOI'PALY

Aaxpeca: Cryaentckn 1pr 1, 11000 Beorpan, Perry6mixa Cp6uja
Ten.: 011 3207400; daxc: 011 2638818; E-mail: kabinet@rect.bg.ac.rs

BERE HAVUHUX OBJIACTU . bBeorpan, 2. jya 2020. romune
IMPUPOAHNX HAYKA 02-07 Bpoj: 61206-1720/4-20
MIQ

Ha ocuoBy uwiana 48 craB 5 Tauka 3 Craryra YHUBEp3HTETa y
Beorpany (,,Imacuux Yuusepsurera y Beorpany*, 6p. 201/ 18) u wiana 32
[IpaBMIHMKA O JOKTOPCKMM CTyAMjaMa Ha YHHBEP3HTETY Y Beorpany
(,.Tmacuux Yuusepautera y beorpany*, 6p. 191/16), a na 3axTeB ®akynrera
3a u3nuxy xemujy, 6p. 515/2 on 15. jyna 2020. ronune, Behe HayduHuX
06/1aCTH TIPUPOIHMX HAYKa, HA CEJHHUM OJPXKAHO] 2. jyna 2020. romune,
JOHENIO je a

OANVYKY

IIAJE CE CATJIACHOCT mna omtyky Hacrasro-HayuHor Beha
dakynTera 3a pU3HIKY XEMH]y O TPHXBATahy TEME NIOKTOPCKE AHCEPTALA je
JEJIEHE MUTPHWR, nox HasusBoMm: ,,CTPYKTypHa H ONTHYKa CBOjCTBA
TOJyTIPOBOJIHHYKHAX HAHOMATEPHjaNa: rafloHHIjyM—LIHPKOHATA H HUTPHjyM-
BaHajgaTa JONMPAaHUX EyPONHMjyMOM, KaJMHjyM-TElypHAa W LHMHK-OKCHIA
MOAM(DUKOBAHOT PYTEHHjYMOBMM KOMILIEKCHMA H oapehusamy. npod. 1p
Heane Crojkosuh Cumarosuh u ap He6ojure PomueBuha, HaydHor
caBeTHnka YHuBep3uTeTa y beorpany-HHcTuTyTa 32 QU3NKY 32 MEHTODC.

IocTaBUTH:
- Qakynrety
- apX¥BM YHHBEP3UTETA

_HHCTET YT A4 ohira Hig ¥ .
Inpump g ‘MU&“M” 1,3
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Peny6nuka CpGuja
Vuusepsurer y beorpany
DakynTeT 3@ PUINUKY XeMH]y
bpoj uuaekca: 2012/0004
Hatym: 25.06.2020.

Ha ocnoBy wiana 29. 3ak0Ha 0 OnUITeM YNpaBHoOM noctynky (,,Ca. riackuuk PC”, 6p.18/2016 n 95/2018) u cayxGene
CBHCHLHjE

YBEPEIGE O ITOJTOXKEHMM UCITUTUMA

Jenena Mutpuh, ume jearor poautessa Muospar, JIMBI™ 0307993715237, pohena 03.07.1993. roaune, Beorpa,
onwruna 3se3napa, Peny6nuxa Cpbuja, ynucana wxoncke 2012/13. romune, nana 29.09.2016. roauue saspuimna je
OCHOBHE aKajleMCKe CTyauje Ha cTyaujckom mporpamy Dusnuka Xemuja, y Tpajamy O HETHpH roawue, obuma 240
(nsecta yerpaecer) ECITB Gonosa, u cTek/1a CTPY4HH HA3UB JMMIOMMPAHH (u3nKoxemuyap. TOKOM CTyauja NONOXHIA
je uenure u3 cneachux npeamera:

P.Gp. Hindpa Hasue npeamera Onena ECIIB | ®ona wacosa** Hatym

1. |07M1 Maremaruka | 9 (neser) 11 |I:(60+60+0) 08.07.2013.

2 {07YCM YBOA y CTPYKTYpY MaTephje 10 (aecer) 4 [[:(30+30+0) 01.02.2013.

3. [o7ynIP YBoa y naGopaToprjckn paa 10 (zecer) 4 [[(15+0+90) 30.01.2013.

4. [070K®XI Onurry Kype gusntke xemuje | 9 (aeser) 7 |L:(60+0+60) 21.02.2013.

5. |07TMIMOX [IpaKTHKYM H3 MaTCMaTHKC 32 QH3IHKOXEMHYApE 9 (aeseT) 4  [L:(15+30+0) 31.01.2013.

i 6. 07XTA XeMHjCKa TEPMOAHHAMHKE T 10 (necer) 6 [I1:(60+0+60) 25.06.2013.

| 1.J07HX Heopraricka xemmja | 9(uemer) | 6 [11:(60+0+0) 01.07.2013.

i 8. (0701 du3uka | 10 (aecer) 7 |I1:{(45+30+30) 13.09.2013.

9 jorokex2  |Onmrmn kype uaxe xemuje 2 ey 8(ocam) | 7 [I1:(60+0+60) 28.06.2013.

! 10: 07[1KP lMpaxTuxym u3 xopuuhema padynapa 10 (necer) 4 |IL:(15+0+30) 19.06.2013.

11. {07KON Konouan 10 (zecer) 4 |HI:(15+0+30) 30.01.2014.

12. [07EJ1 Enrnecks je3nk | 10 (aecer) 2 |lIL(30+30+0) 29.01.2014.

13, jo7M2 Marematika 2 7 (cenam) 10 |II1:(60+60+0) 28.01.2014.

14. [0702 du3ika 2 9 (neser) 7 |lIL:(45+30+30) 04.07.2014.

15. JOTKAX KnacuyHa aHanHTHYKa XeMHja 9 (neser) 7 [E:(30+0+90) 14.07.2014.

16, 0703 d3nka 3 10 (necer) 6 |[IV:(45+15+30) 29.08.2014.

17. [07E12 EHrNECKH je3nk 2 _ 10 (aecer) 1.5 [IV:(30+30+0) 24.06.2014.

|18 [07AT ATOMHCTHKE 10 (aecer) 10,5 [IV:(60+15+60) 26.06.2014.
19. |07YOXKC2 YBoa y puInuKy X xcuujy XKHBOTHC CPCIHHC 10 (accet) 4 [IV:(15+0+30)  28.06.2014. |

0. (070X Oprancka xemuja 7 (cenam) 8  [IV:(60+0+60) 16.09.2014.
21 j07CTA  |CTAaTHCTHYKA TEPMOJAMHAMHKA 9 (acser) 7 |[V:i(60+30+0) 29.01.2015.

22. [070XI1 Du3HYKA XCMH]ja 1a3Me 10 (secer) 5 |V:(30+0+30) 06.02.2015.

23. [07PHX PaguoxeMuja u HyKICapHa XeMHja 9 (aeser) 7 |V:(60+0+60) 09.02.2015.

24 OLAQ_( ATOMCKa CIICKTPOXCMHja 10 (mecer) 7 |V:(60+0+60) 22.06.2015.

25 076X  |buonomkaxemmwja 10 (aecer) 4 |Vi(30+0+30) 02.02.2015.

26. [07XK  [Xemnjcxa kunernxa 7(cenan) | 8 |VI(60+0+60) 05.02.2016.

27. [07MCX MosneKycKa CrieKTpoXeMHja 8 (ocam) 8  [VL(60+0+60) 18.09.2015.

| 28 [o7EX Enextpoxemuja 8 (ocam) 8 [VI:(60+0+60) 26.08.2015.

29, |0711POX IlpuMeHa padyHapa y pU3HUKOj XeMHjH 10 (accer) 6 |VL(60+30+0) 17.06.2015.

© 30, [07B®X1 Brodu3ntuka xemmnja | 9 (acser) 7  |VIL:(60+0+60) 26.02.2016.
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P.Gp. Illagpa  |Hasms npeamera Oueua | ECIIB | ®ona wacosa** Hatym
31. |070® (OCHOBH (JOTOXCMHjC 10 (aecet) | 5,5 |VIL(3010+0) 19.02.2016.
i 32. |0700POX Dopen3mtKa PHIHUKA XeMHja 10 (aecer) 5.5 |[VII:(30+0+30) 04.02.2016.
33 [07MM®X  [MaTeMaTHYKe METOAC Y PH3HUKO] XeMHjH = 10 (aecer) 5 |VIL(60+30+0) 06.02.2016.
34 [07KX Ksantna xemuja 6 (wecT) 7 VII:(60+60+0) 04.07.2016.
35. 07OXA  |®usmuxoxemujcka ananusa 7 (cenam) 7  |VIIL(60+0+60) 08.07.2016.
36. [07®XUC DI3INIKE XEMHA YBPCTOT CTaKA 9 (neser) 7 |VIIL:(60+0+60) 14.07.2016.
* - CKBHBAICHTHPAH/NIPH3HAT HCIIHT.
** . onn uacosa je y popmaty (npenasawa+sexbe+ocranc).
Ykynso octeapeno 247 ECIIb.
Onwru yenex: 9,14 (aeser u 14/100) , no roamuama cryauja (9,40, 9,20, 9,00, 8,71).
3aspuinu pan oabpamwe je nana 29.09.2016. ronune ca ouenom 10 (aecer).
Al
‘Osnamheno nmvue daxyirera




“* 7. Penybanka Cponja

-& ‘.. YHusepsurery Beorpany
“ 0 1* ®akyater 3a QUMUK XeMHjy
“o. 7 bpoj uunekca: 2017/0307

s  Alatym:07.02.2020.

Ha ocnosy uwnana 29. 3akona o onurem ynpasHom nocrynky (,Ca. rnacuik PC”, 6p.18/2016 u 95/2018) u cayxbene
eBHaCHLje

YBEPEIGE O ITOJIOXKEHUM UCITUTUMA

Jesiena Mutpuh, ume jeanor poautesna Muoapar, pohena 03.07.1993.romume., Beorpan, 3se3napa, Peny6auka
CpOuja, ynncana wroncke 2017/2018. roauue na 10KTOpcke akagemcke ctyauje, wroncke 2019/2020. roauue ynucana
Ha cratyc uuancuparwe w3 Gyuera, cryamjcki nporpam ®usnuka XEeMHJa, TOKOM CTy/Hja MOJOKHIA je MCAHTE u3
cneachux npeamera:

| 1 N o D i e e T T e
P.op. ‘ Ulugpa  |Hasus npeamera Ouena ECIIB | ®oua yacosa** Jatym
Lo _J_", S S N
| | !)U IMMOXTH "N:‘:;:”A‘::I::::;h:l‘;.1()u; Y PH3HUKOXCMH]CKHM 9 {uener) 15 |i(75+0+225) 05.02.2018.
oo u‘lltbg _Hose dusnukoxemujeke metone = |9 (aeser) 15 |I1:(75+0+225) 25.07.2018.
‘ 3 U3 Hpumemwena gotoxemuja 10 (necer) 9 |I11:(45+0+120) 30.09.2019.
| lpusno  fipmcecus gotoows

1. JU3HCCCKAM |:"l'l'“':'l:;lblcllp,\'xwpu 1 CBOJCTBA KPHETWIHIX W aMOPDHIX 9 (neser) 9 11:(45+0+120) 27.09.2019.

IMaTepija N ST L . pei e -

¥ CRBHBLICHTUIPAIL IPHSHAT HCTIT.
Y o macosa je v opsary (HpeaaBaiba - Bekde Hoc1ao)

Yxynuno ocrsapero 108 ECIb.
Onwrw yenex: 9,25 (aeset u 25/100) , no roaunama cryauja (9,00, 9,50, /).
Hacrasa na osum ctyaujama tpaje Tpu roaue.
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oy - PenyGanka Cpouja

25 o
°:’4, ‘e, YHMBEPIMTET Y beorpany .
-~ ol “1,>  Qakynrer 3a (HU3HUKY XeMH]Y

R’ Bpoj unzaekca: 2016/0204
o3 o v 25.06.2020.

Ha ocxoy unana 29. 3aK0Ha O ONIWITEM YIIPABHOM NMOCTYNKY (..Cn. raacuuk PC”, 6p.18/2016 n 95/2018) n cayxdene
CBHJICHILH]C

YBEPEIHE O NMOJIOXKEHUM UCITUTUMA

Jeaena Mutpuh, ume jeanor poanresa Muoapar, JMbI 0307993715237, pohena 03.07.1993. roaune, beorpai,
onurruna 3sesnapa, Peny6anka CpOuja, ynucasa wkoicke 2016/17. roamue, aana 29.06.2017. roauue 3aspuinia je
MacTep AKWIEMCKE CTYM|jE HA CTYIMjCKOM MpOrpamy @u3muuka XeMMja, y Tpajamby O] jeAHE T'OAMHE, obnma 60
(mesaecer) ECTIB Goa0Ba, 1 CTEKTa aKaIeMcKH Hasue mactep dusukoxemutap. Tokowm CTYHjA NOJ0KUIA j& HCIHTE H3
caeaehux npeamera:

!r.op. Hingpa Hazus npeavera Ouena ECIIB | ®ona uacosa** Jatym
B MI3DXAHM | DI3HIKOXCMITICKH ac@l HayKe 0 MaTepHjaInMa 9 (aemer) 9 ,J_'(J,S*Of 180) 2803 ZI)EIA
; 2 {MUMNE»XMfA MeTojie 1 METO10710THj2 (pU3MKOXEMHJCKHX HCTPAKHBAILA | 9 (aeser) | T [L(45+0+150) | 13.022017
3 MM Jlnppaximja X-3paka na NPALIKACTHM MATepHjATuMa 10 (aecer) | 7 [II(45+0+180) | 20.06.2017.
* . CKBHBLICHTHPAW MPHIHAT HCTIHT
*++ _ Dona wacosa j¢ y Popmaty (npeaanaiba+BekGe+0CTA10).
A}

Yiynuo octsapeno 60 ECTIb.

Omurrn yenex: 9.25 (zeser u 25/100) , 1o romnama cryamja (9,33).

3apuini - MacTep pai 0a0paten je Jana 29.06.2017. rosmue ca oueHom 9 (acser).

A
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