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ITpeamer: Moa6a 3a nokpeTame NocTynka 3a H3Gop y 38ame BUIIH HAYYHH CapaTHHK
MOJIBA

Monum Hayuno Behe Muctutyta 3a ¢umsuky y Beorpagy jna y ckaaay ca [lpaBuanukoM o
MOCTYNKY, HAuMHY BPEAHOBaA W KBAHTHTATHBHOM MCKa3HBatby HayUYHOMCTPAKHBAYKUX

pesysnTata MUHHCTpACTBa 3a POCBETY, HAYKY M TEXHOOWKH Pa3Boj MOKPEHe MOCTYNAK 3a MOj
H300p y 3Bame BUIITH HAYYHH CApaHHK.

Y npunory aocraesbam:

- Mubere pyKoBOAMOLA Ca MPE/IOroM 4aHOBA KOMHCH]E;
- buorpadcke noaarke;

- [Ipernen HayuHe aKTMBHOCTH;

- EnemenTe 3a KBanMTaTHBHY OLEHY HAYYHOT JOMPHHOCA;

- EnemenTe 3a KBAaHTUTATHBHY OLIEHY HAY4YHOT JIONPHHOCA;

- Cnucax oGjaB/beHuX HayuHMX pajiora W (GOTOKONMjE pagoBa 0GjaB/LEHHX HAKOH MPETXOAHOT
u3bopa y 3Bame;

- [loaaTke o uutHpaHocTH;
- Konujy pewera o nperxoaHom usbopy y 38amwe;

- ,HOJ],E!THC MpHIore ca foKkasuma.
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HAYYHOM BERY
NHCTUTYTA 3A OPUBUKY
Y BEOI'PALY

Ipeamer: Munubeme pykooauouna 3a uzoop ap Came Tomuh y 3Bambe BHIIM HAYYHH
capajHuK

Hp Cama Tommh 3anocnena je y Jlaboparopuju 3a aromcke cyaapae nporece Muactutyra
3a ¢usuky y beorpamy ox 2001. romune. Y mpeTxoaHOM mepuoay Ouia je aHrakoBaHa Ha
MPOjeKTHMa OCHOBHHMX HCTpa)kMBamba MHUHHCTApCTBa MPOCBETE, HAYKE U TEXHOJOMIKOT Pa3Boja
Ka0 M Ha HEKOJIMKO MelhyHapoAHHX TIpojekata y OKBHPY KOJUX je YydecTBoBala Yy
EKIIEPUMEHTAIHUM HCTPpaXMBamkbUMa CyJapa eJIeKTpOoHAa ca aToOMHMa MeTajlla W MambuM
MOJIEKYJIMMAa, Kao U Y UCTpaXKHUBambUMa UHTEPAKIUje eIeKTPoHa U (hOTOHA ca OMOMOJIEKYIuMa.

C 003upoM J1a ucrymana cBe KpuTepujyme npomnucate [ [paBUIHUKOM 0 MOCTYINKY, HAUUHY
BpE/IHOBAbA U KBAaHTUTATUBHOM HCKa3UBalby HAyYHOUCTPAXKUBAYKUX pe3ynraTa MHUHHCTapCTBa
IIPOCBETE, HayKe M TEXHOJIOLIKOT pa3Boja, carjacaH caM ca IIOKPETameM MOCTYIKa 3a U300p 1Ip
Camwe Tommh y 3Bame BUIIM Hay4YHU CapaHUK.

[Tpemnaxem na komucujy 3a u3dop ap Came Tomuh y 3Bame BUIIN HAYYHU CapaJHUK YMHE:

1. nap Henag CumonoBuh, HaydHu caBeTHUK, MHCTUTYT 3a ¢pu3uky y beorpany,
2. np Bmamgumup Cpehkosuh, Hayunu caBeTHHK, MHCTHTYT 3a pusuky y beorpany,
3. np bparmcna MapunkoBuh, Hay4HHW CaBeTHHK y TeH3Wju, MHCTUTYT 3a Pu3uKy y

beorpany n
4. mpod. np I'opan Ilomapuh, penoBau mnpodecop, ®uznuku dakynTer, YHUBEP3IUTET Y
beorpany
VY beorpany, PyxoBoaunan nabopatopuje,
03.02.2022 N Emouond

Ip Henang CumonoBuh
HayYHU CaBETHHK

Wuctutyt 3a pusuky y beorpany



1. BHOTPA®CKH IOJALIA

Cama Tommh pohena je y 3ajeuapy 04. 06. 1973. rogune. ®usznuku pakynrer — cmep [Ipumemena
¢u3uka 3aBpumiia je Ha YHuBep3uTery y beorpaxy 2000. ronune ca cpenmom oneHoM 9,08.
[Tocnenumnomcke cryauje je ynucana 2001. roguHe Ha OU3HYKOM QakynTeTy YHUBEP3UTETA Y
beorpany — cmep Excnepumenrtanna ¢usuka aToMa M MOJIEKylna. Marucrapcky Te3y je
komrutetupana y Jlabopatopuju 3a atomcke cymape MHcrturyra 3a usuky y beorpamy mox
pykoBozcTBOM Ap bparucinasa MapunkoBuha. Marucrapcky Te3y nmoj HazuBoM "Enacmuuno u
HeelacmudHo pacejarbe elekmpona Ha amomy kamyujyma" je onopanmna 30. 06. 2006. ronuae Ha
dusnukoMm daxynrery y beorpany. Jlokropcky Te3y o Ha3uBoM "Pacejarve enekmpona cpeorsux
eHepeuja Ha amomuma onosa u cpedpa" je Takohe ypanuna y Jlaboparopuju 3a aTOMCKe cyaape
Wucturyta 3a ¢pusuky moj pykoBoactsoMm 1ap bpatucnaBa MapunkoBuha n ondpanuia je 23. 03.
2012. ronuaa Ha ®u3nukom dakyntety YHuBep3uTera y beorpany.

VY pamHom onHOCy je on centemOpa 2001. ronune y UHcTuTyTY 3a Qusuky y beorpany. 30. O1.
2007. roguHe u3abpaHa je y 3Bame UCTpakuBad capaanuk a ox 31.10.2012. je y 3Bamy Hay4HH
capaJHHK. Y HCTO 3Bame pensadpana je 26.04.2018. ronune.

buia je anrakoBaHa Ha BUIIIE HAITMOHAHUX TpojekaTta GuHaHCUPaHUX 011 cTpaHe MUHHCTpacTBa
IIPOCBETe, HAyKe U TEXHOJOLIKOT pa3Boja. Takole je Omia aHraxkoBaHa Ha MPOjeKTy ,, Nanoscale
insights in radiation damage® (2014-2015) mox pykoBojactBoMm aAp bpartucinaBa Mapunkosuha. Y
MUTaBkY je UCTPAKUBAUKH MpojeKat ol nmoceOHor 3Hayaja (Grande Rilevanza) uzabpan y okBupy
M3BPIIHOT TIporpamMa Hay4YHe U TeXHOJIONIKe capaame u3Mel)y Penyonuke Utanuje u PenyOnuke
Cpbuje. buna je pykoBoawmnan apyror Grande Rilevanza 6unarepanaor npojekra (Research area:
Mathematics, Physics, Chemistry and Biology ) uamehy Penyonuke Uranuje u Pemy6nuke Cpouje
o] HacJIOBOM ,,A nanoview of radiation-biomatter interaction* (2016 — 2018).

VY nepuony ox 2014. rogune, yuecTBOBaia je U Ha BUIIIE MpOjeKaTa Ha CHHXPOTPOHCKOM U3BOPY
3pauema Elettra y Tpcty, Utanuja (Ha jeqHOM 01 BUX KAO TJIaBHU Mpeiaray):
“Energy flow in halogenated pyrimidines studied by site- and state-selective
fragmentation” (2014, Proposal 20135431, Beamline GASPHASE Elettra synchrotron
Trieste; Principal investigator: Paola Bolognesi, CNR-ISM, Roma, Italy);

- “Investigation of the fragmentation mechanisms of nitroimidazole radio sensitisers”
(2015, Proposal 20150216, Beamline GASPHASE Elettra synchrotron Trieste ; Principal
investigator: Paola Bolognesi, , CNR-ISM, Roma, Italy);

- “Investigation of the radiation damage mechanisms of chemotherapeutically active nitro
compounds” (2016, Proposal 20160070, Beamline GASPHASE, Elettra synchrotron
Trieste ; Principal nvestigator: Paola Bolognesi, CNR-ISM, Roma, Italy);

- “ Investigation of the fragmentation mechanisms of halogenated anesthetics” (2018,
Proposal 20180158, Beamline GASPHASE Elettra synchrotron Trieste; Principal
investigator: Sanja ToSi¢, IPB, Serbia);

AKTHBHO j€ y4eCTBOBaJIa Ha MPOjeKTUMa Y OKBUPY 4 akiuje EBpornckor mporpama 3a capaimy y
JOMEHY HayYHHMX U TexHoJomkux ucrpaxusama - COST (European Cooperation in Science and
Technology):

- MP1002 Nano - IBCT “Nanoscale insights into lon Beam Cancer Therapy” (2010-2014);



- CM-1204 XLIC “XUV/X-ray light and fast ions for ultrafast chemistry” (2013-2017);

- CA-18222 AttoChem “Attosecond Chemistry” (2019-2023)

- CA18212 MD-GAS “Molecular Dynamics in the GAS phase” (2019-2023) - HartnoHanHu
MPEACTaBHUK Y MEHAIIMEHT KOMHTETY, uwiaH core rpyne, STSM (Short term scientific
missions) koopaunatop u [TC conference grants menauep.

Cama Tommh je noburnuna Harpazne /lpog. op Jbybomup huprosuh 3a HajOOJbU MAaruCTapCKH
pan onopamer Ha Gusnukom pakynrety 2006. rogune kao u CtyneHtcke Harpaae Muctutyra 3a
¢uzuky 2007. roqune. Ayrop/koayTtop je 18 pagoBa 00jaBibeHUX Yy Mel)yHAPOJHUM YaCOMTUCHMA
(om wera 15 y kareropuju M21, 2 y xareropuju M22, u jenan y kareropuju M23) kao u Beher
Opoja caomnmrerma Ha foMahuM u MelyHaponHuM KoH(pepeHurjama. PesynraTu cy npe3eHTOBaHH
U Yy CKJIOIy TIpe/iaBamba 1o MOo3uBYy Ha Mel)yHapoquuM 1 jomahuM cKymoBHuMa.

2. IPEI'JIEJ HAYYHE AKTUBHOCTH

Hayuna aktuBHocT ap Came Tomumh Be3aHa je 3a 00JIaCT aTOMCKe, MOJIEKYJCKE M XEMH]jCKe
¢u3mKe, mMpe cBera 3a CKCIIEPUMEHTaTHA HCTpaXMBamka OCHOBHE (DEHOMEHOJIOTHjE cyaapa
eJIEKTpOHA Ca aTOMHMMa W MOJIEKyJUMa Kao M HHTEepakuuje (OoToHa M3 CHHXPOTPOHCKOT
panujaoHOT H3BOpa ca MOJICKYJIMMA, TPBEHCTBEHO OMOMOJIEKYJIUMA Y TACHOM CTambYy.

CynapHe MHTepakKIHje eIeKTPOHA A PA3IMYUTUM aTOMHMa M MOJIEKYJIMMAa NUMajy BEIUKY YIOTy
y pa3Bojy MoJiepHEe (HU3UKE, U TO HE CaMO aTOMCKe U MoJieKyJickeM Beh u pusuke miazme, Gu3uke
KOHJICH30BaHOT CTama, (pu3nke moBpmnHa, pusuke armocdepe, actpodpusnke, OMOPU3NKE aTu U
MHOTHX JIPYTHX 00JIaCTH TJe c€ YNpaBo MOMONYy MeXaHM3Ma €IEMEHTApHUX peakifja y cyaapy
Ka0 M MHUKPOCKOIICKOT TIOHAIllama EJIEKTPOHA, aToMa M MOJIeKyJa oOjalimaBajy HEKH
MaKpOCKOIICKH (peHOMEHHU.

HcTpaxkuBame mpolieca MHTEPAKINje CHHXPOTPOHCKOT 3padeha U HUCKOSHEPTH)CKUX EJIEKTPOHA
ca OMoMoJIeKyJTMMa MMa Kako (yH/IaMEHTAJIHU 3Ha4yaj TaKO W 3Ha4aj y MPUMEHH TJIe TIPYKa BaXKHE
MOJIATKE 32 UCTPaXHMBamka y HAYYHUM 00JacTHMA, Kao IUTO Cy OMOMEIUIIMHA M HCTPaKUBaba
paaujanoHor omrehema xuBe Marepuje.

VY HacTaBKy Cy YKpaTKO OINMCaHE aKTUBHOCTU KaHJIUAATa y OKBUPY UCTPAKUBAYKUX TEMA.

Hanomena: 3eez0uyom (*) cy o3nauenu paoosu nyOauKosauu y nepuody HAKOH npemxooHoe uzbopa y
36arve. Y jeOnHom nepuody Hayumoz paod, KaHOuOamxurbd je o00jaemusanda paoose noo npe3umeHom
Munucaswesuh.

2.1. Pacejame eJleKTpOHa HA aTOMHMAa MeTaJsa

HcTpaxxkuBamke HMHTEpAKIMja €JIEKTPOHA Ca H30JIOBAHMM aTOMUMa IO A00pO IepUHHCAHUM
eKCIIEPUMEHTAIIHUM YCJIOBHMa MMa 3a I[HJb Jla CE€ MPOIIMPH 3HAmE O aTOMCKUM IIpolecuMa
(pa3yMmeBame CTPYKType M JMHAMHUKE aTOMCKHUX YECTHYHHX CHCTeMa) Kako OM ce MCTH MOTJIH
KapaKTepH30BaTH y TEOPHJCKUM MpOpauyHHMa aTOMCKHX cucTema. Hamaxxemwe BepoBaTHOhe, Tj.
nudepeHjaTHoT Tpeceka je O]l MPEeCyAHOr 3Hauaja 3a ONHC CyIapHOT Ipoleca U Yy
eKCTIEPUMEHTAIIHUM U y TEOPHjCKUM HCTpaxknBamiMa. CaM IpeceK je MoBe3aH ca aMIUIUTYIOM



pacejama Koja je omer oapeheHa TUIOM MHTEpaKlWje, Tj. MHTEPAKIMOHUM MOTEHIIM]aJIOM,
CTPYKTYpOM M (M3MYKMM OCOOMHaMa YECTHIA, FbHMXOBOM pPEIAaTHBHOM Op3MHOM, TaJaCHUM
¢dyHkuujama, yriaoM pacejama. Mz0opom onrosapajyhux mapamerapa 3a mocMaTpaHU CHCTEM H
MPUMEHOM OJIroBapajyhe ampokcuMaluje, TEOPUCJKUM TyTeM C€ MOXK€ H3padyyHaTH IIPBO
aMIUTUTY/Ia pacejama a MpeKko e U audepeHnujanau npecek. Ekcriepumentanto oxpehuBame
nudepeHInjaTHOT TIPEeCceKa 3aCHUBA C€ Ha MEpeHhY UHTEH3UTETA, Tj. Opoja pacejaHuX eJIeKTpoHa
y (DYHKIHjH yTJIa WK €Heprije Ipu ueMy u3Mel)y MepeHor curHaia U TpaKeHOT Ipeceka MocToju
JMPEKTHA 3aBHCHOCT.

On mpuMapHOT MHTEepeca UCTPaXKUBamba EIEKTPOHCKUX CYIapHHX Iporeca je OMII0 elacCTHYHO
pacejame eIeKTpoHa CPeIbIX EHEPrHja, CIEKTPU I'yOHTaKa eHepruje U Au(epeHInjatHu Mpecenu
3a excuuTanujy aroma metana (Ca, Pb, Ag, In). Ca Mepema cy U3BpIICHA y PEKUMY OMHAPHUX
cyJapa TEXHHUKOM YKPLITEHHX MJIa3eBa — €JIEKTPOHCKOT MJia3a MPOU3BEIEHOT Y €IIEKTPOHCKOM
ToITy ¥ e(h)y3MOHOT MJIa3a aTOMa MeTasa.

VY musby nmobujama MOy3JIaHMX BPEAHOCTH Ipeceka OMIo je MOTpeOHO Pa3BUTH METOJIOJIOTH]Y
Mepema U YHANpeAUTH HHU3 €KCIIEPUMEHTATHUX TEXHHKA Y €JIEKTPOHCKO] CIEKTPOMETpHjU. Y
okBHpY oBe Tematrke Cama Tommuh je paguia Ha:

- aHAJIM3U pexuMa paja nehu 3a Metane (3axBasbyjyhu 1eTajbHOM IMO3HABaBkY pajia ca METATHUM
rmapama Jajga je 3HaudajaH JOMPUHOC KOHCTpyHCamy CHCTeMa TehW 3a TOIJhEHe MeTalla y
yCJIOBUMa BUCOKOT BaKyyma);

- KanmOpaIuju U TECTUPamhy eKCIIEPUMEHTATHOT ypehaja;

- METOJI0JIOTHjH JOoOHMjarkba aTOMCKOT MJla3a METE aTOMa MeTajla KOju UMajy BUCOKY TeMIepaTypy
TOIJbEHA,;

- METOJAOJIOTHUJU MEpema peNaTUBHUX TIpeceka U Jo0ujamy alCONyTHUX BPEIHOCTH
nudepeHInjaTHuX Mpeceka MPUMEHOM TeXHUKE HOpMaJlh3allije Ha ONTUYKY jaurHy OCITUIaTopa.

Pesyntatu 1m0 xojux je monuia KaHIUAATKHbA Y OKBHPY OBE TEMAaTHKE IMPECTaBJba]y 3Ha4ajaH
HAy4YHU JIOTIPUHOC pa3yMeBamy MHTEpaKIfje eNKTpOHa ca aTOMHMa MeTajia, MOCeOHO TEIIKUM
atomuma (Ag i Pb) u y ucro Bpeme mpencraBibajy pUropo3aH TECT 3a HOBE M KBAJIUTETHH]E
IpopadyHe UHTEPAKIIM]je eCKTPOHA Ca aTOMHUMAa KOjH UMajy PeJIaTUBHO BEJIMKHU OpOj eNeKTpoHa.

Pe3synratu uctpaxkuBama npukaszaHu cy y ciaenehum pagoBuma:

(M21) * B. P. Marinkovié, S. D. Togi¢, D. Sevi¢, R. P. McEachran, F. Blanco, G. Garcia and M. J.
Brunger

Electron-impact excitation of the (4d'°5s) 2Si - (4d°5s2) D3 and (4d!°5s) 2S1/2 - (4d'%6s) 2S, transitions
in silver: Experiment and theory

Physical Review A, 104 022808 (2021)

doi: 10.1103/PhysRevA.104.022808

(M21)* S. D. Tosié, V. Pejéev, D. Sevié, R. P. McEachran, A. D. Stauffer and B. P. Marinkovi¢
Electron-impact excitation of silver

Physical Review A4, 91 052703 (2015)

doi: 10.1103/PhysRevA.91.052703

(M21) S. D. Tosié, V. Pejcev, D. Sevié, R. P. McEachran, A. D. Stauffer and B. P. Marinkovi¢
Absolute differential cross sections for electron excitation of silver at small scattering angles



Nuclear instruments & Methods in Physics Research Section B-Beam Interactions with Materials and
Atoms, 279 53 (2012)
doi:10.1016/j.nimb.2011.10.066

(M21) S. D. Tosié, V. 1. Kelemen, D. Sevié, V. Pejcev, D. M. Filipovi¢, E. Yu. Remeta and

B. P. Marinkovi¢

Elastic electron scattering by silver atoms

Nuclear instruments & Methods in Physics Research Section B-Beam Interactions with Materials and
Atoms, 267 283 (2009)

doi:10.1016/j.nimb.2008.10.060

(M21) M. S. Rabasovié, S. D. Tosi¢, D. Sevié, V. Pejéev, D. M. Filipovi¢ and B. P. Marinkovi¢
Electron impact excitation of the 6s 2Si, state of In atom at small scattering angles

Nuclear instruments & Methods in Physics Research Section B-Beam Interactions with Materials and
Atoms, 267 279 (2009)

doi:10.1016/j.nimb.2008.10.056

(M21) M. S. Rabasovi¢, V. I. Kelemen, S. D. Tosi¢, D. Sevi¢, M. M. Dovhanych, V. Pejéev,

D. M. Filipovi¢, E. Yu. Remeta and B. P. Marinkovi¢

Experimental and theoretical study of the elastic electron-indium atom scattering in the intermediate
energy range

Physical Review A, 77 062713 (2008)

doi: 10.1103/PhysRevA.77.062713

(M21) S. D. Togié, M. S. Rabasovié, D. Sevié¢, V. Pejéev, D. M. Filipovi¢, Lalita Sharma, A. N. Tripathi,
Rajesh Srivastava and B. P. Marinkovi¢

Elastic electron scattering by a Pb atom

Physical Review A, 77 012725 (2008)

doi: 10.1103/PhysRevA.77.012725

(M21) S. Milisavljevié¢, M. S. Rabasovié¢, D. Sevi¢, V. Pejéev, D. M. Filipovi¢, Lalita Sharma,
Rajesh Srivastava, A. D. Stauffer and B. P. Marinkovi¢

Excitation of the 6p7s Py states of Pb atoms by electron impact: Differential and intagrated cross
sections

Physical Review A, 76 022714 (2007)

doi: 10.1103/PhysRevA.76.022714

(M21) S. Milisavljevi¢, M. S. Rabasovi¢, D. Sevi¢, V. Pejéev, D. M. Filipovi¢, Lalita Sharma,
Rajesh Srivastava, A. D. Stauffer and B. P. Marinkovi¢

Electron-impact excitation of the 6p7s *P; state of Pb atom at small scattering angles

Physical Review A, 75 052713 (2007)

doi: 10.1103/PhysRevA.76.052713

(M22) B. P. Marinkovié, V. Pejéev, D. M. Filipovi¢, D. Sevi¢, S. Milisavljevi¢ and B. Predojevi¢
Electron collisions by metal atom vapour
Radiation Physics and Chemistry, 76 455 (2007).

(M21) S. Milisavljevi¢, D. Sevi¢, R. K. Chauhan, V. Pejéev, D. M. Filipovié, R. Srivastava and
B. P. Marinkovi¢
Differential and integrated cross sections for the elastic electron scattering by calcium atom



Journal of Physics B: Atomic Molecular and Optical Physics, 38 2371 (2005)
doi: 10.1088/0953-4075/38/14/004

(M21) S. Milisavljevi¢, D. Sevi¢, V. Pejéev, D. M. Filipovi¢ and B. P. Marinkovi¢

Differential and integrated cross sections for the electron excitation of the 4! P, state of calcium atom
Journal of Physics B: Atomic Molecular and Optical Physics, 37 3571 (2004)

doi: 10.1088/0953-4075/37/18/002

2.2. Unrepaknmja oToHa ca OMOMOJIEKYyJIMMA

HctpaxuBame Tpolieca WHTEPAKIUje CHHXPOTPOHCKOT 3paderma ca OHOMOJIEKyJuMa HMa
(byHIaMEeHTAITHH 3Ha4aj U MPYKa Ba)KHE TIO/IaTKE 32 MCTPaKUBambha, IPe CBera y OMOMEIHIINHY TJIe Ce
MOCIIEAHX TOAMHA TToce0Ha MaXKmha MOKJIamka MPoyJaBamy paaujaroHor omTehema )kxuBe MaTepuje
y IIUJbY TIPOHAJIAKEHha HOBUX e(DUKACHUJUX METO/Ia Y JICUSHhY HEKUX TeITKUX OOJIECTH Kao IIITO j& HITP.
pak. Y paauoTepanuju ce KOpUcTe pa3IMIUTH U3BOPU 3padersa, o/ (JOTOHA 10 €JIEKTPOHA U JOHCKHX
CHOIIOBa IIPU YEMy C€ CBaKa BpCTa 3padera paslNuUTO IMOHAIIA y MHTEPAKIHMjU ca OHOJIOLUIKHM
MatepujajoM Tj. ca henujama. MelyTum, 3aje JTHUYKO 3a CBE HbUX J€CTE€ HEJOCTATaK CEIEKTUBHOCTH Y
CMHCITY pa3iIMKOBama 37paBux on obojenux hemuja. CeleKkTHBHA, Tj. ,,IMJbaHA™ paguoTeparuja
oMoryhaBa cMameme /103€ 3padyerma K0joj ce M3JaXke MalMjeHT W yCTo Bpeme nosehaBa cBoje
,,IITETHO 1iejcTBO Ha henmje 3axBaheHe pakoMm mrenehu mpu Tome 3apase henwje. 3aTo ce y
KIMHUYKAM TpUMEHaMa y KOMOHMHALMjU ca 3payemheM KOPUCTE U CIICHUjaJIHU JICKOBH, T3B.
paguocercuTusepu. [IpoydaBame GU3NUKUX M XEMHUJCKHMX MEXaHW3aMa OJITOBOPHHUX 33 OCOOMHE
OBHX MOJIEKYJIa j€ O/ MPEeCcyJHOT 3Havaja 3a u300p oAronapajyher erukacHor painoceHCUTH3Epa.

VY OoKBHpY OBE TeMaTHKe, a Y capaJiu ca Kojerama u3 Mranuje, KaHIUAATKbA j€ TpoydaBasa
Moryhe MexaHu3aMe paJifjalioHOT omTehema Kao TUPEKTHY TOCIEIUITY arncopnirjy X 3padema
y XaJOreHUM JepUBaTHUMa MUPUMUIMHA KOJU MPEACTaBIbajy 3HauajHy KJacy paJuOCEHCHTU3EP
MoJIeKyna. Y eKCIIepUMEHTHMAa je KOpHuIIheHa KOWHIMICHTHA TEXHUKA TAe Cy KOHAYHH
MPOU3BO/IN KapAaKTEPUCTHYHOT (DOTOJOHU3ALMOHOT Mpolieca Y KOENalKju ca BPEMEHOM IIPH 4eEMY
ce nobOujajy jemuHCcTBeHe wHHpopManuje o QorodparMeHTaIMju TTOCMATPAHOT MOJIEKYJIA.
[Tokazano je na y monekyny nupumuauHa C4HaN2 pparmenTanmja 3Ha4ajHO 3aBUCH OJ] €HEPTHje
(dhoTOHA Tj. 3aBUCH 0J1 TOTA JIa JIH j€ Y TUTalky PE30HAHTHA EJIEKTPOHCKA eKCIIUTAINM]ja 1S elIeKTpoHa
U3 HajHU)KE JbYCKE TPU HECKBMBAJICHTHA YIJbEHHWKOBA aTOMa WJIM JETHOT aroMma a30Ta y BHILY
HETIONMYHeHY BE3WBHY MONEKYICKYy T opbutany. Pesymratm Mepema Ha Monmekynmma 2Br-
nupuMunHa 1 SBr-mupumuanHa takohe ykasyjy aa je ¢parmeHTanuja monekyna (QyHKIuja
CYIICTHTYCHATa M FlbUXOBOT MOJIOXKAja Y IPCTCHY IMUPUMHUIAHA.

KomOuHOBaH eKCTIEpUMEHTAIHH U TEOPUC]KHU MIPUCTYT je KOPUIITNEH U Yy IPOyYaBamy MEeXaHu3Ma
¢bparmenTanuje monekyna umunazona (CsHaN2), Hutponmunazona (C3H3N3Oz) u werosa Tpu
n3omepa (4-, 5- u 2-autpommuaazon). Pesynraru maceHe CIEKTPOMETPHj€ U EIIEKTPOH-JOH
KOMHIIMJICHTHE CIIEKTPOCKOIH]j€ U OBJIE TIOKa3yjy OUTHE pa3iuke y (pparMeHTalnju HHIyKOBAaHO]
VUV 3pauemem. Y €KCIEpUMEHTY je TOKa3aHO Ja TOCTOjeé MEXaHW3MH KOjU JOBOJE 10
ocnobahama Heyrpana kao mto cy NO, CO n HCN koju umajy cHakaH yTHUIaj Ha OWJIOIIKH
Marepujan (hemuje) ma Kao TakBM MOTy Ja MMajy 3HAYajHy YJIOTY Yy MEXaHHU3MY JelIOBama
parmoCeHCUTH3Ep MOJIEKYJIa y TOKY paaroTeparntje.



Pesynrtatu uctpakupama NpuKazaHu cy y cieaehum pagoBuma:

(M22) * P. Bolognesi, A. Kettunen, P. O’Keeffe, R. Richter, A. Cartoni, A. Casavola, M. Castrovilli,
S. Tosic, B. Marinkovic and L. Avaldi

Inner shell photofragmentation of 2Cl-pyrimidine studied by mass spectrometry and electron-ion
coincidence experiments

Journal of Physics B: Atomic, Molecular and Optical Physics - Special issue on Frontiers of AMO
Science with FELs and Synchrotron Radiation, 53 244004 (2020)
https://doi.org/10.1088/1361-6455/abc146)

(M21) * J. Chiarinelli, A. R. Casavola, M. C. Castrovilli, P. Bolognesi, A. Cartoni , Feng Wang, R.
Richter , D. Catone, S. Tosic, B. P. Marinkovic and L. Avaldi

Radiation Damage Mechanisms of Chemotherapeutically Active Nitroimidazole Derived Compounds
Frontiers in Chemistry, 7 329 (2019)

(M21) * P. Bolognesi, V. Carravetta, L. Sementa, G. Barcaro, S. Monti, P. M. Mishra, A. Cartoni, M. C.
Castrovilli, J. Chiarinelli, S. To8i¢ , B.P. Marinkovi¢, R. Richter and L. Avaldi

Core Shell Investigation of 2-nitroimidazole

Frontiers in Chemistry, 7 151 (2019)

(M21) * P. Bolognesi, A. R. Casavola, A. Cartoni, R. Richter, P. Markus, S. Borocci, J. Chiarinelli,
S. Tosié, H. Sa’adeh, M. Masi¢, B.P. Marinkovié¢, K.C. Prince and L. Avaldi

Communication: “Position” does matter: The photofragmentation of the nitroimidazole isomers
Journal of Chemical Physics, 145191102 (2017)

doi: 10.1063/1.4967770

(M21) * P. Bolognesi, J. A. Kettunen, A. Cartoni, R. Richter, S. Tosic, S. Maclot, P. Rousseau,
R. Delaunay and L. Avaldi

Site- and state- selected photofragmentation of 2Br-pyrimidine

Physical Chemistry Chemical Physics, 17 24063 (2015)

doi: 10.1039/C5CP02601F

2.3. UcTpaxkuBame MexaHu3aMa pparMeHTanuje XaI0reHuX aHeCcTeTHKA

[TocToju MHOTO (hakTOpa KOjU JUKTHPAjy IpaBall U BEIMYMHY KIMMAaTCKUX mpoMeHa. [Ipe cBera,
JbyJCKE AKTUBHOCTH PE3YATHPA]y HCHYIITAmEM BEIHKE KOIWYMHE Pa3IMYUTHX XEMH]jCKUX
jenumema y aTMocdepy Koja yTHUy Ha )KMBOTHY CPEAMHY U 31paBibe Jbyau. C 063upoM 1a cy
nyrokuBeha jenumema Koja caapke XJOp M OpoM IHUPEKTHO OATOBOPHA 3a YHUINTABAHE
cTpaToc(epcKor O030HCKOI OMOTaya, IOCIEAmUX ToAWHA ToceOHa mnaxma mnocBeheHa je
XaJOreHNM aHEeCTETHIMa M HBUXOBOM JONPHHOCY M YTHIA]y Ha KIMMaTcke rnmpomene. Hamwme,
MHXaJAlMOHN aHECTETHIIM Ce BEOMa MAJIO METAOOIMYKU MEHajy PUIMKOM KIMHUYKE ynoTpeoe,
0CTajy y HEIPOMEH-CHOM OOJIMKY M Ka0 TaKBHM MOTY 3aBpIIE y aTMOC(EpH 0K MOJEKYIH HEKHX
aHeCTeTHKa ca JYT'MM BPEMEHOM KMBOTa MOTY cTHhu U y cTparocdepy y 3HaUajHUM KOJIMYMHAMA.
Kao pesynrar porojoHnzanmje THX MOJIEKyJIa HACTA]y paauKaliy KOjU Be3yjy 030H M Ha Ta] HAYMH
JTUPEKTHO YTUUY Ha YHUIITABAKHE 030HCKOT OMOTAYa.

VY okBHUpY 0OBe UcTpakuBauke Teme kojy je Cama Tommh mokpenyma, y capajmu ca Kojierama 13
CNR-ISM, wu3BpiieHa je OICeXHA U JeTajbHa CTyauja o MexaHm3Mmy (oTtodparmenraiuje



Mmonekyna xanoreHa (C;HBrCIFs) jennor ox Hajuemrhe KOpuIIEeHMX XalOTEHHX aHECTeTHKa (y
nopehemy ca JpyruM HCHApbMBHM AHECTETUIMMA M3 HCTE Tpymne (XaJIOTeHH30BaHU
XJIOpO(IIyOpOYTJHEHUIIN) OBAj areHC KOju calp>kKu OpoM je jelaH oJ] HajaKTMBHUJUX areHaca y
CMamelky O30HCKOT omoTava). [IpenuvmuHapHu A00MjeHM pPE3yJaTaTH TIO0Ka3yjy HEKOJIHUKO
pa3NUYUTUX MyTeBa (parMeHTallje Koju caapxe pparMeHTe youeHe y armocgepu.

Takohe je ncnuTHBaHa (QparMeHTalnMja U JPYTUX XaJIOTEHUX AHECTETHUKAa, OJHOCHO MOJIEKYIa
ceBopaypana (CsH3F,0), endnypana (C3HoCIFsO) u m3odmypana (C3HoClFsO). Awnamuza
noOMjeHNX MaceHUX CIeKTapa, CrieKTapa J0OHjeHUX U3 KOMHITUACHIH]e POTOeNeKTpOH-(POTOjOH
u NEXAFS (near edge X-ray absorption fine structure) cmekTapa OBHX MOJIEKYNla je y TOKY.
[TpenuMHUHAPHU PE3YNITATH Cy IPE3CHTOBAHM y BUYy HEKOJIHMKO CAOIIITeHa Ha KOH(PEepEHIIHjaMa.

3. EJIEMEHTHU 3A KBAJIMTATUBHY OLIEHY HAYYHOT JJOITIPUHOCA
3.1. KpasuTer Hay4YHHX pe3yJTara
3.1.1. Hayunu nueo u 3nauaj HayyHux pe3yimama, ymuyaj Hay4uHux paoosda

Cama Tommh je y cBOM JocajamimbeM HaydHOM paay oOjaBuia ykynmHo 18 pamoBa y
Mmehynapogaum yaconrcuma ca ISI nucre, ox gera 15 kareropuje M21 (BpxyHcku MelyyHapoaHH
4acomucH), 2 kareropuje M22 (ucraknyru MelhyHapoaHu yacomucH) u 1 pan y kareropuju M23
(mehynaponuu yacomnucu). Takohe je oGjaBunma 1 pax kareropuje M52 (pag y HCTaKHYTOM
HallMOHATHOM 4Yacomnucy), 1 kareropuje M31 (mpenaBame 1o Mo3uMBY ca Mel)yHapOIHOT CKyIia
mTaMnaHo y uenuHu), | kareropuje M32 (mpenaBame MO TO3MBY ca Mel)yHapoIHOT cKyma
mTaMIaHo y u3Boay), 9 kareropuje M33 (caommTeme ca Mel)yHApOIHOT CKyIa IITaMIIaHO Yy
nenunu), 28 xareropuje M34 (caommreme ca MehyHapOIHOr CKyma LITaMIAHO y M3BOAY), 2
kareropuje M61 (mpenaBame 1Mo MO3UBY ca CKyIa HAIIMOHAJIHOT 3HaYaja IMITaMITAaHO Y IIEJIMHHM ), 2
Kareropuje M63 (caonmTeme ca CKyIa HallHOHAIHOT 3Hayaja IITaMIIaHo y IeJIMHU), 3 KaTeropuje
M64 (caommTeme ca CKyna HallMOHAJTHOT 3HauYaja IITaMIIAHO y W3BOAY). Y JETHOM MEPHOIY
HAYYHOT paja 00jaBJbHBaja je paJoBe MO/ Mpe3uMeHoM MuncaBibeBuh.

Kanaumatkuma je HaKOH MPETXOAHOT M300pa y 3Bamke HayYHH CapaJHHUK oO0jaBmia 8 pajoBa y
MehyHapoaaum yvaconucuma ca ISI mucre. Onx Tora, 6 pamoBa cy kareropuje M21 (BpXyHCKH
Mmehynapoanu yaconucn),l pax je katreropuje M22 (uctakHyTH Mel)yHapo1HU yaconucu) u 1 pax
y kareropuju M23 (mehynapoauu yacormcu). [Topen Tora, o6jaBuna je 1 pag xareropuje M31
(mpenaBame 1o MO3UBY ca Mel)yHapOIHOT CKyIla IITaMIIaHO y LeIuHU), | pax kareropuje M32
(mpenaBame MO TMO3WBY ca MehyHapomgHOr cKyla mTamMmaHo y H3BOAy), 2 Karteropuje M33
(caommTere ca MehyHapomHoOr ckyma IITaMIlaHo y LeIuHM), 16 pamoBa kareropuje M34
(caommTeme ca MelyyHapOoIHOT CKyIa mTaMmaHo y u3Boay). Takohe, Ouma je jeman oa ypeaHuka
300pHHKa caomuTema Mel)ynapoasor ckyna (M36).

[Ter Haj3HAYajHUJUX paIOBa:

1. (M21) P. Bolognesi, A. R. Casavola, A. Cartoni, R. Richter, P. Markus, S. Borocci, J. Chiarinelli,
S. Tosi¢, H. Sa’adeh, M. Masi¢, B.P. Marinkovi¢, K.C. Prince and L. Avaldi

Communication: “Position” does matter: The photofragmentation of the nitroimidazole isomers
Journal of Chemical Physics, 145 191102 (2017)



doi: 10.1063/1.4967770
(UD 2.965, untupan 15 myra)

2. (M21) P. Bolognesi, J. A. Kettunen, A. Cartoni, R. Richter, S. Tosic, S. Maclot, P. Rousseau,
R. Delaunay and L. Avaldi

Site- and state- selected photofragmentation of 2Br-pyrimidine

Physical Chemistry Chemical Physics, 17 24063 (2015)

doi: 10.1039/C5CP02601F

(MD 4.493, untupan 22 myra)

3. (M21) S. D. Tosi¢, V. I. Kelemen, D. Sevié, V. Pejéev, D. M. Filipovi¢, E. Yu. Remeta and

B. P. Marinkovi¢

Elastic electron scattering by silver atoms

Nuclear instruments & Methods in Physics Research Section B-Beam Interactions with Materials and
Atoms, 267 283 (2009)

doi:10.1016/j.nimb.2008.10.060

(U 1.156, untupan 19 myra)

4. (M21) S. D. Tosi¢, M. S. Rabasovi¢, D. Sevié, V. Pejéev, D. M. Filipovi¢, Lalita Sharma, A. N.
Tripathi, Rajesh Srivastava and B. P. Marinkovi¢

Elastic electron scattering by a Pb atom

Physical Review A4, 77 012725 (2008)

doi: 10.1103/PhysRevA.77.012725

(D 2.908, mutupan 17 myTa)

5. (M21) S. Milisavljevié, D. Sevi¢, V. Pejéev, D. M. Filipovi¢ and B. P. Marinkovié¢

Differential and integrated cross sections for the electron excitation of the 4! P, state of calcium atom
Journal of Physics B: Atomic Molecular and Optical Physics, 37 3571 (2004)

doi: 10.1088/0953-4075/37/18/002

(UD 1.969, untupan 14 myra)

[IpBu pan (Journal of Chemical Physics, 145 191102 (2017)) ypahen je Ha cuaxporpony Elettra y
Tpcry na racunoj muanju (GASPHASE). KomOnHOBaH eKCIEpUMEHTATHN U TEOPUC]KH TIPUCTY j€
KopumtheH y mnpoydaBamy MexaHu3Ma (QparmeHTtanuje Moiekyna wumugazona (Cs3HaN»),
nutpoumugazona (C3HiN3O2) u merosa tpu u3omepa (4-, 5- u 2-Hutponmuaazona). Pesynratu
MaceHe CIIEKTPOMETpPHje U EJIEKTPOH-JOH KOWHIMJIECHTHE CIIEKTPOCKONHMje I0Ka3zyjy OuTHe
pasnuke y (parmeHtanuju uHIykoBaHo] VUV 3pademeM. Y EKCIIEpUMEHTY je€ TMOKa3aHOo Ja
MI0CTOj€ MEXaHU3MHU KOjH J10Bojie 10 ociiobahama HeyTpana kao mto ¢y NO, CO u HCN xoju
MMajy CHaXkKaH yTHUIaj Ha Owiomku matepujan (henuje) ma Kao TaKBH MOTY Jla UMajy 3Ha4yajHy
yIOTY Y MEXaHHU3MY JIeJIOBaba PalMOCEHCUTAj3ep MOJIeKysa y TOKY paauoTepanuje. KoHkpeTHu
HAYYHH JIOTIPUHOC KaHIUJATKUILE Y pealHn3alrjyd pe3yaTara ce Orjie/ia y aHaJIM3H MAaceHUX H
NEXAFS cnekrapa mro je camocTainHo ypaauia. EreMeHTr MpuMemUBOCTH JOOH]CHUX HAyYHUX
pe3yaTara IOCTOje, MOCeOHO y NPHUMEHH paauoTepanuje U ynorpede paanoceHCUTaj3epa
(moTBpheHa pa3nuka y JeT0OTBOPHOCTH U30Mepa 4-HUTPOMMHIIa30J1a y OJTHOCY Ha M30MEpPEe UCTOT
MOJIEKYJIa KOJU C€ Y MEIUIIMHN KOPUCTU Ka0 PaliOCEHCUTaj3ep).

ExcriepuMeHTanHa MCTpaKuBama MPE3CHTOBaHA y ApyroMm pany (Physical Chemistry Chemical
Physics, 17 24063 (2015)) cy nobujeHa Ha cuaxpotpony Elettra u Jlabopatopuju MHcTHTYyTa 32
UCTpaXuBame MaTepuje y Pumy. Y oBoM pany KaHauAaTKUba je IpoyvyaBaia Moryhe MmexaHu3ame



panujanuoHor omTehema Kao MUPEKTHY MOCIETUIy ancopnuujy X 3pauema y XaJloreHUM
nepuBaTUMa nupuMuanHA (2Br-mupumunnaa u SBr-nupuMuanHa) Koju MpeIcTaBibajy 3HAa4ajHy
KJIaCy paJuOCEHCHUTaj3ep MOJIEKya. Y eKCIepUMEeHTUMA je KopuitheHa KOMHIUACHTHA TeXHUKA
r7ie Cy KOHA4YHHM MPOM3BOJU KapaKTEPUCTUUHOT (hOTOJOHHU3AIMOHOT TIpolleca y KOpelamnuju ca
BPEMEHOM IIpH YeMy ce 100Hjajy jeanHcTBeHe HHpopmalje o poTodparmeHTannju nocMaTpaHOT
Mosnekyina. [lokaszano je na y monekyny nupumuauia CsHaN> dparmenTaiyja 3nauajHo 3aBUCH O]
eHepruje GOTOHa Tj. 3aBUCH OJ1 TOTA Jia JIH j€ Y MUTamky Pe30HAHTHA eNIEKTPOHCKa eKcuuTanuja 1s
eJIEKTPOHA M3 HAjHIDKE JbYCKE TPU HECKBUBAICHTHA YIJbEHUKOBA aTOMa HIIM jEJHOT aTOMa a30Ta
y BUIILy HETMONYHEHY BE3UBHY MOJIEKYJCKY T* opOutany. Pesyntatu mepema Ha MOJIEKyJInMa
2Br-nmupumuanHa U SBr-nmupumuanHa Takohe ykasyjy aa je pparmenrtanuja Mojekysa GyHKIHja
CYIICTUTYEHAaTa M HBHXOBOT I0JIOKaja y MpCcTeHy nupuMuanHa. Kao u y MmepemuMa Ha MOJIEKYITy
HUTpoMMHAa301a (TIPBU paa) , 1 oBje ce crerneH yuemha Came Tomuh y peanusanuju pesynrara
orJie[la y paBHONPABHOM yuelihy y eKCIIepUMEHTAIHOM JIeNly paja U CaMOCTAJIHO] aHAJIHM3H JieNa
nobujenux pesynrara (macenn, NEXAFS, XPS cniektpn).

VY tpehem pany (Nuclear instruments & Methods in Physics Research Section B-Beam Interactions
with Materials and Atoms, 267 283 (2009)) npe3eHTOBaHa Cy €KCHEPUMEHTAIHA M TEOPH]jCKa
UCTPa)KMBaa €J1aCTUYHOT pacejama eIEKTPOHA CPEAhbIX €HEpIrija Ha aTOMUMa cpedpa, pu yemy
je Cama Tommmh gana KJby4HH TOIPUHOC EKCIIEPUMEHTAIHOM JeTy (Mepema, aHaIn3a U TyMaueHhe
M3MEPEHUX pe3yiTaTa). YTaoHe 3aBUCHOCTH AUEpEeHIMjaTHUX MPEeceKa 3a MOCMaTpaHu MPOIEC
cy u3mepeHe Ha amaparypu ESMA y Uucturyty 3a ¢usuky y beorpagy. CBa mepema cy
U3BpILICHA Y peXUMY OMHApHUX CyJapa TEXHUKOM YKPIITEHUX MJIa3eBa — €JEeKTPOHCKOT Milaza
MIPOU3BEICHOT Y €JIEKTPOHCKOM TOIy M e€(y3MOHOI MJla3a aTOMa METaJla 3a eJIEKTPOHE y OICEry
enepruja oa 10eV mo 100eV. Teopujcku npopauyHu cy ypaheHu KOpuUIThemeM KOMIIJIEKCHOT
ONTHYKOI TOTEHNHMjana (yKJbydyeHa CIMH-OpOWTHA UHTEpakiuja) ca u 0e3 amcopuuyje.
ExcriepymMeHTanHe ancoiyTHE BpPEIHOCTH Ipeceka A00HjeHe Cy U3 OAHOCAa HWHTEH3UTETa
eIaCTMYHOT U HeeJacTUYHOT CHTrHala (Hepas/[BojeHa pe3oHaHTHa TuHuja cpedpa 4d!%5p 2Py, 32)
Ha yray 10° Ha cBakoj ymaaHO] EHePTrHju EIEKTPOHA.

ExcniepumeHTaiHM pe3ynaTaTH MPEeACTaB/bEHU Y 4eTBPTOM pany (Physical Review A, 77 012725
(2008)) cy Ttakohe nobujenu y Mucturyry 3a ¢pusuxy y beorpany. Ilopen tora, npukazanu cy u
pe3yATaTH TEOPH)CKUX CTY/AMja €JaCTHYHOT pacejama eJIeKTpOHa Ha aToMHMa oJioBa. M3mepeHa
j€ yraoHa pacrojiesia eIacTUYHO pacejaHuX eJIEeKTPOHA Yy CpPeleM eHepreTckoM orcery 10 100
eV Ha yrioBuma pacejama oa 10° mo 150° (Ha yrimoBuma pacejama MambuM o1 10° Mepema HUCY
onpalena 30or Mmoryher yTuiaj mpuMapHOT eJIEKTPOHCKOT CHOIIA) U U3padyHaTH Cy oAroBapajyhu
WHTETPAIIHA Tpecenn (MHTETpalHH, 3a TPEHOC HWMITYyJIca, 3a BHCKO3HOCT). 3a TEOPHC]KO
MOJICJIOBakbe KOpPHUIINEH je METOJA pEeNaTUBHUCTUYKOT OINTHYKOI MOTEHIMjala Kopuirhemem
Hartree-Fock u Dirac-Fock Tamacaux ¢ynkmuja. JloOujeHn pesyaTaTd Cy NpeacTaBbalu
HACTaBaK HAIIMX PAHUJUX MCTPAXKHUBAHA MPOLECa HEETACTUUHOT pacejama y CUCTEMY €JIEKTPOH-
aToM ojoBa. M y oBOM ciy4ajy KaHAMJATKHbA j€ Jaa KJbYYHHU JOMPHUHOC EKCIICPUMEHTATHOM
neny pajaa. Panuna je Ha pa3Bujamby METOJIONIOTHj€ Meperba, IPe CBEra Ha KOHCTPYHUCAhy CUCTEMA
nehu 3a Tormspeme MeTala y yCIIoBUMa BUCOKOT BaKyyMa U JJ0OHjamby aTOMCKOT MJla3a METe aToMa
MeTaja KOju UMajy BUCOKY TEMIIepaTypy TOIJbea.

[letu pan (Journal of Physics B: Atomic Molecular and Optical Physics, 37 3571 (2004)) naje
TpUKa3 eKCIepUMEHTAIHOT IPOyYaBama eleKTpoHcKe ekcuuTtanuje 4'P cTama aToMa Kanmujyma.



Cama Tommh je yduecTBOBana y Mepemy, paauia je Ha aHATU3U pexuMa paja nehu 3a merasne,
KaMOpaIuju U TECTUPakhy EKCIIEPUMEHTATHOT ypehaja, Ha METOAO0JOTHJH MEPeHha PEIaTHBHUX
mpeceka M J00Mjamy ancoJIYTHHX BpPEOHOCTH AM(EpeHLHjaTHUX MpeceKka NPUMEHOM
onrosapajyhe rexnuke Hopmanm3anuje. Takole je nana KibydaH JOMPUHOC B Y 00paid U TyMadewy
eKCIIepUMEeHTATHUX pe3yiaraTa. [lo mpBu myT cy u3mMepeHH AuQepeHIrjaTHd TPecelld y MPOoLecy
OMHApHUX CcyJapa eJIeKTpoHa cpeamux eHepruja (mo 100eV) ca aromuma Kaimujyma
KopuuthemeM MeToJie YKpIITeHux miaseBa. Oapalena cy Mepema Ha MajluM YIJIOBUMaA pacejarmba
(om 1° mo 10°) m na yrmoBuma ox 10° go 150°. IIpBa rpyna Mepema Ha MaJIMM YTIIOBUMA je& TTOCEOHO
3Ha4ajHa 300r mpoleca HopMupama. Haume, npBo Cy arcosiyTHe BpeJHOCTH TU(pEpEeHINjaTHOT
Mpeceka Ha MajuM YIJoBHMa J00HjeHEe HOPMHpAmkeM Te€HEpPAIMCAaHE jaudHE OcIuiIaTopa Ha
OINTUYKY jJaYMHY OCLMJIATOPA 32 IaTO CTALE A 3aTUM Cy Mpecely Ha BehuM yriioBuma jeIHOCTaBHO
,3alIUBEHU Ha Tako JoOHjeHe arcoiyTHe mpeceke. JludepeHuujamnu mnpecenn Cy
excrpanonucanu 10 180° u u3pauyHaTu cy U MHTEIPaIHU IPECEK, IPECEK 3a IPEHOC UMITyJIca U
3a BHUCKO3HOCT. Pesynratm cy mopehenn ca mocrtojehum TeopwjckMM MpOpavyHOM
(penaTUBHCTUYKU METO]T M300JIMUCHUX Tajaca).

Pesynratu 10 KOjuX je JouUIa KaHIUIATKUEa M KOJU Cy MpPEJCTaBJbeHU y pagoBuma 3, 4 u 5
MPEACTaBJbajy 3HAYajaH HAyYHU JOMPUHOC pa3yMeBamy HMHTEPAKIMje €JICKTPOHA ca aTOMHUMa
MeTaia, moceOHo TemkuM atoMuMa (Ag u Pb) a y ucto BpeMe npeacTaBibajy puropo3aH TecT 3a
HOBE M KBaJUTETHHU]E TMpOpadyHe HMHTEPAKIH]E €IEKTPOHA Ca aTOMUMa KOJU MMajy PEIaTHBHO
BEJIMKH OpOj €NEKTPOHA.

3.1.2. Illo3umuena yumupanocm HaAy4HUX pacosa

ITpema Web of Science/Scopus nurataum 6a3ama, Hayunu pagosu 1p Camwe Tommh nutupanu
cy 171/210 myra, ogaocHo 134 myra 6e3 camorutara (h-index=9).

3.1.3. Ilapamempu keanrumema paoosa u waconuca

3a mpoIeHy KBAJIMUTETA Yacoluca y KOjuMa Cy paJoBH MyOJIMKOBAaHH Y HACTaBKy Cy MpHKa3aHe
KaTeropuje Jacomnuca U BUX0B (PakTop yTuiaja, ogHOCHO UMNakT dakrop — D (HaBemeHa je
HajOosba BPEAHOCT M3 IIepUo/a /10 JIBe FOJMHE YHa3aa o] Kaja je paz objasbeH). [logByduenu cy
(dhakTOpH yTHIIaja Yacomuca y KojuMa cy 00jaBJbeHH paJOBH HAKOH MIPETXOIHOT N300pa y 3Bamke.

Kareropuja M21

6 panoBa y Physical Review A (UD 3.140, UD 2.991, UD 2.908 3a nBa pana, UD 3,047 3a nBa
pana);

2 panay Frontiers in Chemistry (AD 4.155 3a 06a pana);

1 pan y Journal of Chemical Physics (LD 2.969);

1 pan y Physical Chemistry Chemical Physics (LD 4.493);

3 pana y Nuclear instruments & Methods in Physics Research Section B-Beam Interactions with
Materials and Atoms (N® 1.266, UD 1.156 3a nBa pana)

2 pana y Journal of Physics B: Atomic Molecular and Optical Physics (U® 1.913, U® 1,969)

Kareropuja M22



1 pan y Journal of Physics B: Atomic, Molecular and Optical Physics - Special issue on
Frontiers of AMO Science with FELs and Synchrotron Radiation (U® 1.917)
1 pan y Radiation Physics and Chemistry (1® 0.934)

Kareropuja M23
1 pany Topical Review - Molecular Physics and Chemical Physics. Eur. Phys. J. D (LD 1.425)

VYkynan nmnakt-akrop pagosa aAp Came Tommh m3nocu 45.549, a daxrop yrunaja pagora y
Nepuoly HaKOH M300pa y MpeTXoaHo 3Bame je 25.245. Hayuynu HUBO M 3Hayaj pe3ynirara je
WCKa3aH KpO3 YHMIbEHHILy Ja Cy PafoBH MyOJMKOBAaHHM y PEHOMHPAHHMM 4YacONHCHMa KOjU
NPEJCTaBbajy peepeHTHE Yaconuce y 00JIaCTH aTOMCKE, MOJIEKYJICKE U XeMH]jCKe (PU3HKeE.

JlonatHu OMOIMOMETPH]CKHA TIOKA3aTeJbM IpeMa YIYTCTBY O HAauyWHY IHCamkha HW3BEIITaja o
n300prMa y 3Bama Koje je yCBOjHo MaTu4HU Hay4HU 000D 3a GU3UKY IIpHUKa3aHu cy y cienehoj
Tabenu:

No M CHUIT
YKymHO 25.245 56 7.452
YcpenmeHo o YlIaHKy 3.156 7 0.931
YcepenmeHo 1no aytopy 2.596 5.89 1.44

3.1.4. Cmenen camocmannocmu u cmenen yueuitha y peanuzayuju paooea y HayuHum
YeHmpuma y 3em/olu U UHOCHPAHCMEY

Jp Cama Tommuh je HakOH o10paHe TOKTOPCKE JUCEPTAIH]je 3arovelia CaMOCTallaH HayqHU pajl y
okBHpy Jlaboparopuje 3a aTomcke cynapHe npouece Mucturyra 3a ¢pusuky y beorpany. Hakon
o6opaBka y CNR-ISM (Istituto di Struttura della Materia ) y Pumy, passuna je u mehynapoany
capajmy ca ucTpaxxuBaukoM rpymom 1ip [Taone bonomesu. Capaama je peannzoBana kpo3 ydenrhe
Ha Hekonuko Beamline GASPHASE Elettra synchrotrone Trieste mpojekara (#20135431 “Energy
flow in halogenated pyrimidines studied by site- and state-selective fragmentation”; #20150216
“Investigation of the fragmentation mechanisms of nitroimidazole radio sensitisers”; #20160070
“Investigation of the radiation damage mechanisms of chemotherapeutically active nitro
compounds”). 3axBasbyjyhu oBoj capaamu, Cama Tommh cTudye eKCriepuMEHTATHO UCKYCTBO U
nokpehe ucrpaxuBauky Temy MHTepakiuja ¢oToHa ca MOJIEKyIMMa XaIOTeHUX aHecTeTuka. buna
j€ TTIaBHM UCTpakuBad Ha mpojekty #20180158 “Investigation of the fragmentation mechanisms
of halogenated anesthetics” (Beamline GASPHASE Elettra synchrotron Trieste). Pe3ynrart ose
capanme je 6 pamoa kareropuje M21, jeqHo mpenaBame 1mo mo3uBy (M32) u Bullle caomnimrema
Ha MehyHapoHUM KoH(pepeHujama (M34).

PykoBoauna je ca cpricke cTpaHe 3ajeTHIYKHM MPOJEKTOM y OrIaTepanHoj capaamy ca Mtamujom
ol moceOHor 3Haudaja - Research projects of particular relevance (Grande Rilevanza) selected
within the frame of the executive programme of scientific and technological cooperation between



Italian Republic and Republic of Serbia — Research area: Mathematics, Physics, Chemistry and
Biology: “A nanoview of radiation-biomatter interaction” (2016 —2018). Taxohe je y mpeTxogHOM
nepuoy Ouila aHTaXoBaHa Ha MpojeKTy ,,Nanoscale insights in radiation damage® (Grande
Rilevanza 2014-2015) mox pykoBoactBoM 1p bpartucnaBa Mapuakosuha.

Kao unan core rpyne COST akuuje CA18212 MD-GAS “Molecular Dynamics in the GAS phase”
(2019-2023), akTUBHO y4YeCTBYyje Yy HCHOM paay M aKTUBHOCTHMA. HajBaxHUju pe3ynTatu
capajiibe KOja je OCTBapeHa Yy OKBHPY OBE aKI[fje, MPEICTaBJbEHU CY Yy MPErJIeTHOM pany
“Roadmap on dynamics of molecules and clusters in the gas phase”, Topical Review - Molecular
Physics and Chemical Physics. Eur. Phys. J. D 75, 152 (2021).

3.1.5. Hazpaoe

Cama Tommh je nooutHuua Harpaae /lpogh. op Jbybomup Hupkosuh 3a HajOOTBU MaruCTapCKu
pan onopameH Ha Gusnukom pakynrety 2006. rogune kao u CryaeHTcke Harpanae MHcturyra
3a ¢pusuky 2007. 'onune

3.1.6. Enemenmu npumeHnsugocmu HayuHux pezyimama

['enepanHo, UCTPAXKUBAHE MPOIECA HHTEPAKIIM]E CHHXPOTPOHCKOT 3pavyerma ca OMOMOJIEKyITuMa
uMa (GyHIaMEHTAJIHU 3Ha4ya] W TpyXka BaKHE IMOJATKE 3a HCTPaKUBama, Ipe CBera y
OMOMEUIIHH T/I€ Ce MOCTeIHUX roJInHa moceOHa NaKikba MOKIIamka MPOyYaBamky paaujaluoHOT
omrehema )KUBE MaTepHje y MUJbY MPOHATIAKEHAa HOBUX €(DUKACHUJUX METOJA Y JIeUCHhY HEKHX
Temkux OonectH. EneMeHTH NPUMEHUBOCTH KOHKPETHHX HAYYHUX pe3yaTara I00HjeHUX Y
OKBHpPY OB€ TEMaTHUKE IIOCTOje, TOCEOHO Yy TPHUMEHHM pajguoTepanvje u ymnorpede
panuoceHcuTaj3epa (moTBpheHa pasinka y AeJI0TBOPHOCTH H3oMepa 4-HUTPOUMUAa3051a y OTHOCY
Ha M30Mepe UCTOT MOJICKYJIa KOJH C€ Y MEIUITMHN KOPUCTHU Ka0 PaIuOCECHCUTA]3ED).

Pesynrtatu 1006MjeHN Yy OKBUPY TEMaTHKE pacejama eJIeKTPOHA Ha aTOMHMa MeTaja IPeCcTaBibajy
yJa3He mojartke 3a ekcneprcke mporpame EELS ananuse W kao TakBU 3HA4YajHU Cy €JIEMEHTH
oarosapajyhux 6a3a nogaraka. EELS (Electron energy loss spectroscopy) TeXHHKa ce KOPUCTH 32
opehuBame aTOMCKE CTPYKTYPE M XEMH]JCKUX CBOJCTaBa Y30pKa, YKJbY4yjyhul THI U KOJTUIHHY
IPUCYTHUX aTOMa, XEMUJCKO CTame aToMa U eeKTe KOjU HACTajy Kao MOCIeauIa HHTepaKIyje
aToMa ca CyCeHUM aTOMHMa.

3.2. AHra:koBaHocrt y gopmMupamy Hay4YHHX KaJApoBa

Cama Tommh je Onna unan Komucuje 3a TakmMuuera U3 pU3MKe yIeHUKA CPEABbUX IIKOJIA
(mxoncke 2011/2012, 2012/2013).

3.3. Hopmupame 0poja KoayTOpCKHX PajgoBa, MATEHATA U TEXHUYKHUX peliermha

VY nepuoay HaKOH MPETXOTHOT n300pa y 3Bambe Cama Tommuh je o0jaBuia 8 pagoBa, 0 KOjUX ce
2 pauyyHajy ca IyHOM TEXHHOM JIOK je Ha 6 pagoBa Buie of 7 ayropa. Hopmupame M 6omoBa
ypaheHo je 1o npaBHJIHUKY a OCTBapeH U HOpMHUpaH Opoj M moeHa npukasas je y Tabenu y nemy
4. EneMeHTH 32 KBAHTHTATHBHY OLIEHY HAYYHOI JONMPHHOCA KaHAMAaTa. YkynaH 6poj M
noeHa je 72.7, HopmupaHux noexHa uma 51.58 mto je u3Hax 3axTeBaHor 6poja 6010Ba 3a U300p y
3Bab€ BUIIN HAYYHH CapajHUK.



3.4. PykoBoheme npojekTMa, MOTNPOjeKTHMA U MPOjeKTHUM 3aaliuMa

Cama Tommh je 6una pykoBoauial ounarepaiHor npojekra Republic of Serbia — Italy, 2016 —
2018: Research projects of particular relevance (Grande Rilevanza) selected within the frame of
the executive programme of scientific and technological cooperation between Italian Republic and
Republic of Serbia — Research area: Mathematics, Physics, Chemistry and Biology “A nanoview
of radiation-biomatter interaction®.

Takohe, Ouna je riaaBHM UCTpakuBad Ha npojekTy #20180158 “Investigation of the fragmentation
mechanisms of halogenated anesthetics” (Beamline GASPHASE Elettra synchrotron Trieste).

Ha npojexty OU 171020 ,,®usuka cygapa u GoTo mpoiieca y aTOMCKuM, (OHM0)MOJIEKYIapHUM U
HAHO CHUCTEMHMa” PYKOBOJAMIIA je 3a1aTkoM uHTepakiuja VUV 3pauema ca MOJIEKYJIOM XaJoTeHa
Ha TeMu 3.1 ucTpaknBama HHTEPAKIIM]ja CHHXPOTPOHCKOT 3padewmka ca (0Mo)MOoIeKyIma.

3.5. AKTHBHOCT Y HAYYHHMM U HAYYHO-CTPYYHHUM JAPYIITBHMA

- Unan Onespema JpymrBa ¢pusznuapa CpOuje 3a HaydHa HCTPAXKUBaKkHa U BUCOKO 00pa30oBamke y

Opcexy 3a aTOMCKY M MOJICKYJICKY (PU3HKY.

- Wran Komucwuje 3a Takmudema 3 Gu3nke ydeHuKa cpeamux mkoa (mmxoscke 2011/2012,

2012/2013).

- Wran HaygHOT KOMUTETa Mel)yHapOJHUX HAYYHUX KOH(PEPEHIIH]ja:

SPIG 2018 (http://www.spig2018.ipb.ac.rs/committee.html),
SPIG 2020 (http://spig2020.ipb.ac.rs/committee.html)

- YUnan nayuysnor komutera 2nd general meeting of the COST Action CA18212

(https://mdgas.eu/single event.php?post-slug=2nd-general-meeting-of-the-cost-action-cal8212)

- Unan core rpyne COST akuuje Molecular Dynamics in the GAS phase MD-GAS CA18212

(STSM u ITC grants koopaunaTop). (https://mdgas.eu/core group.php)

- Unan opraHn3alnoHUX KOMUTeTa Mel)yHapoIHUX HaydyHHX KOH(pepeHuuja:

e POSMOL 2019, XX International Workshop on Low-Energy Positron and Positronium
Physics, XXI International Symposium on Electron-Molecule Collisions and Swarms 18
- 20 July 2019, Belgrade, Serbia.

e COST Action CM 1204 (XUV/X-ray light and fast ions for ultrafast chemistry) Working
Group 2 Expert Meeting on Biomolecules, April 27-30, 2015, Fruska gora, Serbia

e 27" Summer School and International Symposium on the Physics of Ionized Gases -
SPIG 2014, 26 — 29 August 2012, Belgrade, Serbia.

e 5" International Conference on Elementary Processes in Atomic Systems - CEPAS, 22-
24 June 2011, Belgrade, Serbia.

e 23" Summer School and International Symposium on the Physics of Ionized Gases -
SPIG 2006, 28 August - 1 September 2006, Kopaonik, Serbia.

- Ypennuk 300pHHKa pagoBa ca mehynaponne koungpepenmnnje POSMOL 2019, XX International
Workshop on Low-Energy Positron and Positronium Physics, XXI International Symposium on
Electron-Molecule Collisions and Swarms 18 - 20 July 2019, Belgrade, Serbia
(http://posmol2019.ipb.ac.rs/ files/Book POSMOL2019 Online.pdf)



3.6. YTHIaj HAYYHHX pe3yJITaTa

VY THIIajJHOCT HAYYHHUX PaioBa KaHAWJIATKUILE j€ HaBeneHa y oaesbiinMa 3.1. KBaaurer HaydHuX
pesyarara. [lyH ciucak pamoBa JaT je y OJIeJbKY S, JOK Cy MOJAIH O IIUTHPAHOCTH HABEACHH
HAaKOH CITHCKa CBUX PaJIOBa.

3.7. KoHKkpeTaH 1ONPHHOC KAHAWIATA Y PeaIN3alMji PaJ0Ba y HAYYHUM LEHTpUMa y
3eM/bH H HHOCTPAHCTBY

3a BHILIE IeTajba O JONPUHOCY KaHAUIATKUILE Yy pealn3aliji paJoBa y HAydHUM HEHTpUMa y
3eMJbM U HOCTPAHCTBY norneaaTtu ojaesbak 3.1.1. Hayunu nueo u 3nauaj nayunux pesyaimama,
ymuuaj nayunux paooea v 3.1.4. Cmenen camocmannocmu u cmenen yueuwtha y peanuszayuju
Paoosa y HayyHuM YEeHmpuma y 3emusui U UHOCHPAHCE).

3.8. YBoaHa npenaBama Ha KOH(epeHIHjaMa, IPyra npeaaBamba U AKTUBHOCTH

- Sanja D. Tosié¢

Measurements of differential cross sections for elastic electron scattering and electronic
excitation of silver and lead atoms

26th Summer School and International Symposium on the Physics of Ionized Gases — SPIG
2012, 27-31 August 2012, Zrenjanin, Serbia

- S. Tosi¢, P. Bolognesi, L. Avaldi, R. Richter and B. P. Marinkovi¢

Fragmentation of halothane molecule by synchrotron radiation

The Workshop on X-ray Interaction with Biomolecules in Gas Phase (XiBiGP), 28th Summer
School and International Symposium on the Physics of Ionized Gases — SPIG 2016, August
29th-Sept 2nd 2016, Belgrade, Serbia.

4. EJEMEHTH 3A KBAHTUTATUBHY OLIEHY HAYYHOT JJONPUHOCA
KAHJIMJATA

OctBapenu M-0010B1 KaHAUAATA Y NEPHOAY HAKOH NMPETXOAHOT N300pa y 3Bame

Kareropuja M f ;);Z;a Bpoj pazosa y‘éz;‘(*)gaM HOng;I:iI;o M
M21 8 6 48 33.43
M22 5 1 5 3.125
M23 3 1 3 0.357
M31 35 1 35 35
M32 15 1 I s
M33 1 3 5 5
M34 0.5 16 8 5.97




M36 1.5 1 1.5 1.5

Mé64 0.2 1 0.2 0.2

IMopehemwe ocTBapenor 6poja M-06010Ba ca MUHUMAJHUM YCJI0BUMA MOTPEOHUM 32 U300p Y
3Bame BUIIM HAYYHH CAPAIHUK:

Munumanan 6poj M 60/10Ba OcTBapeHo OcrtBapeHo

HOPMHUPAHO
VKyITHO 50 72.7 51.58
M10+M20+M31+M32+M33+M41+M42+M90 | 40 63 43.912
M11+M12+M21+M22+ M23 30 56 36.912

5. CIIMCAK OBJAB/BEHUX HAYUYHUX PA/IOBA

PagoBn y BpxyHckum MelhyHapoguum gaconucuma (M21)

Paoosu objaswenu Hakon npemxoono2 uzdopa y 36arbe

1. B. P. Marinkovic, S. D. Tesic, D. Sevic, R. P. McEachran, F. Blanco, G. Garcia and M. J. Brunger
Electron-impact excitation of the (4d'°5s) 2Si - (4d°5s2) D3 and (4d!°5s) 2S1/2 - (4d'%6s) 2S, transitions
in silver: Experiment and theory

Physical Review A, 104 022808 (2021)

https://doi.org/10.1103/PhysRevA.104.022808

IF 3.140, M =8

2. J. Chiarinelli, A. R. Casavola, M. C. Castrovilli, P. Bolognesi, A. Cartoni , Feng Wang, R. Richter , D.
Catone, S. Tosic, B. P. Marinkovic and L. Avaldi

Radiation Damage Mechanisms of Chemotherapeutically Active Nitroimidazole Derived Compounds
Frontiers in Chemistry, 7 329 (2019)

https://doi.org/10.3389/fchem.2019.00329

IF 4.155, Muorm= 4.44

3. P. Bolognesi, V. Carravetta, L. Sementa, G. Barcaro, S. Monti, P. M. Mishra, A. Cartoni, M. C.
Castrovilli, J. Chiarinelli, S. ToS§i¢ , B.P. Marinkovi¢, R. Richter and L. Avaldi

Core Shell Investigation of 2-nitroimidazole

Frontiers in Chemistry, 7 151 (2019)

https://doi.org/10.3389/fchem.2019.00151

IF 4.155, Muorm= 3.64

4. P. Bolognesi, A. R. Casavola, A. Cartoni, R. Richter, P. Markus, S. Borocci, J. Chiarinelli,
S. Tosi¢, H. Sa’adeh, M. Masi¢, B.P. Marinkovié¢, K.C. Prince and L. Avaldi

Communication: “Position” does matter: The photofragmentation of the nitroimidazole isomers
Journal of Chemical Physics, 145191192 (2017)

doi: 10.1063/1.4967770

IF 2.965, Muorm= 3.64



5. P. Bolognesi, J. A. Kettunen, A. Cartoni, R. Richter, S. Tosic, S. Maclot, P. Rousseau,
R. Delaunay and L. Avaldi

Site- and state- selected photofragmentation of 2Br-pyrimidine

Physical Chemistry Chemical Physics, 17 24063 (2015)

doi: 10.1039/C5CP02601F

IF 4.493, Muorm= 5.71

6. S. D. To§i¢, V. Pejéev, D. Sevié, R. P. McEachran, A. D. Stauffer and B. P. Marinkovi¢
Electron-impact excitation of silver

Physical Review A4, 91 052703 (2015)

doi: 10.1103/PhysRevA.91.052703

IF 2.991, M= 8

Paoosu objasmenu npe npemxoono2 uzbopa y 36arve

1. S. D. Tosié, V. Pejéev, D. Sevi¢, R. P. McEachran, A. D. Stauffer and B. P. Marinkovi¢

Absolute differential cross sections for electron excitation of silver at small scattering angles

Nuclear instruments & Methods in Physics Research Section B-Beam Interactions with Materials and
Atoms, 279 53 (2012)

doi:10.1016/j.nimb.2011.10.066

2.S.D. Tosi¢, V. L. Kelemen, D. Sevi¢, V. Pejéev, D. M. Filipovié, E. Yu. Remeta and

B. P. Marinkovi¢

Elastic electron scattering by silver atoms

Nuclear instruments & Methods in Physics Research Section B - Beam Interactions with Materials and
Atoms, 267 283 (2009)

doi:10.1016/j.nimb.2008.10.060

3. M. S. Rabasovié, S. D. Tosi¢, D. Sevi¢, V. Pejéev, D. M. Filipovi¢ and B. P. Marinkovi¢

Electron impact excitation of the 6s 2Si, state of In atom at small scattering angles

Nuclear instruments & Methods in Physics Research Section B - Beam Interactions with Materials and
Atoms, 267 279 (2009)

doi:10.1016/j.nimb.2008.10.056

4. M. S. Rabasovi¢, V. I. Kelemen, S. D. To§i¢, D. Sevi¢, M. M. Dovhanych, V. Pejéev,

D. M. Filipovi¢, E. Yu. Remeta and B. P. Marinkovi¢

Experimental and theoretical study of the elastic electron-indium atom scattering in the intermediate
energy range

Physical Review A, 77 062713 (2008)

doi: 10.1103/PhysRevA.77.062713

5.S.D. To§i¢, M. S. Rabasovi¢, D. Sevi¢, V. Pejéev, D. M. Filipovi¢, Lalita Sharma, A. N. Tripathi,
Rajesh Srivastava and B. P. Marinkovi¢

Elastic electron scattering by a Pb atom

Physical Review A4, 77 012725 (2008)

doi: 10.1103/PhysRevA.77.012725

6. S. Milisavljevié, M. S. Rabasovi¢, D. Sevié, V. Pejéev, D. M. Filipovi¢, Lalita Sharma,
Rajesh Srivastava, A. D. Stauffer and B. P. Marinkovi¢
Excitation of the 6p7s *Py states of Pb atoms by electron impact: Differential and intagrated cross

sections
Physical Review A, 76 022714 (2007)



doi: 10.1103/PhysRevA.76.022714

7. S. Milisavljevié, M. S. Rabasovi¢, D. Sevié, V. Pejéev, D. M. Filipovi¢, Lalita Sharma,
Rajesh Srivastava, A. D. Stauffer and B. P. Marinkovi¢

Electron-impact excitation of the 6p7s 3P, state of Pb atom at small scattering angles
Physical Review A, 75 052713 (2007)

doi: 10.1103/PhysRevA.76.052713

8. S. Milisavljevi¢, D. Sevi¢, R. K. Chauhan, V. Pejéev, D. M. Filipovi¢, R. Srivastava and
B. P. Marinkovi¢

Differential and integrated cross sections for the elastic electron scattering by calcium atom
Journal of Physics B: Atomic Molecular and Optical Physics, 38 2371 (2005)

doi: 10.1088/0953-4075/38/14/004

9. S. Milisavljevié, D. Sevié, V. Pejéev, D. M. Filipovi¢ and B. P. Marinkovi¢

Differential and integrated cross sections for the electron excitation of the 4' P state of calcium atom
Journal of Physics B: Atomic Molecular and Optical Physics, 37 3571 (2004)

doi: 10.1088/0953-4075/37/18/002

PagoBn y ncraknyrum meljynapoguum yaconucuma (M22)

Pao objasmenu nakon npemxoono2 uzbopa y 36arbe

1. P. Bolognesi, A. Kettunen, P. O’Keeffe, R. Richter, A. Cartoni, A. Casavola, M. Castrovilli, S. Tesic,
B. Marinkovic and L. Avaldi

Inner shell photofragmentation of 2Cl-pyrimidine studied by mass spectrometry and electron-ion
coincidence experiments

Journal of Physics B: Atomic, Molecular and Optical Physics - Special issue on Frontiers of AMO
Science with FELs and Synchrotron Radiation, 53 244004 (2020)
https://doi.org/10.1088/1361-6455/abc146)

IF 1.917, Myorm= 3.125

Pao objaswenu npe npemxoono2 uzbopa y 36arbe

2. B. P. Marinkovié, V. Pejéev, D. M. Filipovi¢, D. Sevi¢, S. Milisavljevi¢ and B. Predojevi¢
Electron collisions by metal atom vapour

Radiation Physics and Chemistry, 76 455 (2007).
https://doi.org/10.1016/j.radphyschem.2006.01.018

Pan y mehynapognom yaconucy (M23)

Pao objasmenu nakon npemxoono2 uzbopa y 36arbe

1. H. Zettergren, A. Domaracka, T. Schlathdlter, P. Bolognesi, S. Diaz-Tendero, M. Labuda, S. Tesic et
al.

Roadmap on dynamics of molecules and clusters in the gas phase.

Topical Review - Molecular Physics and Chemical Physics. Eur. Phys. J. D 75, 152 (2021).
https://doi.org/10.1140/epjd/s10053-021-00155-y

IF 1.425, Myorm= 0.357

IIpenaBame mo nmo3uBy ca Mmel)ynapoaHor ckyna mramnano y neausu (M31)



Pao objaswenu naxkon npemxoono2 uzbopa y 3earve

1. S. D. Tosié¢

Measurements of differential cross sections for elastic electron scattering and electronic excitation of
silver and lead atoms

26" Summer School and International Symposium on Physics of Ionized Gases SPIG, 27" — 30™ Aug.
2012, Zrenjanin, Serbia

Journal of Physics: Conference Series, 399 012004 (2012).

IIpenaBame no nmo3uBy ca Mmel)ynapoaHor ckyna mramMnano y ussoay (M32)

Pao objaswenu naxkon npemxoono2 uzbopa y 3earbe

1. S. Tosi¢, P. Bolognesi, L. Avaldi, R. Richter and B. P. Marinkovi¢

Fragmentation of halothane molecule by synchrotron radiation

The Workshop on X-ray Interaction with Biomolecules in Gas Phase (XiBiGP), August 29" 2016,
Belgrade, Serbia

Caonmrema ca MehyHapoaHor ckyna mramnana y neausau (M33)

Paoosu objasmenu nakon npemxooHo2 uzbopa y 36aree

1. Paola Bolognesi, Sanja Tosic, Bratislav Marinkovic and Lorenzo Avaldi

A nanoscale insight in radiation damage

in e-Book Serbia - Italia: Italian - Serbian Bilateral Cooperation on Science, Technology and Humanities,
Eds. P. R. Andjus and P. Battinelli, 16th November 2015, University of Belgrade, Section I: Research
Projects of Particular Relevance 2013 — 2015, pp.33-37.

Association of Italian and Serbian Scientists and Scholars (AIS3)

2.S.D. Tosi¢, V. Pejéev, D. Sevi¢, R. P. McEachran, A. D. Stauffer and B. P. Marinkovi¢

Integrated cross sections for electron excitation of the 4d105p state of the Ag atom

27" Summer School and Int. Symp. on Physics of Ionized Gases — SPIG 2014, 26th - 29th August 2014,
Belgrade, Serbia, pp.46-49.

Paoosu objaswenu npe npemxoono2 uzbopa y 36arxe

1. S. D. Tosi¢, D. Sevié, V. Pejéev, D. M. Filipovi¢ and B. P. Marinkovi¢

Electron impact excitation of Ag atom: energy-loss spectroscopy

24™ Symposium on Physics of Ionized Gases — SPIG 2008, 25 — 29 August 2008, Novi Sad, Serbia, pp.
45 —48.

2. B. P. Marinkovi¢, V. Pejcev, D. M. Filipovi¢, D. Sevié, A. R. Milosavljevi¢, S. Milisavljevi¢, M. S.
Rabasovié, D. Pavlovi¢ and J. B. Maljkovi¢,

“Cross section data for electron collisions in plasma physics”,

5% EU-Japan Joint Symposium on Plasma Processing (Radicals and Non-Equilibrium Processes in Low-
Temperature Plasmas), 7—9 March 2007, Belgrade, Serbia, Abstracts of Invited Lectures, Progress Reports
and Contributed Papers, Eds. Z. Lj. Petrovi¢, N. Mason, S. Hamaguchi, M. Radmilovi¢-Radjenovic,
(Serbian Academy of Sciences and Arts, Institute of Physics: Belgrade, 2007) Invited Lecture p.I-12.
Journal of Physics: Conference Series, 86, 012006 (2007).

doi: 10.1088/1742-6596/86/1/012006



3. B. P. Marinkovi¢, D. M. Filipovi¢, V.Pejéev, D. Sevié, A. R. Milosavljevi¢, D. Pavlovié,

S. Milisavljevié, P. Kolarz and M. Pardjovska

Low energy interactions with bio-molecules

XXIV ICPEAC Int. Conf. Photonic, Electronic and Atomic Collisions, Rosario, Argentina, Eds. P D
Fainstein, M A P Lima, J E Miraglia, E C Montenegro and R D Rivarola, World Scientific 2006, ISBN
981-270-412-4, Progress Report, pp. 336 — 342.

4. S. Milisavljevi¢, M. Pardovska, D. Sevié, V. Pejcev, D.M. Filipovi¢ and B.P. Marinkovi¢

Electron impact excitation of the 6p7s *P; state of Pb atom at Small Scattering Angles: Generalized
Oscillator Strengths

23" Symposium on the Physics of lonized Gases — SPIG 2006, August 28"- September 1* 2006, Kopaonik,
Serbia, pp. 55 — 58.

5. M. Pardjovska, S. Milisavljevi¢, V. PejCev, D. Sevié¢, D.M. Filipovi¢, B.P. Marinkovié,

V. 1. Kelemen, E. Yu. Remeta and E. P. Sabad

Differential Cross Section for Elastic Electron Scattering by In Atom

23" Symposium on the Physics of Ionized Gases — SPIG 2006, August 28™- September 1512006, Kopaonik,
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We present angle-differential and angle-integrated cross sections for electron-impact excitation of the
(4d"55) %51, — (4d°55%) D3, and (4d'°55) %S, — (4d'°6s) S, transitions in atomic silver. Experimental
data for four incident electron energies between 10 and 60 eV are compared with predictions from our relativistic
distorted wave (RDW) and nonrelativistic atomic optical potential models. Agreement between our measured
and calculated data is only fair, although in the case of the RDW it is seen to improve with increasing incident
electron energy. However, only for the (4d'%6s) %§;, excitation process, agreement of our measured data with
earlier relativistic convergent close coupling results from McNamara et al. [J. Phys. B 51, 085203 (2018)] was,
with a few exceptions, typically observed to be very good, to within the uncertainties on the data.

DOI: 10.1103/PhysRevA.104.022808

I. INTRODUCTION

Silver (Ag) is a fairly heavy atom (Z = 47) with, similar
to the alkali metals, one valence electron (e) in an outer (5s)
orbital leading to a %, 2 ground state. It sits in the Group
IB elements of the periodic table. Silver possesses high ther-
mal and electric conductivity, and is extensively employed
in various technological applications including printed circuit
boards in mobile phones and computers and in conventional
switches such as those used for controlling room lights. Un-
derstanding electron interactions with Ag atoms is important
for improving our knowledge of laser techniques [1], in
plasma diagnostics [2], astrophysics [3,4], in the development
of atomic frequency standards [5,6], and most recently it may
be an avenue in searching for new physics beyond the standard
model [7].

It is therefore a little surprising to see the paucity of cross-
section data for the e-Ag scattering system in the literature.
We are aware of measurements for elastic scattering angle-

*Corresponding author: michael brunger @flinders.edu.au
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022808-1

differential cross sections (DCSs) and angle-integrated cross
sections (ICSs) from Tosi¢ et al. [8]. That work also included
corresponding theoretical optical potential (OP) results. An
initial relativistic distorted wave (RDW) computation for ex-
citation of the (4d'°5p) ?Py 2 3> levels was reported by Zeman
et al. [9], with subsequent experimental cross sections, al-
though the J =1/2 and 3/2 states were not energetically
resolved in their work, being given by Tosi¢ er al. [10,11].
Note that in that latter work [10,11], updated RDW results
from an improved code were also reported. Perhaps the most
comprehensive investigation conducted so far was the rela-
tivistic convergent close coupling (RCCC) computation by
McNamara et al. [12]. Here DCSs and ICSs were reported
for the elastic channel and eight excited electronic states
of Ag, as well as for ionization [12], for incident electron
energies (Ep) up to 200 eV. Nonetheless, excitation of core-
excited levels, such as the energetically low-lying (4d°5s?)
Ds /2 and (4d°5s5%) D /2 states, were not considered by Mc-
Namara et al. [12]. To quantitatively undertake Monte Carlo
simulations or multiterm Boltzmann equation modeling (see,
e.g., Refs. [13-16]) of a given system, Tanaka et al. [17]
and Brunger [18] noted that a comprehensive and complete

©2021 American Physical Society
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cross-section database is required. Therefore, we surmise that
further work on e-Ag collisional behavior is required and this
forms one rationale for the present investigation. A further
rationale behind this study is to provide a more detailed set
of experimental data, against which theory might be bench-
marked. This is particularly the case for the present (4d'%6s)
%, /2 cross-section measurements, which are the first against
which the RCCC(80) results [12] may be compared.

The structure of the remainder of this paper is as follows.
In Sec. II, a description of our experimental methodology,
including the uncertainties in making our measurements, is
provided. The approaches we adopted to extrapolate our DCS
data to 0° and 180°, in order to generate the corresponding ICS
at that energy, are also described in this section. Thereafter, in
Sec. III, we provide computational details of our RDW and
nonrelativistic OP calculations. In Sec. IV, the current ex-
perimental and theoretical DCSs and ICSs are described and
discussed, and compared to the earlier RCCC(80) results [12]
where possible. Finally, some conclusions from the present
investigation are given in Sec. V.

II. EXPERIMENTAL CONSIDERATIONS

In the present experimental study of some of the higher-
lying excited states in Ag, we used the same spectrometer
that had been specifically designed for electron—metal-atom
scattering investigations [19]. It is the same spectrometer we
employed in our earlier elastic scattering [8] and excitation of
the unresolved (4d 105p) 2p, 2,32 levels [10,11] in silver. As
a consequence, only a brief description of its utility need be
given here, with an emphasis on any experimental procedures
that differed from those used previously. A quasimonochro-
matic beam of electrons was produced through thermionic
emission from a thoriated iridium filament, which in conjunc-
tion with appropriate electrostatic lenses and apertures and
a hemispherical dispersion element, formed a well-focused
beam at the interaction region of typical energy spread
~110 meV (FWHM). This electron beam was perpendicu-
larly crossed by an atomic silver beam, that was produced
by a Knudsen-type oven heated to temperatures in the range
1300-1320 K which gave rise to vapor pressures of 1.3—-1.9 Pa
[20]. Inelastically scattered electrons were then transported
and energy analyzed by a hemispherical analyzer identical to
the one in the monochromator stage, before ultimately being
detected by a single channel electron multiplier.

The incident electron energies (Ep) of the present study
were 10, 20, 40, and 60 eV, while the scattered electron angu-
lar range (0) varied between 10° and 150° in 10° increments.
Energy loss spectra (see Fig. 1 for a typical example) were
measured at each 6, before being analyzed. For many years
we calibrated, often using a variety of resonance or Wigner-
cusp features for the species in question (e.g., [21-23]), our
incident electron beam energy. In all that time the correction
to the value of E, read on the relevant voltage supply was
never worse than £0.1 eV. We therefore relied on the same
calibration we employed in our recent work on indium [23]
and we believe it to again be accurate to 0.1 eV. Note that
this is something of a moot point in this case as away from
the effects of resonance behavior the cross section only varies
very slowly with Ey. While McNamara et al. [12] did note
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FIG. 1. Typical energy loss spectrum for electron scattering from
silver. The incident electron energy was Ey = 60 eV and the scattered
electron angle was 6 = 6°. Spectroscopic notation for the main fea-
tures we observe is denoted on this figure. Note that the elastic peak
has been suppressed for clarity, while the solid red line is simply a
weighted cubic spline interpolation between the data points.

some near-threshold resonances in some of the states they
investigated, those resonances were always lower in energy
than the 10-60 eV energy regime of this work. The energy loss
range in this investigation was from ~3.2 to 7.8 eV, thereby
covering the whole range of the excited states up to and a
little beyond the ionization threshold (see Fig. 1). Some of
those states are explicitly labeled in Fig. 1, with only the
lower-lying (4d°5s°) Ds /2 missing as it is unresolved from
the (4d'°5p) %Py 2.3/ levels. Note that Togi¢ et al. [10,11] and
McNamara et al. [12] both assumed that the contribution of
the 4ds,, state to the 5pi/» 3/, states would be very small,
and so could be ignored. The present RDW calculation (see
next section), although we do not explicitly show its results,
confirms the validity of that assumption. The overall energy
resolution of the energy loss spectral features was ~160 meV
(FWHM), as determined from a Gaussian fit to the isolated
4ds) and 651/, features.

The intensity ratios for the respective areas under the
(4d°5s5%) D3 /2 and (4d 1065) 25, /2 peaks, relative to that under
the unresolved (4d'°5p) 2P, /2,32 peak, were determined at
each 6 in the range 10°-150° and at each Ey. From those ratios
at each 6 and Ej the corresponding absolute (4d°5s%) 2D3/2
and (4d'6s) %5, 2 DCS were simply determined by multi-
plying the relevant ratio by the corresponding DCS(Ey, 6)
for the unresolved (4d'°5p) Py 3> state from Tosi¢ et al.
[10,11]. The 5pi,232 DCSs of Tosi¢ et al. [10,11], in the
energy range 20-100 eV, were placed on an absolute scale
using a generalized oscillator strength formalism [24-26], in
conjunction with the known optical oscillator strength for
the S5s10 — 5pi2,3/2 excitation [27]. At 10 eV, however,
Tosi¢ et al. [10,11] normalized their 5p; ;3,2 scattered elec-
tron intensities against the corresponding RDW result at 5°.
Therefore, at 10 eV, our measured 4d3,, and 65/, data are
restricted to testing the shapes (angular distributions) of the
corresponding RDW results, and the ratios, as a function of

022808-2



ELECTRON-IMPACT EXCITATION OF THE (4d'° ...

PHYSICAL REVIEW A 104, 022808 (2021)

TABLE 1. Differential electron excitation cross sections, DCS (10716 cm?/sr), and their uncertainties for the (4d°5s%) ’Dj» state of Ag.

The stated uncertainties are at the one standard deviation level.

Energy 10eV 20eV 40eV 60 eV

Scattering DCS Uncertainty DCS Uncertainty DCS Uncertainty DCS Uncertainty
angle (°) (10716 ¢cm?/sr)

10 0.20040 0.06690 0.11319 0.04928 0.05269 0.01904 0.03745 0.01666
20 0.08280 0.04430 0.04256 0.02236 0.00625 0.00338 0.02149 0.01562
30 0.03718 0.02343 0.03795 0.02081 0.00303 0.00194 0.01583 0.01444
40 0.01351 0.00816 0.02388 0.01569 0.00256 0.00208 0.01091 0.01037
50 0.01395 0.00707 0.00423 0.00333 0.00146 0.00126 0.00197 0.00181
60 0.01188 0.00822 0.00674 0.00606 0.00165 0.00147 9.71 x 107* 8.44 x 10~*
70 0.00595 0.00445 0.00332 0.00263 0.00209 0.00187 0.00132 0.00115
80 0.00497 0.00352 0.00234 0.00180 0.00269 0.00237 0.00153 0.00129
90 0.00548 0.00382 0.00517 0.00418 0.00222 0.00200 0.00166 0.00131
100 0.00497 0.00376 0.00437 0.00344 0.00424 0.00398 0.00480 0.00394
110 0.00202 0.00165 0.00360 0.00284 0.00565 0.00476 0.00843 0.00700
120 0.00181 0.00137 0.00703 0.00560 0.00512 0.00411 0.00695 0.00560
130 0.00232 0.00186 0.01092 0.00893 0.00562 0.00424 0.00570 0.00477
140 0.00681 0.00521 0.00960 0.00803 0.00866 0.00694 0.00297 0.00254
150 0.01333 0.00857 0.02154 0.01761 0.01595 0.01315 0.00156 0.00135

the scattered electron angle, of the 4d3,,/5p1 2 3> intensities
and 6s1,2/5p1/2,3/2 intensities from the RDW. Note that our
ratios normalization procedure is only valid if the analyser
transmission remains constant across the energy-loss range
3.2-5.5 eV, at each Ey. Our steps for ensuring this can be
found, for example, in Hamilton et al. [23]. We should further
note that McNamara et al. [12] raised queries as to the validity
of the 5pi2.3/2» DCSs of ToSi¢ et al. [10,11]. As a result, we
have reanalyzed the earlier 5p;/, 32 DCS data. In performing
that reanalysis we found an error in the earlier work [11],
which was caused at 20 and 40 eV by Tosi¢ et al. incorrectly
splicing their very forward-angular distributions onto their
middle and backward-angular distributions. The appropriate
renormalization factor to be applied to the published 20 eV
5pi2,32 DCSs of Tosi¢ et al. is 0.76, in reasonable accord
with that suggested by McNamara et al. [12], while that at
40 eV is 0.42. No renormalization was needed at 10 and 60 eV,
for the 5pi/2,3/2 DCSs of ToSi¢ et al., with the latter result
also being consistent with that found by McNamara et al.
[12]. A table of the corrected 5py/2,3/2 DCSs, which we use
in this work, can be obtained directly from Marinkovi¢ [28],
while a summary of the present (4d°5s®) ?D3,, DCSs is given
in Table I, and the present (4d'%6s) %5, 2 DCSs are listed in
Table II.

There are many factors which contribute to the overall
uncertainties in cross-section measurements such as those
performed here. These include uncertainties related to the
electron and atomic beam stabilities throughout the measure-
ments. Both our electron and silver beam fluxes were highly
stable during the course of these experiments, with uncer-
tainties due to their fluctuations being less than 1.5%. By far
the two largest sources of uncertainty in our determination of
the present DCSs were the error associated with the 5p1/2.3/2
cross sections (in the range 10%—49% depending on the actual
Ey and 6 being considered), which we inherit in the normal-
ization procedure, and the relatively small signal intensity of
both the 4d3/, (again, depending on the actual Ej and 6 being
studied, the error on the 4d3,,/5p1,2,3/2 ratio lay in the range

19%—66%) and 651, (the error on the 6s1,2/5p1/2,3/2 ratio lay
in the range 9%—-67%, depending on E; and ) states (see
Fig. 1). When all those factors are taken into account, the
overall errors on our 4d3,, DCSs (in the range 33%-94%) can
also be found in Table I, while those for the 651, state (in the
range 22%-94%) are listed in Table II.

ICSs, for both the 4d3,, and 65/, states, can, at each Ej,
be derived from the corresponding DCSs. To achieve this we
need to extrapolate our DCSs to 0° and 180°, perform an
interpolation, and then undertake the appropriate integration.
Two approaches were used to enable that aim. In the first, we
took the angular dependence of the RCCC(80) results [12] to
derive the 651/, ICSs, while our own RDW calculations were
employed to derive the 4d3/, ICSs. In the second approach,
the fitting analysis of Allen and co-workers [29,30] provided
an independent self-consistency check. In all cases, the 4d3,,
and 651/, ICSs we obtained, from each of the aforementioned
approaches, were found to be consistent with one another to
within our uncertainty estimates on the ICS. A summary of
our measured ICSs and their associated uncertainties can be
found in Table III. Note that our uncertainty estimates on those
ICSs include all the uncertainties on the DCSs, but weighted
for the sin # term in the integrand when calculating them, and
an additional uncertainty due to the extrapolation of our DCS
to 0° and 180° in order to perform the integration for each
state at each E.

III. THEORETICAL DETAILS
A. RDW theory

In this work the differential cross sections and integral
cross sections for electron-impact excitation were calculated
using the RDW method. This method was originally devel-
oped for closed-shell atoms by Zuo er al. [31] and then
successfully applied to the heavy noble gases [32], as well
as cadmium [33] and mercury [34]. It was then modified
by Zeman et al. [35] in order to treat the electron-impact
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TABLE 1II. Differential electron excitation cross sections, DCS (107!¢ ¢cm?/sr), and their uncertainties for the (4d'%6s) %5y, state of Ag.

The stated uncertainties are at the one standard deviation level.

Energy 10eV 20eV 40 eV 60 eV
Scattering DCS Uncertainty DCS Uncertainty DCS Uncertainty DCS Uncertainty
angle (°) (10716 ¢cm?/sr)

10 0.22770 0.07300 0.50650 0.11130 0.18640 0.04970 0.08800 0.03230
20 0.12040 0.06190 0.13380 0.05370 0.01810 0.00810 0.01610 0.01260
30 0.04577 0.02854 0.04818 0.02451 0.00336 0.00307 0.03800 0.02870
40 0.02110 0.01170 0.01069 0.00713 0.00766 0.00501 0.01745 0.01499
50 0.01078 0.00577 0.00501 0.00317 0.00555 0.00356 0.00592 0.00435
60 0.01088 0.00767 0.00721 0.00586 0.00824 0.00532 0.00340 0.00284
70 0.00891 0.00621 0.00408 0.00337 0.00628 0.00441 0.00158 0.00138
80 0.00456 0.00329 0.00234 0.00193 0.00592 0.00565 0.00189 0.00172
90 0.00585 0.00402 0.00409 0.00385 0.00296 0.00281 0.00181 0.00160
100 0.00538 0.00401 0.00403 0.00376 0.00660 0.00542 0.00384 0.00336
110 0.00238 0.00223 0.00499 0.00437 0.00690 0.00589 0.00763 0.00661
120 0.00326 0.00231 0.00402 0.00291 0.00717 0.00669 0.00833 0.00641
130 0.00182 0.00152 0.00286 0.00256 0.00750 0.00681 0.00505 0.00421
140 0.00386 0.00322 0.01976 0.01730 0.01444 0.01397 0.00233 0.00213
150 0.01194 0.00778 0.03525 0.02751 0.00957 0.00814 0.00222 0.00205

excitation of cesium and other alkali-metal atoms. Sub-
sequently, this latter RDW approach was applied to the
alkali-metal-like atoms silver and gold [9,36] in order to excite
the resonance transitions. The reader is referred to the above
papers, in particular Ref. [31], for the overall details of the
RDW method.

1. Inner-shell excitation

Here the above alkali-like code was further modified to al-
low for the electron-impact excitation of inner-shell electrons,
namely, the (n — 1)d3/, 5/» electrons from the valence nsi ),
shell in copper, silver, and gold; for silver we have n = 5. In
this application the ground- and excited-state wavefunctions
of silver were determined in single configuration calculations
using the multiconfiguration Dirac-Fock program of Grant
et al. [37]. The distorted waves in the initial and final channels
were determined by the usual procedure of electron scattering
from the ground- and excited-state static potentials. These
static potentials were determined in the standard manner from
the ground- and excited-state Dirac-Fock orbitals of silver.
The nonlocal exchange interaction was included by antisym-
metrizing the total scattering wave function.

TABLE III. ICSs (10~'° c¢cm?) and their uncertainties for the
(4d°55%) ?Ds ), and (4d'%65s) %S 5 states of Ag. The stated uncertain-
ties are at the one standard deviation level.

(4d°55%) *Ds (4d"6s) %S>

Energy (eV) 1CS Uncertainty 1CS Uncertainty
10 0.179 0.063 0.304 0.106
20 0.159 0.026 0.326 0.114
40 0.0744 0.0261 0.163 0.057
60 0.0687 0.0241 0.130 0.045

2. Excitation of the 6s state

In this case the usual RDW code of Zeman et al. [35] for
the alkali atoms was used. However, the ground and excited
state wave functions were now determined by a polarized
frozen-core model with a nonempirical polarization potential
[38]. In particular, the valence orbitals were determined in the
field of the Ag™ core plus a “scaled” polarized orbital dipole
potential [39]. Here the dipole polarization potential is scaled
by a constant factor which is adjusted such that the energy
of valence orbitals agrees with experiment. For the 5s orbital
this factor was 0.97867 and for the 6s orbital it was 1.04279.
A Gram-Schmidt procedure was then used to ensure the or-
thogonality of the 5s and 6s orbitals. Finally, the distorted
waves in the initial and final channels were determined in the
same manner as that given above for inner-shell excitation.
Once again, the nonlocal exchange interaction was included
by antisymmetrizing the total scattering wave function.

B. Atomic optical potential model

We have recently described our standard nonrelativistic
optical potential approach in our studies of the electron-
beryllium [40], electron-magnesium [41], electron-zinc [42],
and electron-indium [43] scattering systems. The generic de-
tails of this atomic OP method were given in those papers, so
only the key points of this method are summarized below.

The electron-atom interaction is described by a local com-
plex potential given by

V(r) = Vi(r) 4+ Vex(r) + Vpor (r) + iVaps (r), (D

where the real part comprises the following three terms. The
static term V; is derived from a Hartree-Fock calculation [44]
of the atomic charge distribution. An exchange term V4 ac-
counts for the indistinguishability of the incident and target
electrons; it is given by the semiclassical energy dependent
formula derived by Riley and Truhlar [45]. A polarization
potential Vo is used for the long-range interactions which
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depend on the target dipole polarizability, in the form given
by Zhang et al. [46].

The imaginary absorption potential accounts for the elec-
tronically inelastic scattering events. It is based on the
quasifree model by Staszewska et al. [47], but incorporates
some improvements to the original formulation, such as the
inclusion of screening effects, local velocity corrections, and
the description of the electron indistinguishability [48] lead-
ing to a model which provides a realistic approximation for
electron-atom scattering over a broad energy range [49]. We
used here a standard partial wave expansion procedure. In
order to obtain the /th complex partial-wave phase shift »,,
the scattering equation for the radial wave functions has been
numerically integrated and the details of such a procedure can
be obtained from Refs. [48,50,51]. Once the corresponding 7,
phase shifts are obtained for the above potential, the elastic
differential doejs/d2 and integral oej,s cross sections result
from the expressions

dOelas _ L
dQ  4K?

|5l 21 + D(E™ — DPeosd) @)

and

47-[ emax i 02
Oelas(Ep) = k_224=0(2'£ + 1) sin” 7y, 3)
respectively, and the total scattering cross section (o) T€-
sults from the optical theorem oo (Ep) = %Im( fo—=0). The
total inelastic cross section Ojnelas(Eo) therefore corresponds
to

Oinelas (E£0) = Ototal (E0) — Oelas (o). “4)

In order to calculate the electron-impact ionization cross sec-
tion, ojon(Ep), the above calculation procedure was repeated,
but using the ionization energy (IE) as the gap energy pa-
rameter, as described in Ref. [52]. In these conditions, only
excitation to continuum states above the ionization thresh-
old is considered. By combining the respective results for
both gap energy parameters, summed electronic excitation
cross sections (0exci) can also be derived from the expression
Oexci(E0) = Oinelas(Eo) — Tion(Ep). Repeating this procedure
for the threshold excitation energies, corresponding to the dif-
ferent excited states, their respective excitation cross sections
can be extracted from the integral inelastic cross section.

While our OP calculations cannot in general compete, in
terms of accuracy (except perhaps in the elastic channel [49])
and the breadth of information provided, with state-of-the-art
B-spline R-matrix [53] and RCCC [12] methods, in this case
no B-spline R-matrix results for electron scattering from Ag
are available and the RCCC results are limited to the excita-
tion of the 65/, state. Therefore, under these circumstances,
the present OP calculation results add to the story we are
telling and, just as importantly, add to the available database
for this scattering system.

IV. RESULTS AND DISCUSSION

In Table I and Figs. 2(a)-2(d), we present our measured
(4d°55%) D3 excitation DCSs for the incident electron ener-
gies (a) 10 eV, (b) 20 eV, (c) 40 eV, and (d) 60 eV. Also shown
in Fig. 2 are the corresponding results from our current RDW
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FIG. 2. Differential cross sections (x 10716 cm?/sr) for electron-
impact excitation of the (4d°5s%) 203/2 state of silver. The present
data (M) are compared against theoretical results from our RDW
calculations (—).

computations. There are several general observations we can
make with regard to Fig. 2. Firstly, it is clear that there are
no other experimental or theoretical data currently available
in the literature to compare against. In particular, we note
that McNamara et al. [12] did not consider any core-excited
processes in their otherwise detailed study of Ag. Thus our
results for this excitation process are unique. The second point
we can glean from Fig. 2 is that the agreement between our
measured DCS and RDW computed DCS, at each Ej, is only
fair. This level of accord probably improves somewhat as the
incident electron energy is increased, as one might anticipate
with the RDW method, but a more quantitative description is
difficult here given the measurement uncertainties. Inner-shell
quadrupole transitions present a real challenge to theory, so
that in the present application more elaborate (multiconfigura-
tion) wave functions will probably be needed in order to better
describe the collision dynamics of this excitation process.
Finally, with the possible exception of the 60-eV experimen-
tal angular distribution, we note that both our measured and
calculated (4d°5s%) *D3, differential cross sections display
little or no angular structure. As we shall shortly see, this is
in marked contrast to the angular distributions for excitation
of the (4d'%6s) 25, /2 state. Note that as the 4d3,, quadrupole
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FIG. 3. Differential cross sections (x 10716 cm?/sr) for electron-
impact excitation of the (4d'°6s) %, state of silver. The present
data (M) are compared against theoretical results from our RDW
calculations (—) and the RCCC(80) computations of McNamara
etal [12] (- -2).

transition is very weak compared to the 6s;/, excitation and,
in particular, the unresolved 5pi 5 3/, transitions, it is likely
that only very few of the initial partial waves are important
in describing that quadrupole transition. Consequently, the
“interference” effects between the partial waves are reduced
so that the 4d3,, angular distribution exhibits less structure.
In Table IT and Figs. 3(a)-3(d) we present our measured
(4d"°65) %)/ excitation DCSs, again for the incident electron
energies (a) 10 eV, (b) 20 eV, (c) 40 eV, and (d) 60 eV. Also
shown in Fig. 3 are the corresponding results from our RDW
computation and the RCCC(80) calculation of McNamara
et al. [12]. Agreement between the present measured DCSs
and the RCCC(80) results [12] is seen to be very good, in
terms of both the shapes and absolute cross-section values,
at each Ej studied. This provides further evidence for the
efficacy of the RCCC(80) theory to be used as a good starting
point to construct a complete database for Ag in modeling
applications of its behavior in low-temperature plasmas and
gaseous electronics in general. On the other hand, the com-
parison between our present measured and RDW calculated
DCSs is not as impressive as that just described. Nonetheless,
the RDW does improve, certainly in terms of the shapes of
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FIG. 4. Integral cross sections (x 107'® ¢cm?) for electron-impact
excitation of the (a) (4d°5s?) 2D3/2 and (b) (4d'°6s) %5, /2 states of
silver. The present data (lll) are compared against theoretical results
from our RDW calculations (—), OP calculations ( ), and the

RCCC(80) computations of McNamara et al. [12] (- - -).

the 651/, angular distributions and their magnitude, as Ej is
increased. One of the key features from the present study is the
strong oscillatory nature of the (4d'%6s) %§;, angular distri-
butions in Fig. 3. Indeed this behavior appears to be ubiquitous
in electron-metal-vapor scattering, for both the elastic and dis-
crete inelastic channels, with a few examples supporting that
assertion being bismuth [22], zinc [21], indium [23], sodium
[54], and magnesium [55]. The oscillatory nature of any dif-
ferential cross section arises from the interference between the
various partial waves that describe the collisional behavior. In
the present case of inelastic scattering, the details depend in a
complex way on the interference between T -matrix elements
that need to to be combined with spherical harmonics in order
to generate the scattering amplitudes [56] and, subsequently,
the angle-differential cross section [57]. It is, therefore, gener-
ally not possible to predict either the number or the positions
of the minima (maxima) in the DCS. Even though in some
special circumstances and models a resemblance to elastic
scattering may appear in inelastic collisions [58], and the DCS
generally exhibits less structure in the angular dependence
with decreasing projectile energy, drawing truly quantitative
conclusions is not possible.

In Table III and Figs. 4(a) and 4(b), we present our re-
spective derived 4d3,, and 65/, experimental excitation ICSs.
Also shown, where possible, in Fig. 4 are the corresponding
results from our RDW and OP calculations, and those from the
RCCC(80) computation of McNamara et al. [12]. Considering
first the 4d3, state [see Fig. 4(a)], we find that with the excep-
tion of the 10 eV ICS, there is a very good level of agreement
between our measured and RDW calculated ICSs. Given our
previous discussion, for the excitation of the 4d3,, level at the
DCS level, that degree of accord can only be due to a happy
cancellation of divergences in the integrand, coupled with
roughly the same theory and experimental DCS magnitudes,
and so must be considered to be somewhat fortuitous. Our
atomic OP calculation clearly overestimates the magnitude
of the experimental ICSs over the entire 10-60 eV energy
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range. However, the functional dependence (shape) of our OP
integral cross section corresponds quite well with that of the
experimental data, so that an appropriately scaled OP ICS
might be used, in the context of assembling a complete Ag
database, to extend the measured cross sections to larger ener-
gies and down to threshold. For the 651/, ICSs [see Fig. 4(b)
and Table III], we find a very good level of accord between
our measured cross sections and those calculated within the
RCCC(80) approach [12]. Furthermore, that statement holds
across the entire common energy range. Figure 4(b) also
clearly indicates that our RDW ICS typically underestimates
the magnitude of the measured data, between 20 and 60 eV,
which, even allowing for the sin 6 term in the integrand, prob-
ably reflects its inability to describe the very forward angle
DCSs which are strongly peaked at small scattering angles
(see Fig. 3). Finally, we note that our present atomic optical
potential ICS overestimates significantly the magnitude of the
651> experimental ICS [see Fig. 4(b)]. This result, and that for
the 4ds, state, reflect difficulties in our semiphenomenologi-
cal approach to extracting individual integral excitation cross
sections from the total inelastic cross section that is calculated
ab initio.

V. CONCLUSIONS

We have reported on experimental and theoretical
DCS and ICS results for electron-impact excitation of
the (4d'°5s) %Sy, — (4d°5s%) D32 and (4d'05s) %81, —
(4d"%65) %5 transitions in silver, and in doing so we have
extended the available cross-section database for this scat-
tering system. Neither of those transitions are electric-dipole
allowed, so that the corresponding measured scattering in-
tensities were relatively low which in turn led to higher
statistical uncertainties than were normally found to be the
case [10,11,23]. Nonetheless, all our measured data were ob-
served to be consistently reproducible, to within the stated one
standard deviation uncertainties, so that we are confident in
their validity.

For the excitation of the (4d°5s?) 2D /2 state, at the DCS
level only the present RDW calculation could be compared to
our experimental data. Here the level of accord between them
was found to be only fair, with more elaborate (multiconfig-
uration) wave functions probably being required to improve

our description of this inner-shell quadrupole transition. At
the ICS level, however, our RDW and OP computations could
now be compared to our data. Here the OP calculation was
found to overestimate the magnitude of the ICS across the
common energy range, although its energy dependence was in
good qualitative accord with our measurements. The excellent
agreement between our RDW calculation and experimental
data, across 20-60 eV, was undoubtedly somewhat fortuitous
given the behavior at the DCS level.

For the excitation of the (4d'%6s) %, /2 state, a very good
level of accord was found between our measured DCSs
and the RCCC(80) calculated DCSs at all common incident
electron energies. For this state the RDW computation also
provided a fair description for this scattering process, with
the level of accord between our measured and calculated DCS
improving as Ej increased. This was no real surprise, as based
on our experience the RDW method becomes quite reliable
above two to three times the ionization energy of the target
in question (for silver the ionization energy = 7.576 eV).
Strong interference effects, both constructive and destructive,
in the partial waves describing the 55 — 6s scattering process
were clearly observed in our measured and calculated angular
distributions, as was their energy dependence. Finally, we note
the excellent agreement between our measured ICS and the
RCCC(80) ICS for this transition. Agreement with our RDW
and OP ICS was found to be less satisfactory, although the
qualitative energy dependence of the OP calculation was again
in good accord with the experimental ICS.
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Photoionization mass spectrometry, photoelectron-photoion coincidence spectroscopic
technique, and computational methods have been combined to investigate the
fragmentation of two nitroimidazole derived compounds: the metronidazole and
misonidazole. These molecules are used in radiotherapy thanks to their capability to
sensitize hypoxic tumor cells to radiation by “mimicking” the effects of the presence of
oxygen as a damaging agent. Previous investigations of the fragmentation patterns of
the nitroimidazole isomers (Bolognesi et al., 2016; Cartoni et al., 2018) have shown their
capacity to produce reactive molecular species such as nitric oxide, carbon monoxide
or hydrogen cyanide, and their potential impact on the biological system. The results of
the present work suggest that different mechanisms are active for the more complex
metronidazole and misonidazole molecules. The release of nitric oxide is hampered by
the efficient formation of nitrous acid or nitrogen dioxide. Although both metronidazole
and misonidazole contain imidazole ring in the backbone, the side branches of these
molecules lead to very different bonding mechanisms and properties.

Keywords: nitroimidazole, radiosensitizers, mass spectrometry, PEPICO experiments, appearance energy, DFT

INTRODUCTION

The use of “high-throughput screening” methods for drug discovery allows to rapidly conduct
a very broad and random screening over an enormous number of chemicals. However, in these
procedures the very fundamental chemical and physical mechanisms that determine the activity
of these compounds at the molecular level remain unknown. On the other hand, highly sensitive
experimental techniques and accurate computational methods have been developed to provide
a detailed description of model molecules and to link their electronic and geometric structure
to their functions. This, in particular, is of paramount importance in the case of the molecular
response of cells and their building blocks to radiosensitising drugs used to increase the potential
of radiotherapy. Despite the fact that the typical energies used in radiotherapy are in the keV to
MeV range it is well-documented (Garcia Gomez-Tejedor and Fuss, 2012) that a large fraction
of the radiation damage on biological systems is due to secondary processes releasing particles
(electrons, ions, radicals) with a broad energy distribution, which can subsequently trigger the
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Radiation Damage Mechanisms of Nitro Compounds

damaging of DNA and its surrounding environment. Slow
electrons with energy of a few eV have been considered among
the most active species (Boudaiffa et al., 2000; Michael and
O’Neill, 2000). Thus, the potential impact of VUV based
techniques is due to their possibility to provide detailed
information on the electronic structure and fragmentation of
valence orbitals, which are the ones mainly involved in the
processes induced by low energy electrons. Photoelectron-
photoion coincidence, PEPICO, experiments then, due to their
energy selectivity, provide detailed insights on state-selected
fragmentation, and therefore are particularly suited to identify
the states involved in the production of specific fragments and
the release of radicals.

The question is whether the fragmentation mechanisms and
properties identified in the model systems are still active at
macroscopic level in more complex and realistic systems.

In this work we present the results of a bottom-up approach,
which goes from the model molecule to the real drugs used
in therapy. Photoionization mass spectrometry (PIMS),
photoelectron  spectroscopy and  photoelectron-photoion
spectroscopic (PEPICO) technique, and computational methods

have been combined to investigate nitroimidazole (NI) derived
molecules. These molecules are used in radiotherapy thanks to
their capability to sensitize hypoxic tumor cells to radiation by
“mimicking” the effects of the presence of oxygen as a damaging
agent (Wardman et al.,, 2007; Rockwell et al., 2009; Sonveaux
etal.,, 2009; Wilson and Hay, 2011; Higgins et al., 2015). However,
the detailed mechanisms of their operation at molecular levels
are still unknown, making difficult any rationale in the design
of more efficient and less toxic drugs for treatment. In our
bottom-up approach we have investigated the building blocks
of the molecules used in therapy: the 2- and 4(5)-NI molecules
(Bolognesi et al., 2016; Cartoni et al.,, 2018). The main results
of the investigation of the fragmentation patterns of the NI
isomers are summarized in Figure 1 where the mass spectra
(bottom panel) of the 2-NT and 4(5)-NI and the potential energy
surfaces (top panels) for the NO loss and further fragmentations
are shown.

At first glance, the most evident observation in Figure 1 is
that the fragment at m/z 83 is one of the leading fragmentation
channels in 2-NI, while it is almost absent in the 4(5)-NI sample.
The m/z 83 fragment can be unambiguously attributed to the
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e CO and HCN-loss e CO and HCN-loss
S '—_’ . . - ————————
> e va0a® ) {high barrier=2.75 eV) ® 3 ::0“ (low barrier=1.14 eV)
2; b A o 23 4t
sy ° Yo 1.582
1 137 | T . 14
< (e > o &
E 0 13 o e 0 13’ = .‘:. @ @37
1 E > . ¢ . ‘o0 ? .
) ¢ [ 275 | .00, @GaD@ED 2 > . soe g ¢ ses
g e Bew ’ ", S 2 -1 H i 2:9” ‘;s; i 753.‘ 28°+27
G 1 %% g | e w 101 & 85428 495 37
., e | [as2 . ] -1.19 ses0/ 1M 7y 7
83+ 30 o 5 p
-2 [83-30p° o v - . s, 2% ey {28-271
2 (28--27-28] e . .2.00
20 FX ) 210 o» 0940 23 '-‘
NO-loss ¥ g | o 29y % »’ NO-loss = b, 2 %, Eaadhe
: e r “. s e — 5 .
@ >) "oy LB
+
HCNH CN,
+ a) O.N
co ( M "y
¢ \
NO ondd T3
H H
[M-NO-CO]"
N (b) r ';\
[M-NO] N NO.
+
[M-NO-HCN]
HCNz' +
+
' [M-NO,] : ¥
NOZ A [M-O]
W, _JA.AA e -
LAAREE BEASA \R RN T B0 RAAAIREL AR BARAARRRES RAREA RADER ARG RERLS NAALE FARES
40 50 60 70 80 90 10 11 120
m/z
FIGURE 1 | (Bottom panel) Mass spectra of 4(5)-NI [red line and inset (A)] and 2-NI molecules [gray, full area, and inset (B)] measured at 60 eV photon energy. The
assignment of the main fragments is reported. (Top panels) Potential energy surfaces of the 2-NI and 5-NI, respectively, for the fragmentation of their corresponding
molecular ions Mt (m/z 113) calculated at the CCSD/6-311++G**//B3LYP/6-3114++G** level of theory (Bolognesi et al., 2016). The molecular ion M* as well as the
fragments [M-O] T, NOZ", HCN;’, NOT, and HCNH are all radical ions; the radical symbol e as been omitted here and all over the paper for sake of simplicity.
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loss of nitric oxide, which is particularly relevant for its potential
implications in the biological context due to the well-recognized
action of NO as a radiosensitiser and vasodilator (Wardman
et al., 2007; Rockwell et al., 2009; Sonveaux et al., 2009). This
may suggest that 2-NI is able to release a significantly larger
amount of NO than 4(5)-NI, hence supporting the observation
of its higher efficiency as radiosensityzer (Wardman et al., 2007).
The quantum mechanical calculations (Figure 1, top panels)
at the B3LYP/6-3114++G** level of theory for the geometry
optimization and at the CCSD/6-311++G** level for single-
point energy calculation show that all of the nitroimidazole
isomers are likely to release NO. However, in 4(5)-NI the
subsequent fragmentation of the residual m/z 83 intermediate
breaks the imidazole ring releasing HCN and CO molecules,
while in 2-NI the higher kinetic stability of the ring leaves the
intermediate intact. These results explain the different intensity
of the fragments at m/z 83, 55, 30, and 28 observed in the
mass spectra of both 2-NI and 4(5)-NI, respectively. From these
evidences we determined that all the nitroimidazole isomers
release the NO fragment with similar mechanisms. The released
NO, being active for a short period of time after irradiation,
could act by fixing dangling bonds in damaged DNA, making
the damage permanent and by “favoring either drug delivery or
the therapeutic efficacy of irradiation through transient tumor
reoxygenation,” as suggested by Sonveaux et al. (2009). In
addition to the redox mechanism, this could provide explanation
for the potential of all nitroimidazoles as radiosensitisers active
on hypoxic tumors (Higgins et al., 2015). On the other hand,
the release of carbon monoxide, CO, and hydrogen cyanide,
HCN, more pronounced in 4(5)-NI isomers, may induce an
opposite effect by efficiently attaching to hemoglobin (Berg et al.,
2012) and inhibiting the cytochrome ¢ oxidase in mitochondria
(Yoshikawa and Caughey, 1990), respectively. Therefore, this
effectively reduces the needed oxygenation and the overall
radiosensitising effect.

Guided by these former results, in this work we have
studied both experimentally and theoretically the fragmentation
mechanisms of metronidazole [IUPAC name: 2-(2-methyl-5-
nitro-1H-imidazol-1-yl) ethanol] and misonidazole [IUPAC
name  (RS)-1-methoxy-3-(2-nitroimidazol-1-yl)propan-2-ol]

s 3 ¥
ﬁ\*‘&f. ? /o’q;f?{”

29 9 %

Metronidazole Misonidazole

SCHEME 1 | The geometry (structure) optimized at B3LYP/6-311++G** level
of the metronidazole (left panel) and misonidazole (right panel) molecules. The
labeling of each atom in the molecules is also shown.

(Scheme 1), the two radiosensitisers built on the 5-NI and 2-NI
compounds, respectively, which are used in radiotherapy.

The experimental methods are described in section
Experimental, while the theoretical ones are summarized in
section Theoretical Methods. The experimental results are
analyzed in section Results and discussed/interpreted with the
support of the DFT theoretical calculations in section Discussion.
Finally some conclusions are presented in section Conclusion. In
the following the radical symbol e has been omitted for the sake
of simplicity.

EXPERIMENTAL

The experiments have been performed at the Circular Polarized
(CIPO) and Gas Phase Photoemission (GAPH) beamlines of
the Elettra synchrotron radiation source, Trieste (Italy). The
characteristics of the beamlines have been described in details
elsewhere (Derossi et al., 1995; Blyth et al., 1999) and will not be
repeated here.

The metronidazole sample of analytical standard was
purchased from Sigma-Aldrich, while the misonidazole one with
95% purity by Vinci-Biochem Srl. Both samples have been used
without further purification. They are in the form of powders
at standard ambient temperature and pressure, and they are
evaporated in a furnace at about 150°C. No evidence of sample
dissociation is observed.

The Appearance Energy, AE, of the different fragments has
been obtained by the measurement of the photoionization
efficiency curves of the parent ion and selected fragments at
the CIPO beamline using the aluminum normal incidence
monochromator (NIM), that covers the photon energy range 5-
17 eV with a resolving power of about 1,000. The setup consists
of five electrostatic lenses that focus and accelerate the ions from
the region of interaction to the quadrupole mass spectrometer
(QMS). This is a commercial QMS (10-4000 u, Extrel 150-QC
0.88 MHz) with a mass resolution M/AM of about 500. It is
mounted perpendicularly to the photon beam and to the gas
source. The photoionization efficiency curves were normalized to
the photon intensity, measured simultaneously by a photodiode
located at the end of the beamline. The photon energy was
calibrated against the autoionization features observed in the
Ar total photoionization spectrum between the 3p spin orbit
components. In the photon energy scans up to 11.7 eV, a lithium
fluoride filter was used to remove the second order radiation.
Above this energy, the contribution of the second order radiation
was evaluated by comparing the Ar" ion yield measured as a
function of the photon energy to its ionization cross section
(Marr and West, 1976). This second order contribution has
been taken into account in the extraction of the photoionization
efficiency curves (Castrovilli et al., 2014).

The photoelectron and mass spectra as well as the
photoelectron-photoion coincidence, PEPICO, spectra have
been measured at the GAPH beamline using a high vacuum
chamber hosting a hemispherical analyzer (VG 220i) equipped
with six channeltron dectectors and a custom made Wiley
McLaren (Wiley and McLaren, 1955) time-of-flight (TOF)
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mass spectrometer mounted opposite to each other at the
magic angle with respect to the polarization axis of the photon
beam. The TOF mass spectrometer, working in conjunction
with the “virtually” continuous ionization source provided by
the multibunch operation mode of the synchrotron radiation,
is operated in pulsed extraction mode. The repeller and
extractor electrodes are polarized with antisymmetric voltages
(manufacturer Directed Energy Inc., model PVM4210) driven
by an external trigger, which provides a typical extraction
field of 700 V/cm. The electron and ion mass analyzers can
be operated independently, for photoelectron spectroscopy
and photoionization mass spectrometry, respectively. In these
operation modes (i) the hemispherical analyzer is normally
operated with pass energy of 5eV, corresponding to a kinetic

energy resolution of about 150 meV or (ii) the extraction
field of the TOF spectrometer is triggered using a 1kHz pulse
generator (Stanford Research Systems DG535) to extract the
ions. The two analyzers can also be operated simultaneously for
coincidence measurements. In this mode a residual penetration
field from the drift tube of the TOF produces a kinetic energy
shift of the photoelectron spectrum (easily taken into account
by the calibration procedure) and a degradation of the energy
resolution of the electron analyzer. Therefore, in the coincidence
mode the electron energy analyzer has been operated at pass
energy of 20eV, with a gain in efficiency, but no further loss
of resolution. The final energy resolution is estimated to be
around 0.5eV. In order to perform photoelectron-photoion
coincidence spectroscopic measurements, the electronic chain
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FIGURE 2 | Photoelectron spectrum (left panel), photoionization mass spectrum (bottom panel), and a set of PEPICO spectra (central panel) of metronidazole. The
color code of the PEPICO spectra corresponds to the colored bars in the PES spectrum, which identify the different regions of the spectrum selected by the detection
of the energy selected photoelectrons.
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schematically reported in Figure 1 of Plekan et al. (2008) has
been used for all detectors of the VG analyser. The three different
types of measurement, that can be performed by this set-up, are
illustrated in Figure 2 where the photoelectron spectrum, the
photoionization mass spectrum and a few PEPICO spectra of
metronidazole measured at 60 eV photon energy are shown.

In the PEPICO measurements the selection of the kinetic
energy of the detected photoelectron allows to make a state
selected investigation of the fragmentation of the molecule as
clearly shown in the central panel of Figure 2. From the spectra
measured at different binding energies, BE, the branching ratio
for the formation of a selected fragment vs. photon energy
can be obtained. The procedures for the treatment of the
PEPICO spectra, with the subtraction of the background due
to the random coincidence and relative normalization have
been described recently elsewhere (Chiarinelli et al., 2018) and
therefore will not be repeated here.

In Figure2 each energy selected mass spectrum is
characterized by only a few fragments as compared to the
unselected mass spectrum (see bottom panel in Figure 2);
the parent ion is observed only near the ionization energy of
the molecule; only a few fragmentation channels at a time
are associated with a selected electronic state of the cation
although lower energy fragmentation channels are already
energetically open.

THEORETICAL METHODS

Quantum chemical calculations have been performed with
Density Functional Theory (DFT). The geometries were
optimized using the Becke, three-parameter, Lee-Yang-
Parr (B3LYP) functional with the 6-311++G** basis set.
The frequency analysis was based on the normal mode
harmonic approximation (Wong, 1996). All critical points were
characterized as energy minima or transition state structures
(TS) by calculating the harmonic vibrational frequencies at
the same level of theory. They were also used to compute
the zero-point and thermal energy corrections. The TS were
unambiguously related to their interconnected energy minima
by intrinsic reaction coordinates (IRC) calculations (Gonzalez
and Schlegel, 1989, 1990).

The outer valence vertical ionization energies were calculated
using the outer valence Green function OVGF/6-3114++G**
methods (von Niessen et al., 1984; Ortiz, 1988), based on the
optimized geometries using B3LYP/6-3114++G**.

The determination of the potential energy surfaces for the
two flexible metronidazole and misonidazole compounds is
very challenging, because rotations of their single C-N, C-C,
and C-O bonds may produce a number of local minimum
structures, i.e., conformers on their potential energy surfaces.
All the possible stable conformers of a molecule may contribute
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FIGURE 3 | Potential energy surface for rotation of the metronidazole molecule around the N6-C5 (dihedral angle O7N6C5C4) (A) and C10-C11 (dihedral angle
012C11C10N1) (B), respectively. The red dots indicate the angle of rotation of the structure represented on the left hand side of the figure. They have been chosen as

Frontiers in Chemistry | www.frontiersin.org

May 2019 | Volume 7 | Article 329


https://www.frontiersin.org/journals/chemistry
https://www.frontiersin.org
https://www.frontiersin.org/journals/chemistry#articles

Chiarinelli et al.

Radiation Damage Mechanisms of Nitro Compounds

to the measurement, based on Boltzmann’s distribution at the
temperature of the measurement. The search for all possibly
stable conformers can be a daunting task. The structures
and vibrational frequencies of the different structures in the
potential energy surface of metronidazole and misonidazole for
the electronic ground state were calculated using the Gaussian
09 program package (Frisch et al., 2009). High-level ab initio
calculations have been done to map the potential energy surface
for internal rotation of the molecules. Among the several
rotational paths that the molecule can follow, here we have
considered the ones which, leading to large potential energy
barriers, are able to produce stable local minimum structures,
i.e., conformers of the compounds. These rotational pathways are
represented in the following figures. In the case of metronidazole
the rotations around the N6-C5, which is the nitro and imidazole
N-C bond and C10-C11 which is the ethanol backbone C-
C bond, exhibit apparent energy barriers due to formation of
the intramolecular hydrogen bonding. The relative potential
energy scans were calculated rotating these two bonds, N6-
C5 (dihedral angle O7N6C5C4), and C10-C11 (dihedral angle
012C11CI10N1), respectively. The potential energy scans as a
function of the dihedral angles are reported in Figure 3.
Optimizations of the structures are performed again at the
local minima structures on the potential energy surface and

the stable local minimum structures (conformers) are then
found. The selected parameters which characterize the minimum
structures conformer I (C10-C11) and conformer II (N6-C5)
are collected in Table 1ISM. We found that although conformers
I and II obtained from rotation of the N6-C5 and C10-
C11 bonds, respectively, are almost energy degenerate with a
difference of 0.085 KJ/mol, they are different conformers as
other properties such as dipole moments are very different.
Vibrational frequency calculations were performed at the same
level of the geometry optimization to characterize the stationary
points as either minima or transition state structures (first-order
saddle points). The frequencies calculated for the minimum
structure conformers are all positive confirming that they are true
minimum structures.

In the case of misonidazole the same high-level ab-initio
calculations have been performed to map out the potential energy
surface for internal rotation of the NO, group around the N6-
C2 bond (Figure 4A), of the OCH3 group around the C18-021
bond (Figure 4B) and of the OH group around the C14-O16
bond(Figure 4C).

Once the minimum in the potential energy surface is
found, we optimized it for the most stable structure. Due to
intramolecular hydrogen bonding, the rotation of the OH group
produces a conformer more stable than the rotation around
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FIGURE 4 | Potential energy surfaces for rotation of the misonidazole molecule around the N6-C2 (dihedral angle O7N6C2N3) (A), C18-021 (dihedral angle
C14C18021C22) (B) and C14-016 (dihedral angle H17016C14C11) (C) bonds, respectively. The red dots indicate the angle of rotation of the structure represented
on the left hand side of the figure. They have been chosen as examples of the effect of the rotation on the structure.
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the other bonds. As in the case of metronidazole, the energy
differences between the analyzed conformers are in the range of
few Kcal/mol. It means that already at room temperature there
is a mix of different conformers. In the calculations only one
structure, the most stable one resulting from the rotation of the
C14-C16 bond (dihedral angle H17016C14C11), is chosen as
starting point of the fragmentation pathway. This may represent
a strong limit, because some pathways might not be identified due
to a different initial structure.

RESULTS

The mass spectra of the metronidazole and misonidazole
molecules measured at 60eV photon energy are shown
in Figure 5.

The metronidazole molecule is built on the 5-NI where the H
bound to C2 is replaced by the methyl group CH3 and the one
bound to the N1 in the imidazole ring by a “short” ethanol tail
(T}, = CH,CH,OH, m = 45 Da) terminated by a OH group. In its

Misonidazole

= O
T,

O,N

[CH,OCH,]"

[CH,CH,OH]"

0 50

[M-NO,-T,-H]"

100
m/z (Dalton)

FIGURE 5 | Mass spectra of the misonidazole (top panel) and metronidazole (bottom panel) molecules measured at 60 eV photon energy.

[M-HONO]"
[M-NO,]"

M

+ Metronidazole
[M-HON(Z] \N\7/CH3
[M-NO,] &NUOH

O2N

150

TABLE 1 | Experimental and theoretical values calculated at the B3LYP6-311 ++G" level of the ionization potential, IP, of the parent ion and AE of some fragments of the

metronidazole, and misonidazole.

Metronidazole

Misonidazole

m/z Assignment Exp. Exp* Theory m/z Assignment Exp. Theory

fragments
171 M = CgHgN303 8.57 £ 0.05 8.84 + 0.1 8.6 201 M = C7H11N3O4 8.65 + 0.03 8.77
125 M-NO» 9.33 +£ 0.07 10.02 £ 0.1 9.59 1565 M-NO» 8.90 + 0.04 9.1
124 M-HONO 9.14 £ 0.10 9.96 + 0.1 154 M-HONO 8.91 + 0.04
81 M-NOo-(T4-H) 12.22 £ 0.10
54 M-NO»-(T1-H)- 13.42 £ 0.10 13.55

HCN

45 CHyOCHg 10.21 £ 0.10 10.40

45 T4 = CHy,CHyOH 12.09 £ 0.10 11.34
In the case of metronidazole also the experimental data by Guo et al. (2012) have been reported. *(Guo et al., 2012)
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mass spectrum (bottom panel of Figure 5) the main features are
at m/z 171 (parent ion M™), m/z 125, and 124 ([M-NO,]" and
[M-HONOJ ™, respectively), around m/z 81 ([M-NO,-(T;-H)]*
group), m/z 53 (corresponding to the opening of the imidazole
ring following a further fragmentation of m/z 81), and around
m/z 42 with the peak at m/z 45 assigned to the ethanol cation tail
[T;]*. Below m/z 20 the peaks due to smaller fragments such as
H,0 and CHj; are also observed.

The misonidazole molecule is built on the 2-NI where the H
bound to the N1 of the imidazole ring is replaced by a “longer”
tail (T, = CH,CH(OH)CH,OCH3, m = 89 Da) in which the
propanol-2 is terminated by a methoxy group. The inspection of
the mass spectra of misonidazole (top, red) and metronidazole
(bottom, black) given in Figure 5 shows that, although the two
molecules share some common fragment groups, the relative
intensities of the different fragments are very different. Two
major differences are observed. One major difference in the two
spectra is represented by the near absence of the parent ion
in misonidazole; the other is that the very limited number of
relevant fragments in the misonidazole spectrum or the number
of intensive fragments in the metronidazole spectrum (bottom,
black) indicate this molecule is more fragile. Therefore, the
radiosensitizers engage with very different bonding mechanism.
The parent ion M™ at m/z 201 of misonidazole represents only a
minor contribution to the mass spectrum and the main feature
at m/z 45 can be assigned to the [CH,OCH;3]" fragment and

corresponds to a part of the tail T,. The other noticeable feature
is represented by the group at about m/z 155 assigned to the [M-
NO,]* fragment. All in all the [CH,OCH3]™" fragment and the
group at about m/z 155 contribute to about 50% of the spectrum
at this photon energy.

As for as the comparison with the 2-NT and 4(5)-NI spectra
reported in Figure 1, it is noticeable that the loss of the NO
group ([M-NO]* with m/z 141 and 171 in the metronidazole and
misonidazole, respectively) or the correlated product NOt (m/z
30) appear to be, if any, a minor channel.

Based on the observations from the mass spectra in Figure 5,
in the PEPICO and AE measurements we concentrated our
attention on the parent ion, the fragments corresponding to [M-
NO;]* and [M-HONO]* and the m/z 45 fragment which may
correspond to the tail [HOCH,CH,]" in metronidazole and a
section of the tail [CH,OCH3]™ in the misonidazole. In the case
of the metronidazole we also investigated two other fragments
at m/z 81 and 54. A detailed report of the AE and PEPICO
measurements relative to all the fragments observed in the mass
spectra will be reported in a separate publication (Bolognesi,
in preparation).

The experimental and calculated AE values are collected
in Table 1, while the branching ratio of the parent ion and
different fragments derived from the PEPICO measurements are
shown in Figure 6. In the bottom panel of the same figures
the photoelectron spectrum of each molecule measured at 60 eV
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is reported. The energies of the cation states calculated by
the outer valence Green function OVGF6-3114++G** method
(von Niessen et al., 1984) up to 15eV are reported in Figure 6
and tabulated in Table 2SM. The spectroscopic pole strengths
calculated in the Green’s function model are in the range of
0.85-0.91, suggesting that the independent particle picture is a
good approximation in this energy region. In the region of BEs
higher than 15 eV electronic configurations with relaxation, two-
hole-one-particle (2h-1p) and higher excitations may dominate
the cationic states. These contributions, which represent the
electronic correlation and relaxation, make the one-particle
picture of the cationic states and/or vertical ionization process
no more good approximations in this region. As a result, we
concentrate on the outer valence region of the compounds in
this section.

In both molecules the parent ions are possibly produced only
via the ionization of the electrons on their highest occupied
molecular orbital (HOMO) states. In the case of misonidazole
the production of the parent ion competes already at threshold
with dissociation channels involving the NO, and HONO
losses, see also Table 1. The same channels are observed in the
metronidazole at about 1 eV above the ionization threshold with

the HONO fragment loss having its maximum branching ratio
in the energy region of HOMO-1 to HOMO-3 orbitals The NO,
loss channel is characterized by an AE very close to the one of
the HONO loss, but becomes more effective at BE > 12eV. The
channel leading to the formation of the [CH,OCH3]™ fragment,
which appears to be the dominant channel in the fragmentation
of misonidazole, has a measured AE in the proximity of the BE
of the HOMO-1 state and already at a BE of 12 eV its branching
ratio is about 0.5. The channel leading to the m/z 45 fragment in
metronidazole, which corresponds to the loss of the tail bound to
N1 in the imidazole ring, displays a higher AE (about 12.09eV),
but a lower branching ratio (maximum value of about 0.1). The
AE of m/z 124 and 125 fragments measured by Guo et al. (2012)
are also reported in Table 1. The two sets of experimental data
agree within their respective uncertainties.

DISCUSSION

The mass spectrum of the metronidazole molecule has been
previously measured by 75eV electron impact (Linstrom and
Mallard, 2008) and at a few photon energies between 9.5 and
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13eV by Guo et al. (2012) in the m/z range 100-180. All the
previously observed fragments of metronidazole in the electron
impact spectrum are also present in Figure 5. However, we
noted that slightly different intensities for the bands centered at
approximately m/z 125 and 81, respectively, are observed in this
spectrum. In the outer valence region, the measurements by Guo
etal. (2012) are consistent with the present PEPICO experiments.
At 9.5eV only the parent ion is produced in the photoionization
event, while at 11 eV fragments corresponding to the NO2 and
HONO losses at m/z 124 and 125 are observed as well as
at the highest photon energy used (13eV) also the fragments
corresponding to m/z = 126 and 127. Pandeti et al. (2017)
observed the loss of C2H40O (44 Da) at position N1 followed
by the NO2 loss as the dominant fragmentation channels
in a collision induced dissociation experiment of protonated
metronidazole. Such a process in the present case would lead to
prominent features at m/z 127 and 81, respectively. While the
feature at m/z 81 is clearly observed in the mass spectrum in
Figure 5, the other one seems to give a minor contribution to
our spectrum.

Less information is available for the mass spectrum of
misonidazole. Recently Feketeova et al. (2014) presented
fragmentation spectra of protonated misonidazole in the m/z
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FIGURE 8 | Fragmentation pathways in metronidazole leading from m/z 81 to
the m/z 54 fragment and the neutral species HCN. The initial isomer is
CH3CNCHCHN in pathway (A) and CHzCNHCoHN in pathway (B). The AE
values of the transition states refer to the IP.

range 60-205 obtained by collision and electron induced
dissociation experiments. The assignment of the features
observed in Figure 5 has been done according to that work and
for the low m/z region not covered by the study of Feketeova et al.
(2014) the results of the competitive fragmentation modeling
method (Allen et al., 2014) have been employed to assist
the analysis.

Very rare photoelectron spectrum (PES) studies are
available for metronidazole and misonimidazole. The PES
of metronidazole was measured and interpreted by a comparison
with a series of spectra of simpler methylnitroimidazoles by
Kajfez et al. (1979). The spectrum was measured with a Hel
discharge lamp with a resolution of about 35 meV. Despite the
lower resolution all the features assigned by Kajfez et al. (1979)
are also visible in the present study as given in Figure 6 (see
Table 3SM). The present measurement extends over a broader
binding energy range up to 25 eV. To our knowledge no previous
photoelectron spectrum of misonimidazole has been reported in
the literature. The charge densities of the molecular orbitals in
Table 4SM indicate that the HOMO is a 7 orbital located above
and below the imidazole ring plane, while in the case of the
HOMO-1a contribution of ¢ type between C14 and C18 exists.
In the comparison of the two experimental spectra the HOMO
of the misonidazole appears to be stabilized (the BE being about
200 meV higher than in the metronidazole) while the theoretical
predictions sets the BE of the HOMO of misonidazole about 100
meV below the metronidazole one, see Table 2SM. However, the
differences are well within the accuracy of the approximation of
the used theoretical method and the experimental uncertainties.

Let’s now discuss the AEs and the ion yields determined in
the energy selected PEPICO experiments. In the case of the
metronidazole the parent ion (m/z 171) is observed (Figure 6)
only in the region of the HOMO orbital. Already at about
1eV above the ionization potential, IP, the state selected mass
spectrum is dominated by the m/z 125 and 124 fragments, which
correspond to the NO, and HONO losses, respectively. The
process leading to the NO, elimination has been simulated. In
this simulation as well as in all the others discussed later on in the
text the full potential energy surface along the possible reaction
coordinate has been explored. To simplify the representation in
the figures only the transition states (TS) and the final optimized
geometries of the products have been reported together with
the relevant energies referred to the calculated adiabatic IP. The
simulations summarized in Figure 7, right panel, shows that the
process leading from the parent ion in its ground state to a
charged fragment with m/z 125 and the NO, elimination needs
to overcome a barrier of about 1eV. The calculated AE is in
satisfactory agreement with the measured value. The simulation
also indicates that the NO; elimination leads to the formation
of a by-cyclic structure in which O12 is bound to C5. This
can be explained by considering as a starting configuration the
conformer II (see Table 1SM) with the O12H group oriented
toward the nitryl group.

This can be rationalized considering that the scans that
lead to the identification of the conformer of minimum energy
(see Figure 3), indicate that within an energy range of a
few meV several conformers exist. As already mentioned, this
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represents a severe challenge for the simulations, because the
use of a conformer as a starting point of a scan may strongly
influence the reaction path. Guo et al. (2012) studied the
NO; loss and found that the cleavage of the C5-N6 bond is

accompanied by an intramolecular hydrogen transfer. These
authors considered three different formation pathways starting
by two conformations of the parent ion, which differ by the
orientation of the O12H hydroxil group with respect to the nitryl
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group. In all cases the transition states involve the formation of
a by-cyclic structure with energy barriers between 1.1 and 1.3 €V,
which is consistent with the one calculated in the present work.

The same authors (Guo et al., 2012) proposed similar reactions
for the HONO loss. When the hydroxyl group is located at the
same side of the nitryl one the H atom of the hydroxyl group is
transferred to the nytril one and an intramolecular ring-closing
reaction occurs via the formation of the C11012-C5 bond. When
the hydroxyl group is located at the other side one H atom
migrates from C10 to the nytril group. The calculated energy
barrier of 0.72 eV and AE=9.20¢eV for the first route are closer
to the observed experimental value, thus it has been suggested as
the most likely (Guo et al., 2012). Our extensive search for the
transition state leading the HONO loss failed. The formation of
the fragment at m/z 124 via the two successive losses of NO,
and H lead to a calculated AE of about 17 eV, i.e., more than
7 eV higher than the experimental observation. Thus, while our
experimental observation is in agreement with the one by Guo
et al. (2012) and consistent with the predicted value by the
same authors we can’t confirm theoretically the reaction pathway
they proposed.

On the left part of Figure7 the path leading to the loss
of the tail T; (CH,CH,OH, 45 Da) by the C10-N1 rupture
is illustrated. The simulation shows that at the rupture of the
bond the formed structure is CH;CHOH, i.e., a H migration
occurred. In this process the charge might be localized either on
the heavier fragment, which includes the imidazole ring, or on
the tail. Considering the relative intensity of the peaks at m/z
126 and 45 in Figure 5, it seems that the process leading to the
CH3CHOH ™ fragment is the most likely one. The appearance
energy of this latter process has been calculated to be 11.34 ¢V,
i.e., 2.74 eV above the IP. The predicted value is about 1 eV lower
than the observed one. Guo et al. (2012) in the measurement at
photon energy of 13 eV observed a tiny feature assigned to m/z
126 and calculated the AE of that fragment at 12.21eV. Even
though in our experiment the branching ratio for that fragment
is vanishing, we calculated its AE and found a value of 12.16 eV
consistent with the one by Guo et al. (2012).

It is interesting to note that in the scan of the potential energy
surface no paths leading to the isomerization of the NO, and
the following NO loss, as observed in the 2- and 4(5)-NI, have
been found. This is consistent with the experimental observation
and represents a major difference in the fragmentation of the
molecules studied here and their nitroimidazole model systems.

The other relevant fragment in the mass spectrum of
metronidazole is at m/z 81, which results from the successive
losses of NO, and CH,CHOH. Starting from the fragment m/z
125, the migration of H from the CH,OH group to the ring
occurs, leading to a break of the double ring and subsequent
elimination of CH,CHOH. The m/z 81 fragment, which can
have two configurations with a H atom either bound to C5 or
to N1 (Figures 8A,B, respectively), will further evolve with the
formation of the fragment m/z 54 and the neutral species HCN
(27 Da). Depending on the initial structure two interesting paths
have been observed on the potential energy surface. In the first
case (Figure 8A) a transition state at about 4.4 eV above the IP
leads to the opening of the ring at the N3-C2 bond with the

release of the HC4N3 group. In the second case (Figure 8B) one
could have foreseen a direct elimination of HNC, but theoretical
calculations demonstrate instead an unexpected mechanism.
This involves two bond ruptures along the ring leading to HNC
elimination as a first step. Then a closed structure with C4-C2
and C4-C5 bonds is formed (transition state at about 4.95eV
above the IP) and finally the HC5N1 group is lost. The predicted
AEs for the m/z 54 fragment in both pathways are consistent
with the experimental value, but the second one is closer to the
experiment. Thus, it seems the most likely one.

In the case of the misonidazole fragmentation the NO; loss
leading to fragment m/z 155 occurs via two transition states (see
Figure 9) in which a H atom bond to C11 migrates from the tail
to C2. The calculated AE is in satisfactory agreement with the
measured value.

The reaction, that leads to the CsHg¢N3;O3 (156 Da) and
H3COCH; (45 Da) moieties, can occur via two different paths
of concerted mechanisms (Figure 10) depending on where the
charge is localized. The path with the lower barrier (<1 eV) leaves
the charge on the m/z 156 fragment, while the other path with
a transition state of about 1.63 eV has the charge localized on
the m/z 45 fragment. The mass spectrum at 60 eV (Figure 5) is
dominated by this latter fragment and in the PEPICO spectra
(Figure 6) the largest branching ratio is associated to this
fragment, too. The observation that a channel not favored from
an energetic point of view appears to be the dominant one in
the experiment is unusual. It may be explained by the structure
of the orbitals of the misonidazole. As seen in the bottom panel
of Figure 6 and in Table 2SM no ionic states exist at about 1 eV
above the IP and the charge of the 1 HOMO is mainly distributed
above and below the ring (Table 4SM). Vice versa the HOMO-1
binding energy is calculated to be at about 1.4 eV above the IP
and its charge distribution displays a contribution along the C14-
C16 o bond (Table 4SM). Thus, the removal of one electron from
this orbital may weaken the bond and lead to the release of the
charged tail H; COCH;‘.

It is interesting to observe that while in misonidazole the
fragmentation channel leading to the [CH,OCH3]" m/z 45, i.e.,
the loss of a charged part of the tail T, appears to be the dominant
channel with an AE close to the energy of the HOMO-1 orbital,
the loss of the tail, [CH,CH,OH]™", in metronidazole has a
definitely higher AE (>12eV) and it is characterized by a small
branching ratio in the PEPICO measurements. This indicates that
this low-lying fragmentation channel in misonidazole represents
the most efficient channel for energy dissipation.

CONCLUSION

The photoinduced fragmentation of metronidazole and
misonidazole molecules has been studied. The combination of
photoionization mass spectrometry, photoelectron spectroscopy,
photoelectron-photoion  coincidence  spectroscopy, and
computational spectroscopy has been used to investigate
and characterize the main reaction/fragmentation channels
observed in the mass spectra, which correspond to the
elimination of the NO2 and HONO group in both molecules
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and the formation of the [CH20OCH3]+ ion in misonidazole.
The preferential elimination of the nitro-group (-NO2) in both
molecules supports the hypothesis (Adams et al., 2012) that the
radiosensitizer effect is due to the complex redox chemistry,
which, occurring after the selective binding of the nitroaromatic
compounds to hypoxic cells, involves the reduction of the
nitro-group to an amine (-NH2).

The message that can be derived from the present results
is that although both metronidazole and misonidazole contain
imidazole ring in the backbone, the side branches of these
molecules lead to different bonding mechanisms and properties.
Metronitrodazole is very fragile and a complex fragmentation
process follows the initial ionization. Misonidazole on the other
hand is relatively robust. Ionization and fragmentation may
occur simultaneously, as the intensity of the molecular ion in
the mass spectrum is very small. Then the preferential loss
of the [CH,OCH;]™ fragment, i.e., a part of the tail T,, acts
as a protection of the ring against its opening and successive
fragmentations. Therefore, if the therapeutic effect is linked to
the nitroimidazole building block, then the efficient formation of
the [CH,OCH3]* fragment may help to protect the ring and to
preserve the therapeutic effect of the compound.

More complex fragmentation can be linked to toxicity,
thus from this point of view metronizadole, which displays
a very rich mass spectrum, seems to have a higher toxicity
than misonidazole.

The observation that the NO loss, the most relevant channel
discussed in the previous studies (Bolognesi et al., 2016; Cartoni
et al.,, 2018) in the 2-NI and 4(5)-NI molecules, is a minor, if
any, channel in these compounds used in radiotherapy, prevents
a direct extension of the chemical physics mechanisms identified
in the building block molecules to the real drugs adopted in the
clinical use. However the complex metabolism, that determines
the biotransformation of NO and its related oxides in vivo (Kelm,
1999) does not allow to make definitive conclusions.

The results of our study, which has followed a bottom-up
approach, indicate that translating the findings of chemical
physics  experiment to chemotherapeutic =~ compounds
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Tunability and selectivity of synchrotron radiation have been used to study the excitation
and ionization of 2-nitroimidazole at the C, N, and O K-edges. The combination of a set of
different measurements (X-ray photoelectron spectroscopy, near-edge photoabsorption
spectroscopy, Resonant Auger electron spectroscopy, and mass spectrometry) and
computational modeling have successfully disclosed local effects due to the chemical
environment on both excitation/ionization and fragmentation of the molecule.

Keywords: XPS, NEXAFS, mass spectrometry, 2-nitroimidazole, DFT, MCFCS calculations

1. INTRODUCTION

Inner shell electrons are localized on specific molecular sites, due to their “atomic-like” nature, and,
because they are affected by the chemical environment, can provide details on specific molecular
bonds. By means of the tunable and monochromatic X-ray synchrotron radiation, it is possible to
deposit well-defined quanta of energy in selected molecular sites and to probe specific electronic
configurations through core shell excitation and ionization. The question that arises then, is
whether the molecular fragmentation induced by inner shell processes is also site-selective, i.e.,
affected by the “localization” of the core hole, as well as, in the case of photoabsorption, by the
localization and character of the excited orbital. For more than three decades (Eberhardt et al., 1983;
Hanson, 1990), this question has been addressed by using different experimental techniques, which
combined ion, electron, and electron-ion coincidence spectroscopies to study both core ionization
(Ruhl et al., 1993; Nagaoka et al., 2011) and excitation (Riihl et al., 1993; Okada et al., 2003; Tanaka
et al., 2006; Céolin et al., 2008; Bernini et al., 2012; Lin et al., 2014, 2015; Salén et al., 2014). The
features in the absorption spectra are used to “localize” the electron vacancy, through a suitable
choice of the photon energy, without detecting the photoelectron as in the case of core ionization. It
has been argued that a localized core excitation could be used as a sort of “molecular knife”(Tanaka
et al., 2001) to induce controlled bond breakings near the atom of the primary excitation. It is
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usually observed that the molecular fragmentation following core excitation is strongly influenced
by both the molecular site of the initial excitation and the character of the excited molecular orbital.
In fact, significant variations in the fragment branching ratios have been observed across different
excitation thresholds. In some cases, (Ueda et al., 1999; Liu et al., 2005), an ultrafast molecular
fragmentation takes place on a time scale comparable to the electronic decay time of the core hole.
In such cases, the process being driven by the elongation of specific bonds adjacent to the core
excited atom will be dominated by the formation of specific fragments “cut” around the atomic site
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of excitation. However, in most cases the “molecular knife”
interpretation of the site-selective bond scission is questionable,
due to the existence of many fast electronic relaxation channels
ending with the removal of one or more electrons from the
valence shell and subsequent delocalization of the excess energy.
Therefore, the “degree of localization” of the primary excitation
is rapidly lost. Indeed, some authors suggested that the site-
specific fragmentation patterns could be explained as a “memory
effect”(Larkins, 1990; Habenicht et al., 1991), where the electronic
relaxation is driven by the overlap between the core-hole and
the valence orbitals in the final state and depends on the
electron density of the valence orbitals near the excitation site.
This was confirmed by electron-ion coincidence experiments on
2Br-pyrimidine (Bolognesi et al., 2015), where the preferential
formation of certain fragments observed at selected resonant
core excitation energies was found to depend on the overlap
between inner shell excited and the valence ion states, while
a direct correlation between a site-selected excitation and a
bond breakage could not be established. Within this scenario,
site-selective fragmentation patterns are mainly due to selective
electronic relaxation mechanisms, which lead to the population
of dissociative single and doubly ionized valence states, that
are fragmented following their own peculiar pattern. The goal
of the present study is to explore the electronic structure of
2-nitroimidazole (2NIM) in the core excitation and ionization
regions at the C, N, and O K edges by experiments and
quantum mechanics calculations and to investigate the possible
correlations between these core excited electronic states and the
following molecular fragmentation.

The nitroimidazole molecule (C3H3N30;) is made of an
imidazole ring, (C3H4N>), where a hydrogen atom is replaced
by the nitrogen dioxide (NO,) group bound to a carbon
atom. For the X-ray photoelectron spectra (XPS) a qualitative
approach, based on the known properties of the building
blocks of nitroimidazoles, provides an excellent guideline for
the interpretation of the spectrum, confirmed by the differential
Density Functional Theory (ADFT) calculations. The 2NIM core
levels can be related to those of the two building blocks by a
predictable chemical shift due to the higher electronegativity
of the nitro group. The near-edge X-ray absorption fine
spectra (NEXAFS) accurately assigned by quantum mechanics
calculations, provide a description of the electronic structure
of the main core excited states. Finally, the mass spectrometry
experiments allow to follow the fate of the dissociative core
excited/ionised states by evolution of the partial ion yields across
the different thresholds.

The photoionization and photofragmentation properties of
nitroimidazole isomers, including 2NIM, have already been
investigated in the valence region for the neutral (Bolognesi et al.,
2016; Cartoni et al., 2018) and protonated (Feketeova et al.,
2015b) molecule. The 4(5)NIM isomers have also been studied by
XPS and NEXAFS (Feketeovd et al., 2015a) as well as by ion-ion
coincidence experiments (PIPICO) (Itild et al., 2017). Sections 2
and 3 describe the experimental and theoretical methods, while
section 4 is devoted to the description and discussion of the
XPS, NEXAFS, and mass spectrometry measurements. Section 5
contains summary and conclusions.

2. EXPERIMENTAL

The experiments were performed at the Gas Phase photoemission
beamline (Blyth et al., 1999) of the Elettra synchrotron (Trieste,
Italy) using the end station, already described in previous
studies, for photoemission and mass spectrometry measurements
(Bolognesi et al., 2015). Briefly, the radiation source of the
Gas Phase beamline is an undulator (Diviacco et al., 1992)
that provides fully linearly polarized radiation in the energy
range from 13.5 to about 900 eV. Monochromatization of the
radiation is provided by five interchangeable gratings and the
energy selected photon beam reaches the interaction region in
a spot size of a diameter of about 300 um. The experimental
apparatus is a high vacuum chamber hosting a hemispherical
analyzer (VG 220i) and a custom made Wiley McLaren (Wiley
and McLaren, 1955) time-of-flight (TOF) spectrometer mounted
opposite to each other at the magic angle with respect to
the polarization axis of the photon beam. The hemispherical
analyzer, which mounts six channeltron detectors for parallel
acquisition, was used to measure the XPS spectra of the C, N,
and O (1s) orbitals of 2NIM at about 90 eV above their respective
ionization thresholds, with an overall energy resolution of
0.3 eV. Each XPS spectrum required an acquisition time of
about 10 h, with a typical counting rate of the order of 10
counts/s. The chosen photon energies are sufficiently far from
the ionization thresholds so that post-collision interaction effects
can be neglected. The TOF spectrometer was operated with an
extraction field of 700 Vem™! and antisymmetric polarization
of the repeller/extractor electrodes (Directed Energy Inc. model
PVM4210). The operation mode can be either a continuous
extraction, for the measurement of the total ion yield in the
NEXAES spectra, or a pulsed extraction for mass spectrometry,
using a pulse generator (Stanford Research DG535) at 1 kHz
frequency. In the NEXAFS spectra the photon energy resolution
was 20 and 50 meV at the C, N, and O K-edges, respectively. The
measured yields were normalized to the photon beam intensity
variation read by a photodiode placed at the end of the beamline.
The mass spectra were measured at several photon energies
in the C, N, and O K near-edge regions, with a step size of
0.25 eV and a typical acquisition time of 800 s per point. In
the data analysis, the background was subtracted to each raw
mass spectrum and then the intensity of each m/z fragment was
evaluated as the sum of yields within the time-of-flight range of
interest (corresponding to about m/z £ 0.5). Then, the branching
ratio of each fragment was obtained by normalization to the total
ion yield.

Both the XPS and NEXAFS spectra were calibrated according
to the well-known references of CO, (Wight and Brion, 1974;
Tronc et al., 1979, 1980; Hatamoto et al., 2007) (C(1s)~! at 297.6
eV,0(1s) " at541.3 eV, C(1s)— m* at290.77 eV and O(1s)— 7*
at 535.4 e¢V) and N, (Thomas and Shaw Jr, 1974; Sodhi and
Brion, 1984) (N(1s)™! at 409.9 eV and N(1s)— x* at 400.87
eV), inserted as diffuse gases in the vacuum chamber. The 2NIM
sample (molar mass 113 Da and 98% purity) was purchased from
Sigma Aldrich. The powder was introduced into the vacuum
chamber in a crucible and heated to about 80°C to be sublimated
for gas phase analysis. The background pressure was 2 x 1078
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mbar and a cold finger was used to reduce contamination from
background residual water.

3. THEORY

Calculations were carried out for both ionization (XPS) and
excitation (NEXAFS) of the core shells of the three C,
three N, and two O atoms of 2NIM. The photoemission
spectra were modeled by all-electron differential methods fully
including electronic relaxation (AHF) and partially including
electronic correlation (ADFT) by using the DALTON code
(Angeli et al, 2013). With the same code, we carried out
accurate multiconfigurational self-consistent field (MCSCEF)
calculations to assign a peculiar feature appearing in the
oxygen K-edge XPS spectrum due to a shake-up process. The
Restricted Active Shell (RAS) approximation, describing the
electron correlation in the highest 12 valence levels, and the
medium size Ahlrichs-VTZ basis set (Schifer et al., 1992)
were adopted. A valence electron method introduced recently
(Iannuzzi and Hutter, 2007), with the use of a potential to
describe the relaxation of the core hole, was employed for
the simulation of the NEXAFS spectra. These calculations
were performed with cp2k (Lippert et al., 1999) within
the all-electron implementation of the Gaussian Augmented
Plane Wave (GAPW) (Krack and Parrinello, 2000) method.
The Kohn-Sham (KS) wave-functions were projected on a
set of Gaussian contracted functions. We employed two
different atomic basis sets: aug-cc-pVTZ (Dunning Jr, 1989)
for the molecular structure optimization and aug-cc-pVQZ
to improve the accuracy of the higher excited states of
NEXAFS spectra.

The computational efficiency of the GAPW method relies
on an auxiliary electronic density that is partitioned in an
electronic part, smoothly varying between atoms and in an
electronic part, rapidly varying close to the nuclei. For a fast
evaluation of the Coulomb and Exchange potentials, a plane-
wave expansion is adopted to project the former, whereas
combinations of localized atomic functions describe the latter.
Thus, beyond Gaussian basis sets, we used plane waves with
an energy cut-off of 300Ry to expand the smooth part of
the auxiliary electronic density. The BLYP (Becke, 1988; Lee
et al., 1988) density functional was chosen for the exchange
and correlation part of the KS hamiltonian. We calculated the
NEXAFS spectra by following the protocol described by Iannuzzi
and Hutter (2007) which is based on the direct calculation of
both the excitation energy and the dipole transition element
between the selected core orbitals and a certain number of virtual
orbitals obtained through a full-core-hole transition potential
(Jayawardane et al., 2001; Hetényi et al., 2004) on the adsorbing
atoms. This method predicts accurate relative positions of the
main NEXAFS features. In order to get the absolute energy
scale for the full set of excitations at a given K-edge, we
performed DFT calculations to estimate the energy difference
between the ground state and the first core-excited state. The
Stieltjes Imaging method (Langhoff, 1980; Cacelli et al., 1991)
was applied to the discretized excitation spectrum, followed by

a convolution with a Gaussian (FWMH = 0.2 eV) to mimic
both the finite lifetime of the excited states and the limited
experimental resolution.

4. RESULTS AND DISCUSSION

The presentation of the results is organized in three subsections,
devoted to the XPS, NEXAFS, and mass spectrometric
experiments, respectively. For the XPS and NEXAFS
experiments, a qualitative approach, based on the spectroscopy
of imidazole and nitrogen dioxide molecules, guided a first
assignment of the different features of the spectra. This was
then fully validated by the AHE, ADFT, AMCSCE and TDDFT
calculations: the discussion of the observed chemical shifts
unravels the role played by the nitro group in the stabilization
of the imidazole ring atoms. The theoretical prediction of
the NEXAFS spectra allows to disentangle the contribution
of the different non-equivalent atoms in each absorption
spectrum and to analyze the charge distribution in the lowest
unoccupied molecular orbitals, LUMO, and LUMO+1. The
last subsection reports the results of the time of flight mass
spectra measured at several photon energies in the C, N, and
O near K-edge regions and the discussion of the site-selective
molecular fragmentation.

4.1. The XPS Spectra

The XPS spectra of 2NIM at the C, N, and O K edges are
shown in Figure 1. The main C and N spectral features were
tentatively fitted with three Gaussian functions with the same
area, corresponding to the number of non-equivalent atoms
of the same species. The results are indicated as peaks A to
C for carbon, and D to F for nitrogen. In the O case, the
two non-equivalent atoms O7 and O8 are expected to be non-
degenerate. However, the calculated splitting of about 100 meV
(see Table 1) combined with the vibrational broadening makes
the two peaks unresolvable in the XPS measurement within
the present experimental resolution. Therefore, only the average
position of the two contributions is reported in the experimental
data and the O (1s) peak is labeled G.

A first qualitative assignment of these XPS spectra is suggested
by the energy positions of the main XPS bands for imidazole
(Apen et al., 1993; Thomason et al., 2015) and nitrogen dioxide
(Davis et al.,, 1973; Jolly et al.,, 1984), i.e., the building blocks
of the nitroimidazole molecule. The core binding energies (BE)
of these building blocks are represented by the vertical bars in
Figure 1, and the corresponding values are reported in Table 1,
together with the binding energies of 4- and 5-NIM isomers from
Feketeové et al. (2015a). An overview of the 2NIM, imidazole and
nitrogen dioxide XPS binding energies is also displayed in the
diagram of Figure 2. Based on the qualitative analogies among
the nitroimidazole isomers and their building block molecules,
we assign the 2NIM XPS peaks A to G for increasing binding
energies to the C4, C5, C2, N3, N1, N6, O7/8 atoms, respectively.
This qualitative assignment is fully validated by our ADFT
calculations, also reported in Table 1. Apart from an average shift
of about 1.1 eV for the C and N spectra and -0.42 eV for O, there
is good agreement between the theoretical predictions and both
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FIGURE 1 | The C, N, and O XPS spectra of 2NIM measured at a photon
energy about 90 eV above their respective ionization thresholds: experimental
points (black circles) and best fitting with Gaussian functions (red and green
lines). The energy position of the XPS lines of imidazole and nitrogen dioxide
are also shown as blue bars in the C, N, and O cases, respectively (see also
Figure 2 and references in the caption for source data). In the bottom panel,
the inset shows the structure of the 2NIM molecule and its atoms numbering.

the experimental observations, and the qualitative assignment
provided by the “building block approach.”

The three C(1s) XPS peaks in all nitroimidazoles show a
clear influence of the presence and specific location of the NO,
group on the imidazole ring. In fact, all C(1s) binding energies
(black levels in Figure 2) are chemically shifted toward higher
values with respect to those of the corresponding atoms in the
imidazole molecule. These positive shifts are due to the electron
withdrawing of the NO;, group, producing a charge transfer
from the imidazole ring to the nitro group, which reduces the

electronic relaxation around a core hole on the ring atoms,
increasing their binding energies. In 2NIM, this effect is more
pronounced on the C2 atom, which is directly involved in the
C2-NO; bonding. The experimental data provided 1.82 eV for
the C2 chemical shift, to be compared with an average shift of
1.1 eV for C4 and C5 with respect to imidazole. It should be
noted that according to the Koopmans theorem (KT), ground
state HF calculations predict chemical shifts of 2.5,1.3,and 1.6 eV
for the C2, C4, and C5 atoms, respectively, going from imidazole
to 2NIM. ASCF calculations, fully including electron relaxation
around a specific core hole, predict instead 2.2, 1.7, and 0.7 eV
respectively, to be compared to experimental values of 1.8, 1.2,
and 1.0 eV (see Figure 1). It is clear, from this comparison, that
an interpretation of the chemical shift as due to an “initial state
effect” (KT) is only a rough approximation and can be erroneous
in the prediction of the relative size of the chemical shift for non-
equivalent atoms in the molecule. The inclusion of electronic
relaxation around the core hole (final state effect) can instead
provide a reliable estimation of the chemical shift.

For the N(1s) XPS spectrum, the comparison between 2NIM
and its building blocks is more complex; in fact, it is necessary
to distinguish the case of the ring atoms NI and N3 of the
imidazole and the N6 atom of the NO;, molecule. The building
block values are significantly separated in energy (around 7 eV),
clearly manifesting the influence of the chemical environment
on the core binding energy, with the nitrogen atoms surrounded
by the two strongly electronegative oxygen atoms in NO,, or by
carbon atoms, when embedded in the imidazole ring. In 2NIM,
the N3 and N1(1s) electron binding energies, similar to the C
case, present a positive shift with respect to imidazole, while N6
presents a negative shift with respect to nitrogen dioxide, i.e.,
shifting toward smaller binding energies. This can be explained
by considering the same effect already discussed in the C case
where, in the C2-NO, bond, the nitro group withdraws electron
charge mostly from the C2 atom, but also, by inductive effect,
from the entire imidazole ring. Therefore, the reduced screening
on the N3 and N1 ring atoms increases their (1s) electron
binding energies while on the N6 atom of the nitro group this
has the opposite effect, increasing the shielding and therefore
decreasing the N6(1s) binding energy with respect to the NO;
isolated molecule.

In the binding energy of the O(1s) electrons, similarly to the
N6 case, there is a significant negative shift of about -2.5 eV in
2NIM with respect to NO,. The break of symmetry with respect
to the isolated NO, molecule is likely to introduce a chemical
shift between the O7/0O8 atoms. Theoretically, this has been
estimated to be of 0.1 eV. In the experimental XPS spectrum at
the O K-edge a small band at about 540.2 eV is clearly visible. To
assign this particular feature, accurate MCSCF calculations were
performed to include in the theoretical model both the electron
relaxation described by the HF method and electron correlation.
This was explicitly done for all the outer 12 valence electrons
and the energy of the 2NIM ground state, the O(1s) core hole
state and the lowest energy shake-up state are reported in the
second column of Table 2. The MCSCF calculations predict an
energy for the lowest shake-up state (HOMO-LUMO excitation)
that is 1.6 eV above that of the core hole state, in excellent
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TABLE 1 | Comparison of present experimental and theoretical core ionization potentials of 2NIM with equivalent experimental and theoretical data for the 4- and 5NIM
isomers (Feketeova et al., 2015a), imidazole (Becke, 1988), and nitric dioxide (Jayawardane et al., 2001).

Site 2NIM 2NIM 4(5)NIMm 4NIM 5NIM Imidazole NO;
Expt(eV) Th (eV) Expt (eV) Th (eV) Th (eV)

C4 A, 291.69(2) 292.59 292.6 292.41 291.83 290.5 -

C5 B, 292.11(2) 293.14 293.1 292.16 292.89 2911 -

C2 C, 293.62(2) 294.97 293.4 292.71 292.77 291.8 -

N3 D, 405.45(2) 406.37 406.37 405.40 405.31 403.9 -

N1 E, 407.53(2) 408.27 408.27 407.67 407.67 406.2 -

N6 F 412.09(2) 413.66 413.66 411.28 411.73 - 412.6(5)
413.3(5)

o7 G, 539.10(2) 538.63 538.5 538.09 538.50 - 541.3(5)

08 538.74 538.19 538.47 - 542.0(5)

The latter two molecules can be considered as building blocks of the nitroimidazole family of molecules (see text). Numbers in parenthesis represent the uncertainty of the present fitting
procedure. *NOy being an open shell molecule, the core ionization leads to two (A1 and 'A+) states due to spin coupling.

agreement with the energy position of the peculiar band observed
around 540.2 eV that therefore can be ascribed to a shake-up
process. This is a clear example that the HOMO-LUMO energy
difference predicted by a calculation for the initial ground state
(estimated as large as about 10 eV at the HF level) should be
considered only as a very rough approximation for the prediction
of the energy level of the lowest shake-up state. In the present
case the unusually low energy of the shake-up state derives from
the electron distribution of the LUMO orbital in the final state
which is mostly located close to the core hole (see next section).
Similarly to the 4(5)NIM and related compounds, the O(1s) XPS
spectrum shows a broad maximum at about 542 eV. This feature
could not be ascribed to the presence of any possible residual
gas or fragment from the decomposition of the 2NIM molecule.
In the present work we do not have definite assignment for this
feature, but in the work of (Feketeova et al., 2015a) it was assigned
asam — ¥ shake-up.

4.2. The NEXAFS Spectra

The comparison between the experimental and theoretical
NEXAFS spectra of 2NIM at the C, N, and O K-edges is reported
in Figures 3A-C. All the computed spectra were convoluted
with a Gaussian function (width = 0.2 eV) to mimic both the
experimental response function and the vibrational broadening,
and shifted by arbitrary amounts, reported in their respective
figures, to obtain a good matching with the low energy bands
of the experimental spectra. The calculated spectra neglect the
vibrational distribution of the electronic states. This may change
the position of the centroid, the shape and the relative intensity of
the bands. Nevertheless, there is a very good agreement between
theoretical predictions and experimental data in the low energy
part of the spectra, i.e., in the region of the excitations involving
the LUMO and LUMO+1. Some discrepancies are observed in the
region approaching the continuum, due to the poor reproduction
of the region of the Rydberg excitation by the adopted theoretical
methods. The different colors in Figures 3A-C represent the
individual contributions from the non-equivalent atoms and
allow identifying the role played by each one in the different
energy regions of the spectra, in particular on the discrete

features at the low energy side corresponding to excitations to
the lowest virtual orbitals. The charge distribution of the LUMO
and LUMO+1 orbitals are reported in Figures 3D-F, showing
that these orbitals are all of 7 and antibonding nature. Above
the ionization thresholds, broad features usually assigned to
transitions to o™ shape resonances are also observed. This kind
of excited state involves antibonding o orbitals quite localized in
the core hole region and, as a consequence, the transition dipole
moment can be large. However, their usually strong dissociative
character, leads to a spreading of such intensity on a large band
by a coupling, which depends on the atomic site and the bond
environment. In all cases, the excitation energies of the non-
equivalent atoms follow the same ordering as in the XPS spectra
(see Table 1), even though the charge distribution of the different
excited orbitals may produce a different core hole screening
for each site and therefore modify the values of the chemical
shift with respect to the ones measured in XPS. Concerning the
comparison of 2NIM to imidazole, an opposite behavior can be
observed in the binding energy shifts of the XPS and NEXAFS
spectra. Indeed, while ionization energies of 2NIM shift to larger
values with respect to imidazole, the excitation energies shift to
a lower one, indicating a stabilization of the LUMO orbitals.
This is clearly illustrated in Figure 2, where the binding energies
of the LUMO (red bars, assigned according to the theoretical
calculation) and of the ionization (black bars) at the C, N, and O
K edges are reported for nitrogen dioxide, 2NIM and imidazole.
Although in the core excitation the molecule is neutral, the
LUMO is embedded in the field of an ion with a localized charge.
This leads to a lowering of the LUMO energy with respect to the
ground state of the molecule. This stabilization strongly depends
on the charge of the core hole and its screening. In the case of
2NIM, the NO, group removes the charge to screen the core
hole and the binding energy as well as the attractive force of the
partially screened core hole on the LUMO electron increases, thus
the LUMO in 2NIM is stabilized with respect to imidazole. This
shows that the effect of the substituent group is opposite on the
binding energy of the core orbitals and on the excitation energy
of the LUMO. Another contribution to the lowering of the LUMO
energy in the 2NIM is likely due to the hyperconjugation of the
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2015) molecules.

TABLE 2 | Results of MCSCF calculations for: ground state, O core hole state and
lowest energy O shake-up state of 2NIM; total energy in second column and
relative energy (binding energy) in third column.

State E(MCSCF)(au) AE(eV)
GS -428.41814 0.0
O1 corehole -408.6122987 538.9
O1 shake-up -408.553992 540.5

NO; 7 orbitals with the aromatic orbitals of the imidazole ring.
It is not straightforward to evaluate the amount of these two
contributions in the observed lowering of the LUMO, but it is
realistic to consider that both of them are present.

In the C NEXAFS spectrum (Figure 3A) we observed several
structures, labeled a to g, organized in four main groups. The
first group contains the partially resolved features a to c at 286,
286.6, and 287 eV, respectively. Previously published NEXAFS
measurements of 4(5)NIM have empirically assigned this group
of peaks (energy region 285.3-287.0 eV), to a series of C(1s)—
7* transitions (Feketeovd et al., 2015a). In the present work,

supported by the theoretical predictions, we assigned the feature
a mainly to a C5(1s)-LUMO transition with a minor contribution
from the C4-LUMO, feature b to the C4(1s)-LUMO+1 transition
with a minor contribution from the C2(1s)-LUMO and then
feature ¢ to C5(1s)-LUMO+1 transition. The tiny feature d at
288.6 eV is dominated by the C4 contribution while e and
f, at 289.4 and 290.3 eV, respectively, are dominated by core
excitations from C2, approaching the C4 and C5(1s) ionization
continua. The broad feature g at 292-295 eV can be attributed,
by present calculations, to o* resonances, with the strongest
contributions due to excitations from the C2 core orbital to
antibonding orbitals along C2-N6 and C2-N1 and, to a minor
extent, from the C5 core orbital to antibonding orbitals along C5-
N1. In the C NEXAFS like in the XPS there was a positive shift,
i.e., toward higher excitation energies, of the C2(1s) excitation
spectrum with respect to the C4 and C5 contributions, which
are very close in energy. The gas phase electron energy loss
(EEL) measurement of imidazole (Apen et al., 1993) assigned the
overlapping contribution of the LUMO excitations from the three
C atoms to a large, unresolved feature at 286.7 eV.

In the N NEXAFS spectrum, three distinct features labeled A, i,
and [/ at 398.9, 401.1, and 403.9 eV were observed experimentally
and were very well reproduced in both position and relative
intensities by the theoretical predictions. According to the
present calculations, their assignment follows the same ordering
as in the XPS spectrum. The first feature, A, is attributed entirely
to the N3(1s) excitation to the LUMO orbital, the second one, i,
to the overlapping of the (1s) excitation from N1 to LUMO and
from N3 to LUMO+1, while the third and strongest feature, /,
has a mixed contribution from all three N sites, but is dominated
by the N6(1s) to LUMO. The position and assignment of these
three features are very close to the ones reported for the 4(5)NIM,
i.e., about 400.55, 401.7, and 403.9 eV, respectively (Feketeova
et al,, 2015a), indicating that the N core excitation is not a
sensitive fingerprint to distinguish the nitroimidazole isomers.
Similar to the C case, an opposite trend was observed in the
core ionization and excitation at the N K-edge. Indeed, the N3
and N1(1s) excitations of imidazole are located at 399.9 and
402.3 eV, respectively (Apen et al., 1993) (i.e., at higher excitation
energy with respect to 2NIM) and the N(1s) excitation in NO;
is located at an average value of 402.34 eV (Zang et al., 1990;
Gejo et al,, 2003) (i.e., at lower energy compared to 2NIM). This
is the opposite behavior with respect to the XPS, where N3 and
N1 (1s) BE were shifted at higher binding energies compared to
imidazole, while N6 was shifted toward lower binding energies
compared to nitric dioxide. The increased electronic density with
respect to NO; results in a decreased binding energy of N6 while,
as discussed above, the attraction of the screened hole on the
electron of the LUMO destabilizes the LUMO itself. Considering
that the hyperconjugation should always have a stabilizing effect
on the LUMO, this result indicates that the most relevant effect
in determining the stabilization/destabilization of the LUMO is
the variation of the hole screening. The m and n features at
around 407 and 409 eV, respectively, can be attributed,using
present calculations, to a partial contribution of 7* transitions
to LUMO+1 and LUMO+2 orbitals from the N6 core orbital as
well as to o* transitions from N1 core orbital to antibonding
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FIGURE 3 | (A-C) The NEXAFS spectra of 2NIM measured at the C, N, and O K edge regions (green dots) are compared to the computed ones, displayed with
different colors for the contribution of the different non-equivalent atoms of the same species. The shifts applied to the computed spectra and indicated in each figure,
produce a good match between experiment and theory for the lowest energy bands. The vertical bars indicate the experimental ionization thresholds from the XPS
spectra. (D-F) iso-surfaces for the LUMO and LUMO+1 orbitals at all calculated excitation channels. The white dots indicate the sites of excitation.

orbitals along N1-H and N1-C2. Similar broad features were also
observed in both imidazole (at 411.4 and 415 eV), where they are
attributed to C-N* transitions, and in NO,, at 416.16 eV.

At the O K-edge, the NEXAFS spectrum below the ionization
continuum is dominated by the intense peak o at 530.85 eV,

containing the overlapping contribution of the core excitations to
the LUMO at atoms O7 and O8. Similarly to the XPS spectrum,
the chemical shift between O7 and O8 does not give rise to
a measurable shift in the observed peaks, as confirmed by the
theoretical prediction of a chemical shift of 0.1 eV (see Table 1).
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The position of the O(1s) LUMO+1, peak p at about 534 €V, is
also quite well predicted by the theoretical model. Considering
the shift of the O(1s) edge in the theoretical NEXAFS spectra,
features r and s, at around 538 and 541 eV, respectively, can
be attributed, by the present calculations, to transitions to o *
orbitals along N6-O.

Concerning the charge distributions reported in
Figures 3D-F, the most evident difference between the
LUMO and LUMO+1 orbitals can be observed along the C2-N6
bond, which has a bonding/antibonding character in case of
excitation to the LUMO/LUMO+1 states, respectively. More
subtle differences are present among the different sites of
excitation but, since the charge is quite delocalized, no evident
correlation between the localization of the core hole and the
charge distribution could be made.

4.3. Mass Spectra and Partial lon Yield

The molecular fragmentation of 2NIM following the C, N, and
O core excitation/ionization has been investigated by measuring
time-of-flight (TOF) mass spectra at several photon energies
across their respective near-edge regions. The mass spectra
measured in the energy regions of the transitions from the C, N
and O(1s) to the LUMO orbital are reported in Figures 4A-C,
respectively, and compared with the ones obtained in the region
just below their respective resonance regions. The assignment of
the main fragments of interest in the present work is reported in
Figure 4 and the list of all fragments is collected in Table S1. In
general, the enhanced photoabsorption cross section at the core
excitation energies affects the intensity of all fragments, thus the
partial ion yields vs. photon energy, mimics the overall shape
of the NEXAFS spectrum. However, the fragmentation pattern
itself, and therefore the molecular branching ratio, depend on the
location of the inner hole (Okada et al., 2003; Tanaka et al., 2006;
Céolin et al., 2008; Bernini et al., 2012; Lin et al., 2014, 2015; Salén
et al., 2014). To prove this, Figure 4 shows the superposition
of the fragmentation mass spectra measured “on” and “oft”
resonance and the quantity (Yield,, —Yieldoﬁr) / Yieldoﬁ for the
major fragments as vertical bars at the bottom of each panel.
This quantity allows the variation of the yield “on” resonance,
with respect to the “off” resonance one, to be evaluated for each
fragment. A value of 1, for example, means that the yield on
resonance has doubled, i.e., suffered 100% variation.

Beginning with the 2NIM parent ion (m/z 113) one sees
that its contribution to the mass spectra at the three edges is
negligible, showing only a minor resonant enhancement in the
case of C(ls)—> =™ excitation (Figure 4A). The fragments at
m/z 97 (2NIM-O)*, 83 (2NIM-NO)*, and 67 (2NIM-NO,)™
involve the nitro group and share the property of leaving the
imidazole moiety unfragmented, even though we cannot infer
about its structure as a ring or an open/rearranged feature.
Their contribution to the mass spectra is small, however these
fragments show significant resonant behavior. At the C(1s)—
7* resonance the (2NIM-NO;)* displays a noticeable decrease,
while the 66T fragment, which corresponds to a further loss
of a H atom from (2NIM-NO;)T, shows a smaller decrease
(Figure 4A). The variation of fragment 83T is significant.
According to a mass spectrometric and PEPICO study in the
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FIGURE 4 | The fragmentation mass spectra of 2NIM measured “on"and “off”
resonance at the C, N, and O K-edges (red and blue spectra, respectively) and
their weighted difference (gray bars) obtained after a normalization procedure
(see text). The binding energy regions 285.5-287.65, 398.5-399.5, and
530.0-531.7 eV have been used to assess the “on” resonance contributions
(see Figure 3). The label M indicates the parent ion and the main
fragmentation channels of interest in this work are also indicated.

valence region (Bolognesi et al., 2016), fragment 83" originates
from a (slow) molecular rearrangement of the nitro group, with
a swap in position between the O and N atoms, losing the NO
group. The reduction of the intensity of this fragment suggests
that C(1s) core excitation triggers “faster” fragmentation or decay
processes with respect to this “slow” molecular rearrangement,
which is therefore hampered. At the N(Is) — 7™ resonance
(Figure 4B), the NO;, loss channel does resonate, doubling
the intensity of the fragments at m/z 66 and 67, while at
the O(ls) —> 7™ resonance (see Figure 4C) both fragments
display a very large increase, more than doubling their intensity.
At this resonant excitation energy, an even larger increase is
observed in fragment m/z 97 due to the O loss. This fragment
is barely present in the “oft” resonance as well as in the
mass spectra at the C and N continua and 7* resonances.
The complementary fragments NO;r (m/z 46), NOT (m/z 30),
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and OT (m/z 16) do not display appreciable relative variations  the N K edge) do not display any significant signal for ion pairs
in the “on” resonance, a part of the NO; fragment which  including m/z fragments heavier than 46. Therefore, we deduced
suffers a small decrease at the N and O(1s)—> 7™ resonances.  that double ionization events are not the major channels for the
This may indicate that (i) the observed NOT and NO; ions  production of heavier fragments in 2NIM too.
are mostly produced by direct photoionization and/or (ii) the The largest contribution to the 2NIM mass spectrum was
complementary NO and NO, molecules or their fragments are ~ provided by fragments in the m/z regions 38-42 and 24-30.
lost as neutral species. These interpretations may be confirmed  The first region was dominated by the m/z 40 fragment due to
by a quantitative comparison of the absolute variation of the — C,H,N™ and its correlated species C;HN™ and C,N*, while the
intensity of the complementary fragments. However, such an  other region was populated by light species like NOT (m/z 30),
estimate based on the present data is unreliable, because it ~CO' /HCNH™ (m/z 28) and its correlated species HCN™T and
would be affected by the kinetic energy distribution of the ~CN™ due to fragmentation of both the imidazole or the nitro
involved fragments, which in turn affects the detection efficiency.  group. All the fragments in the m/z region 38-42 displayed a
photoioni-photoion coincidence (PEPIPICO) experiments (Itili  resonance effect with an increase of their intensity at the three 7 *
et al, 2017) reported that the dominant contribution in the  excitations, while in the region m/z 24-30 the HCN™ and CN*
fragmentation of doubly/multiply charged 4(5)NIM ions just  fragments displayed an opposite behavior and decreased their
above the C K-edge corresponds to the release of NO™T, while  relative intensity at the N and O(1s) — m* resonances, showing
NOJ is either hardly produced or has a large probability to  how the “localization” of the core hole produces large effects on
fragment, consistent with our observations.
The m/z 56, assigned to the HNCHCO™ fragment, is a A more complete view of the effect of the excitation of
peculiar fingerprint of 2NIM, not present in 4(5)NIM at least up  the inner-shell resonances is provided by the branching ratios
to 60 eV photon energy (Bolognesi et al., 2016). Similar to 30T  variation of selected fragments reported vs. photon energy in
and 287, its formation in the VUV energy range is related to the ~ Figures 5A-C for the C, N, and O K edge regions, respectively,
loss of NO and the subsequent fragmentation of the residual 83"  while their values at selected photon energies spanning from 60
fragment. It provides a minor contribution to the mass spectra,  (Bolognesi et al., 2016) to 538 eV are reported in Table S1 and
with a decrease of intensity at the core excitation, in particular  displayed in Figure S1.
in the C case, Figure 4A. Its branching ratio does not display As already mentioned in the discussion of Figure 4, the 2NIM
peculiar resonance effects (see Figures 5A,B). Passing through  parent ion (m/z 113) branching ratio decreased significantly
core excitations and ionizations the fragmentation mechanisms  with increased photon energy up to the oxygen K edge where
could be different from the ones identified in the valence its branching ratio vanishes (Figure S1). This trend is very
region, mainly due to the possibility for multiply-charged ion =~ common in molecular species, due to the large amount of energy
formations. However, the PEPIPICO experiments of (Itild et al.,  delivered by inner shell excitation/ionization and to the many
2017) in 4(5)NIM at 317 eV photon energy (i.e., still well below  active fragmentation channels. Indeed, PEPICO experiments on

these fragmentation patterns.
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2NIM in the VUV energy range, clearly demonstrated that the
molecular fragmentation is state-selective; just after the opening
of the first fragmentation channel (the NO loss, at around
10.6 eV), the branching ratio of the parent ion drops to zero
(Bolognesi et al., 2015, 2016; Cartoni et al., 2018) indicating
that the lowest lying molecular orbital is the only one that
allows preservation of the parent ion as an intact unit in the
photoionization event, at least within a microsecond time scale.
Therefore, with increased photon energy the cross section and,
as a consequence, the contribution of the electronic ground
state to the fragmentation mass spectrum, becomes less and
less relevant and eventually negligible. Furthermore, the parent
ion does not show any resonant behavior, as discussed above,
indicating that the coupling of these core excited states to the
cation electronic ground state is very poor. This was confirmed
by the photoelectron spectra taken at the three main resonances
at the N edge, which showed that the Resonant Auger process
does not lead to an appreciable population of the cation HOMO
state. Among the three regions shown in Figure 5, the carbon
region (Figure 5A) is the one that displays the smallest variations.
Weak resonance effects are observed in the region of the a-c
resonances (see Figure 3A for the labeling), while some effects
on m/z 30, 28, and 40 are observed in correspondence of the d-f
resonances, with an enhancement of the m/z 30 branching ratio
and a depletion on the other two.

In this region, according to the calculations, the main process
is due to the population of the LUMO involved in the excitation
of the C2 atom, the one directly bound to NO;. In the
region of the nitrogen inner shell resonances (Figure 5B), the
branching ratios of most of the fragments display resonance
effects, attenuated in the case of m/z 53, 66, and 67. It is
interesting to observe that at the / resonance, attributed to the
population of the LUMO by the promotion of an electron from
the N3(1s) orbital, the effects are opposite for the m/z 28, 39, and
40 and the m/z 12, 16, 26, 27, and 56. This opposite behavior
is also observed in the region of the i resonance, but seems to
disappear at the [ resonance, where mainly the excitation of the
LUMO with the core hole in the N6 site occurs. The observations
in the oxygen region (Figure 5C) are similar, with large effects
effects in the region of the o resonance. The branching ratios of
fragments m/z 40 and 28 display a clear decrease for increasing
photon energy (Figure S1) with an interesting enhancement
on-resonance (Figure5). These observations may suggest the
important role of valence/inner valence fragmentation processes
in the production of these fragments. The cross section of
valence/inner valence states decreases at larger photon energies
and in the core ionization continua, but shows significant
enhancements at the core resonant excitations, where the valence
shell states can be efficiently populated via Resonant Auger
emission as shown in the N case, for example (Figure 6).

The resonant photoemission leads to a preferential population
of the inner valence states (via spectator Resonant Auger decay)
as compared to the direct photoemission measured just below
the first resonance. In the binding energy region 13-18 eV,
the PEPICO experiments (Bolognesi et al., 2016; Cartoni et al.,
2018) have shown that the fragmentation is dominated by the
release of fragments 28T, 40T In the valence single ion states,
fragment 40" originates by a chain of events where, following
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FIGURE 6 | The photoelectron spectrum of 2NIM measured (A) at 60 eV
photon energy and (B) at four photon energies around the N K-edge,
respectively, in the continuum below the LUMO (black) and at the three major
features of the NEXAFS spectrum (C). The photon energies of the three
spectra are green, red, and blue for increasing photon energy, and their
corresponding feature in the NEXAFS spectrum is indicated in figure panel (C).
The continuum lines represent 5-point smooth of the data.

the NO; loss, the subsequent fragmentation of fragment 67+
by HCN loss, leads to the HNCCH' fragment, that can exist
both in its linear or ring structure (Bolognesi et al, 2016;
Cartoni et al., 2018). Formation of fragment 287, instead,
is triggered by the NO loss, leading to fragment 837 that,
after several molecular rearrangements and the release of HCN
and CO neutral species, ends up in the HCNH™ fragment at
m/z 28. Moreover, at these core excitation energies, additional
mechanisms of formation involving the fragmentation double
and multiply charged ions, may also become active. A general
trend is that for increasing photon energy the branching
ratios of “small” fragments (m/z < 30, with the exception
of m/z 28) increases in comparison to the larger ones (see
m/z 12 and 30 in Figure S1). Their branching ratios increase
as new core ionization thresholds are crossed, while they
decrease at resonant excitation energies. Considering the many
pathways that could produce these fragments, their detailed
discussion would be uncertain. However, they likely result from a
stepwise fragmentation process, involving highly excited singly
or multiply-charge ions. Thus, the observed difference can be
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explained by the formation of excited dications via Auger decay
when the excitation occurs above the K-edge, while on resonance,
the Resonant Auger Electron processes populate cation states,
hampering fragmentation patterns that require larger amount
of energy.

5. CONCLUSIONS

The core excitation and ionization of 2NIM has been investigated
by a set of complementary experimental techniques, which
span from electron spectroscopies to mass spectrometry and
by accurate computational methods for the prediction of
photoemission and photoabsorption spectra. The XPS spectra
can be interpreted at a qualitative level, by a building block
approach with imidazole and nitrogen dioxide as constituents
of nitroimidazoles; this assignment has been confirmed by
theoretical simulations of the spectra. The electronegativity of
the NO, ligand withdraws charge from the imidazole ring
affecting its stability. We observed, in fact, that an initial state
picture, corresponding to the KT approximation, may provide
a rough, sometimes misleading, prediction of the chemical
shifts in NIM. A reasonable prediction can only be obtained
considering final state effects (polarization and screening due
to the increased/decreased number of electrons around the
ionization site). Moreover, the building block approach must be
considered with caution when one of the constituents of the
larger molecule, such as the NO, ligand in 2NIM, may change
geometry (NOj is straight in gas phase and bent in 2NIM) and
electronic structure (NO; is a radical, while 2NIM is not). While
the core levels can be qualitatively related to the two different
components, chemically shifted from the imidazole and NO,
value by the predictable effect of the nitro group electronegativity,
only ADFT calculations could confirm the qualitative assignment
and the relative values of the chemical shifts. This can be related
to the recent observation in the photofragmentation spectra of
2NIM where, at least in the VUV energy region, the NO-loss was
the most favorable fragmentation channel, from which all others
followed. An intense “shoulder” observed on the high energy
side of the main peak in the O(1s) photoemission spectrum,
was assigned, by accurate MCSCF calculations, to the lowest
shake-up state (HOMO-LUMO excitation) that is predicted to
be located at an energy 1.6 eV above that of the core hole state.
The unusually low energy of the shake-up state derives from the
electron distribution of the LUMO orbital in the final state, which
is mostly located close to the core hole.

In the NEXAFS spectra, the combined experimental and
theoretical study provided the observation and assignment of the
major features due to core electron excitation from the different,
and well identifiable, atomic sites in the molecule as well as
a description of the corresponding charge distribution in the

LUMO and LUMO +1 orbitals. A stabilization of the LUMO
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A combined experimental and theoretical approach has been used to disentangle the fundamen-
tal mechanisms of the fragmentation of the three isomers of nitroimidazole induced by vacuum
ultra-violet (VUV) radiation, namely, 4-, 5-, and 2-nitroimidazole. The results of mass spectrom-
etry as well as photoelectron—photoion coincidence spectroscopy display striking differences in
the radiation-induced decomposition of the different nitroimidazole radical cations. Based on den-
sity functional theory (DFT) calculations, a model is proposed which fully explains such differ-
ences, and reveals the subtle fragmentation mechanisms leading to the release of neutral species
like NO, CO, and HCN. Such species have a profound impact in biological media and may
play a fundamental role in radiosensitising mechanisms during radiotherapy. Published by AIP

Publishing. [http://dx.doi.org/10.1063/1.4967770]

Radiotherapy using different radiation sources like pho-
tons, electrons, and ion beams, has represented a major
improvement in cancer treatment. Nevertheless, its lack of
selectivity in the induced damage is still a serious drawback.
Thus, a major issue in oncology therapy' is to devise tools to
enhance the effects of radiation on tumour cells while minimis-
ing the damage to adjacent healthy tissues. An enhancement
of the radiation damage? can be triggered directly in the DNA
of tumour cells by selective incorporation of DNA base ana-
logues,3 for example, or indirectly, via radiation induced sec-
ondary processes leading to the release of free electrons* and
reactive species, as well as oxygen and “oxygen mimetic” com-
pounds.’ Indeed hypoxia, which is a consequence of the ineffi-
cient vascularisation of some tumours, favours the metabolism
and growth of tumour cells and makes them more resistant to
radiotherapy® than the ones in a normally oxygenated envi-
ronment. In this respect oxygen is a potent radiosensitiser.’
Nitric oxide has long been recognized for its effects in tumour
reoxygenation’~® and has been considered an even more effi-
cient radiosensitiser than oxygen itself [see, for example,
Ref. 10 and references therein]. The understanding of these
radiosensitising mechanisms is of fundamental importance in
the design and characterisation of novel drugs, reducing the
risk of negative trials.!!-1?

2- and 5-nitroimidazole (C3H3N30;, m = 113 amu) iso-
mers, i.e., derivatives of imidazole containing one nitro group
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are, respectively, the building blocks of misonidazole and
nimorazole radiosensitisers used in clinical trials as “oxygen
mimetic” compounds.>'? They increase the effectiveness of
a given dose of radiation by reacting with radiation induced
DNA radicals and reducing the DNA repairing capabilities’
in otherwise resistant hypoxic tumour cells. In clinical tri-
als, the 2-nitroimidazole drug appeared to be more effective
than the 5-nitroimidazole one.>'?> The fundamental reasons
for such different behaviour are not yet understood and even
though these drugs have a certain level of toxicity, there are
still ongoing clinical trials aiming to refine the use of nimora-
zole.'? In this work we present a joint experimental and the-
oretical study of the radiation induced fragmentation of 4-,
5-, and 2-nitroimidazole isomers, providing clear evidence of
their different fragmentation patterns. The results suggest that
particular products of their decomposition may influence the
effectiveness of the radiosensitising action of their derivatives.

The experiments are based on the photofragmentation
of isolated 4(5)- and 2-nitroimidazole molecules by the tun-
able synchrotron radiation of the GasPhase photoemission
beamline!4~!° at Elettra (Trieste, Italy) and the vacuum ultra-
violet (VUV) radiation of a rare gas discharge lamp.!” The
setups have been described elsewhere!*!” and more details
are reported in the supplementary material. Briefly, the end
station at Elettra consists of a 150 mm mean radius hemispher-
ical electron energy analyzer (VG 220i) mounted opposite to
a time of flight (TOF) spectrometer, operated in pulsed extrac-
tion mode. The electron and ion mass analysers can be oper-
ated independently, for photoelectron and mass spectroscopy

Published by AIP Publishing.
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measurements, or simultaneously in photoelectron—photoion
coincidence (PEPICO) experiments. In this PEPICO mode,
ion-state selected mass spectra can be measured, where the
fragmentation pattern following the ionization from a spe-
cific molecular orbital is directly accessed. In the experiments
with the discharge lamp, the TOF spectrometer is operated
with continuous extraction. The target molecules, 4- and 2-
nitroimidazole, were purchased from Sigma Aldrich, with a
specified purity of 97% and 98%, respectively. They are in
the form of powders at ambient temperature and atmospheric
pressure. Therefore they were introduced into the vacuum
chamber in a crucible and heated to about 80 °C to be sub-
limated for gas phase analysis. The 4-nitroimidazole (4NI)
and 5-nitroimidazole (5NI) are regioisomers that differ in the
position of the H atom on either of the two N atoms within
the imidazole ring (see inset in Figure 1) and are almost
degenerate in energy. The 4NI isomer was found to be more
stable than SNI in water'® and in the crystalline state,'® while
in the gas phase they coexist in a tautomeric equilibrium.'®
XPS measurements together with density functional theory
(DFT) based theoretical calculations by Feketeova et al.?’
found a relative population of 1:0.7 for the 4NI:5NI molecules
at 117 °C. Therefore, in the following, we will refer to the
4(5)NI sample assuming that both isomers coexist in gas phase
experiments. The fragmentation mass spectra of the 4(5)NI
and 2NI molecules measured at 60 eV photon energy and the
assignment of the main fragmentation channels are shown in
Figure 1.

The two samples display many similar features and rel-
ative intensities, but also a few intriguing peculiarities. The
most striking differences are observed in the fragments at m/z
55% and 56%, present exclusively in 4(5)NI and 2NI, respec-
tively, and the fragment at m/z 83", which is one of the
leading fragmentation channels in 2NI, but is almost absent
in the 4(5)NI sample. Such differences were also observed in
electron impact experiments.”! The peaks at m/z 55* and 56*

J. Chem. Phys. 145, 191102 (2016)

can be attributed to the loss of CNO, and HCN, O, respectively,
while the m/z 83" fragment can be unambiguously attributed
to the loss of nitric oxide. The latter is particularly relevant for
its potential implications in the biological context because of
the well proven and recognised action of NO as radiosensitiser
and vasodilator.”

Further support for these observations is provided by the
PEPICO measurements. In Figure 2, the yield of each frag-
ment is reported versus the binding energy of the valence
orbital ionised. The corresponding photoelectron spectrum,
also reported in Figure 2, is composed of two broad fea-
tures resulting from the ionisation of the lower binding energy
orbitals.’® Apart from the parent ion observed at the ioniza-
tion threshold and over the first band, the PEPICO spectra
show that, within the experimental energy resolution of the
coincidence measurements, several fragmentation channels
open up almost simultaneously at a binding energy of about
10.7 eV, i.e., in the second band of the photoelectron spectrum,
and display similar trends versus binding energy. At variance
with the previously studied six membered ring molecules,'>>2
the nitroimidazoles display little state-selectivity in the frag-
mentation of these low-energy molecular orbitals. The main
observation in Figure 2 is that fragments at m/z 83* and 30*
dominate in 2NI, while m/z 28* and 55* fragments dominate
in 4(5)NI. These observations are completely consistent with
those of the mass spectra of Figure 1.

At first glance, the experimental spectra in Figures 1
and 2 may lead to the conclusion that 2NI releases a sig-
nificant amount of NO, while 4(5)NI does not, explaining
the enhanced performance of 2NI as a radiosensitiser. How-
ever, previous theoretical calculations®” revealed very similar
energetics for the NO-loss channel in the three isomers, sug-
gesting that a more complex description is needed to explain
the results. Thus, in order to explain these differences in the
photofragmentation of nitroimidazole isomer radical cations,
we have performed new theoretical calculations on the three
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FIG. 1. Mass spectra of 4(5)-nitroimidazole (red line and inset (a)) and 2-nitroimidazole molecules (gray, full, area and inset (b)) measured at 60 eV photon
energy. The assignment of the main fragments is reported. Clear differences can be observed in the intensity of fragments m/z 83*, 56*, and 55%, as well as m/z
30* and 28*. These specific fragmentation channels are discussed in the text. All masses are in amu.
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these measurements, the kinetic energy of the photoelectron identifies the
binding energy of a specific molecular orbital so that the mass spectrum
measured in coincidence corresponds to the fragmentation of that specific elec-
tronic state. Here the intensities of all the fragments present in the measured
PEPICO spectra are reported versus binding energy.

molecules, focusing on the NO and CO-loss pathways. A more
extensive study, including other fragmentation channels and
photoelectron spectroscopy, will be presented in a further
publication.

All calculations were performed using Gaussian 09.2
The geometries were optimized at the level of Density Func-
tional Theory (DFT). In particular, the Becke, three-parameter,
Lee-Yang-Parr (B3LYP) functional and the 6-311++G** basis
set were used. The frequency analysis was based on the nor-
mal mode harmonic approximation.”* Accurate total energies
were obtained by single-point coupled cluster calculations,
CCSD,? using the same basis sets for the B3LYP calculations.
The CCSD T1 diagnostic is within the recommended threshold
of 0.02,%° suggesting that these species are correctly described
by a single-reference method. All critical points were char-
acterized as energy minima or transition structures (TS) by
calculating the corresponding B3LYP harmonic frequencies,
also used to evaluate the zero-point energy correction. The TS
were unambiguously related to their interconnected energy
minima by intrinsic reaction coordinates (IRC) calculations
(see the supplementary material).?’-?8
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The resulting potential energy surfaces for the fragmen-
tation of the 4NI, S5SNI, and 2NI radical cation isomers are
reported in Figures 3(a)-3(c). In all isomers the most stable
structure of the radical cation corresponds to a quasi-planar
arrangement with the nitro group out of the plane with respect
to the neutral molecule (see the supplementary material). This
structure allows the easy NO-loss following an intramolecular
rearrangement in the nitro group, with energy barriers of 1.35,
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1.52, and 1.37 eV for 4NI, 5NI, and 2NI, respectively. The sec-
ond oxygen atom remains bound to the corresponding C atom
in the ring. In all isomers, the NO-loss from the [83—30]*
adduct can produce the C3H3N,O™ ion at m/z 83*, which pre-
serves the ring structure, or the NO* ion at m/z 30*. From the
energetic point of view, the three isomers show a very simi-
lar behaviour in the formation of the 83* fragment, while the
subsequent fate of the m/z 83* ions is profoundly different.
In 4NI (Figure 3(a)), the intermediate 83* fragment is unsta-
ble and, by overcoming an energy barrier of only 0.58 eV
(TS2), it undergoes a ring opening, first rearranging into iso-
mer 83" (I) and then fragmenting (TS3) into the ion HCNH*
(m/z 28%) with the release of CO and HCN. In 5NI (Figure
3(b)), the 83" ion also fragments by overcoming an energy
barrier of only 1.14 eV (TS2), into CO and HCNCHNH™ at
m/z 55* and then subsequently into the HCN molecule and the
HCNH? ion at m/z 28* via TS3. The analysis of the potential
energy surfaces of 2NI (Figure 3(c)) shows a different sce-
nario. In this case, the 83* ion has to overcome a very large
barrier of 2.75 eV (TS2) before the final fragmentation into
HCN and CO molecules and the HCNH™ ion can take place.
This shows that, from the energetic point of view, the frag-
mentation of the 83* intermediate is less favourable in 2NI
than in the other isomers because the ring has a higher kinetic
stability. Moreover, as can be observed in the mass spectra
(Figure 1), the m/z 30* peak is more intense in the 2NI iso-
mer than in the 4NI and 5NI cases. This is because in 2NI the
energy of 1.57 eV for the separation of NO* is lower than the
barrier for the following fragmentation of m/z 83*, as shown in
Figure 3. In the 4NI and 5NI isomers, the energy requirements
are reversed, explaining the less intense m/z 30* peak in their
mass spectrum.

Additional support for these theoretical predictions is pro-
vided by the mass spectra measured at the photon energy
of 16.67 eV (Ne I) of a rare gas discharge lamp (see the
supplementary material).

These spectra show very asymmetric lineshapes for sev-
eral features, giving clear evidence of metastable processes”’
leading to the formation of the m/z 83* and 30* fragments
in 2NI as well as 28" and 55" in 4(5)NI, with a time scale
in the order of several tens to hundred ns. This suggests, in
agreement with the theoretical description, that molecular rear-
rangements and two-step fragmentation mechanisms are at the
origin of those fragments. Such asymmetric lineshapes could
not be observed in the experiments at Elettra due to the pulsed
operation of the experimental setup, with the extraction of the
ions switching on about 500 ns after the ionisation event (see
the supplementary material).

In summary, the calculations show that all of the nitroim-
idazole isomers are likely to release NO with similar prob-
ability. However, in 4(5)NI the subsequent fragmentation of
the residual m/z 83" intermediate destroys the imidazole ring
releasing HCN and CO molecules, while in 2NI the higher sta-
bility of the ring leaves the intermediate intact. These results
explain the different intensity of the fragments at m/z 83%, 55*,
30*, and 28" observed in both the mass spectra and PEPICO
measurements.

In conclusion, the possible implications of our results
in the context of radiosensitising mechanisms suggest that
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the products of decomposition of the different nitroimida-
zole isomers might play a role in determining their distinc-
tive degrees of effectiveness in radiotherapy. Nitric oxide,
NO, which can be released by all nitroimidazole isomers
with about equal probability, is a very reactive radical with
a short lifetime and the possibility to diffuse freely across
membranes that make it a powerful signalling molecule for
vasodilation.®!? Being released and active for a short while
after irradiation and decomposition of the radiosensitisers, NO
could have two actions, saturating dangling bonds in dam-
aged DNA, making the damage permanent, and “favouring
either drug delivery or the therapeutic efficacy of irradia-
tion through transient tumour reoxygenation,” as suggested
in Ref. 9. These effects, in addition to the redox mechanism,
may provide the explanation of the potential of all nitroimi-
dazoles as radiosensitisers active on hypoxic tumours.'> On
the other hand, the release of carbon monoxide, CO, and
hydrogen cyanide, HCN, more pronounced in 4(5)NI iso-
mers, may induce an opposite effect by efficiently attaching
to haemoglobin® and inhibiting the cytochrome ¢ oxidase’!
in mitochondria, respectively, therefore effectively reduc-
ing the needed oxygenation and the overall radiosensitising
effect. The importance of these processes when nitroimida-
zole derivate radiosensitizers operate in real biological media
depends on how the bio-environment influences their ener-
getics. However the understanding of the very basic chem-
ical and physical mechanisms that determine the molecular
response of cells and their building blocks to radiosensitising
drugs is of fundamental importance to increase the potential of
radiotherapy. Moreover, despite the fact that the typical ener-
gies used in radiotherapy are in the keV to MeV range, i.e.,
far above the VUV range explored in this work, the present
results do not lose their potential impact in the context of
radiotherapy because it is well documented**? that a large
fraction of the radiation damage on biological systems is due
to secondary processes releasing particles (electrons, ions,
radicals) with a broad energy distribution, which can sub-
sequently trigger the damaging of DNA and its surrounding
environment.

See the supplementary material for detailed description
of the experimental apparatuses and procedures, optimised
geometries of parent ion and transition states, table of Elec-
tronic Energy (Ee) and Zero Point Energy (ZPE) of all the
stationary points investigated, and intrinsic reaction coordinate
calculations for the transition state TS1.
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The fragmentation of the 2Br-pyrimidine molecule following direct valence photoionization or inner shell

excitation has been studied by electron—ion coincidence experiments. 2Br-pyrimidine has been chosen as

a model for the class of pyrimidinic building blocks of three nucleic acids and several radiosensitizers. It is

known that the site- and state-localization of energy deposition, typical of inner shell excitation, results in
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the enhancement of the total ion yield as well as in changes in the relative intensity of the different
fragmentation channels. Here we address the question of the origin of this selective fragmentation by
using electron—ion coincidence techniques. The results show that the fragmentation is strongly selective

in the final singly charged ion state, independently of the process that leads to the population of that state,
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1 Introduction

The ability to manipulate selective bond cleavage in target molecules
offers unique chances to manage the local site physics and
chemistry. Therefore the search for “molecular knife/scissors””
is attracting® a lot of interest. Inner shell photo-excitation/
ionization is considered a suitable candidate for selective bond
cleavage because core electrons are localized very close to the
nucleus of one particular atom. Thus inner shell spectroscopies
have been proposed and used®* to explore site selectivity. Since
these first experiments many studies have been performed in the
gas-phase on molecular targets of increasing complexity® ¢ and
also on surfaces.'””

Nowadays, tunable soft X-ray sources can be combined with
coincidence techniques, where the final products of a specific
photoexcitation event are correlated with time, to provide
unprecedented information on the photofragmentation of many
particle systems. In this way detailed information not only on the
electronic structure of the target, but also on its dissociation can
be obtained. This is particularly relevant in the study of chemical
processes (catalysis, environmental reactions, and biological
systems) where decomposition provides information on the
functioning of molecules. In this work the fragmentation of
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and the dominant fragmentation patterns correlate with the nearest appearance potential.

the 2Br-pyrimidine molecule (C,H;BrN,) following direct valence
photoionization or inner shell photoexcitation has been studied
by electron-ion coincidence experiments. 2Br-pyrimidine is used
as a model of halopyrimidine compounds, which represent a
class of sensitizers used in radiotherapy.”

2 Experimental

The experiments have been performed at the gas phase photo-
emission beamline*! of the Elettra synchrotron radiation source
(Trieste, Italy). The light source is an undulator of period 12.5 cm,
4.5 m long. The 100% linearly polarised radiation from the
undulator is deflected to the variable angle-spherical grating
monochromator using a prefocusing mirror. The monochromator
consists of entrance/exit slits and two optical elements: a plane
mirror and a spherical grating. Five interchangeable gratings cover
the energy region 13-1000 eV, with a typical resolving power of
10000. Two refocusing mirrors after the exit slit provide a nearly
circular focus (radius of about 300 um) in the interaction region of
the experimental chamber. In the present experiments, a fixed
photon energy of 100 eV, with an energy resolution of about 20 meV
was used for the measurements in the valence shell, and photon
energies resonant with the strong n* transitions from the C(1s),
N(1s) and Br(3d) orbitals in the inner shell excitations.

The experimental chamber is maintained at a background
pressure below 1 x 10”7 mbar. The target molecules, which are
in the form of a powder at standard ambient temperature and
pressure, are kept in a test tube outside the vacuum chamber
and admitted into the interaction region via a leak valve and a
gas line that can be heated up to 60-70 °C on both the vacuum
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and air sides. The vapor pressure in the experimental chamber
is in the order of a few 10”°® mbar, sufficient to perform the
experiments. The sample was purchased from Sigma-Aldrich,
with purity higher than 99% and used without further purification.
The effusive beam of the target molecules is admitted into the
interaction region through a 0.7 mm stainless steel needle that is
placed in between the repeller and extractor electrodes of the time-of-
flight (TOF) spectrometer, about 2 mm away from the photon beam.

The end station is equipped with a commercial 150 mm
mean radius hemispherical electron energy analyzer (VG 220i),
with six channel electron multiplier detectors that allow for
multidetection. The VG analyzer is mounted behind the repeller
electrode of the TOF spectrometer, and the electrons pass through
a 90% transmission gold mesh. A home-made Wiley-McLaren
TOF mass spectrometer is mounted opposite to the VG electron
analyzer. The TOF spectrometer, working in conjunction with
the ‘virtually’ continuous ionization source provided by the
multibunch operation mode of the synchrotron radiation, is
operated in pulsed extraction mode. The repeller and extractor
electrodes are polarised with antisymmetric voltages (manufacturer
Directed Energy Inc., model PVM4210) driven by an external trigger
and providing a typical extraction field of 700 V cm™". The electron
and ion mass analyzers can be operated independently, for PES and
mass spectroscopy measurements, respectively. In these operation
modes (i) the hemispherical analyzer is normally operated with a
pass energy of 5 eV, corresponding to a kinetic energy resolution of
about 150 meV and (ii) the TOF spectrometer extraction field is
triggered using a 1 kHz pulse generator (Stanford ResearchDG535)
to extract the ions.

The two analyzers can be operated simultaneously for coin-
cidence measurements. In this mode a residual penetration
field from the drift tube of the TOF produces a kinetic energy
shift of the photoelectron spectrum (easily taken into account
by the calibration procedure) and a degradation of the energy
resolution of the electron analyzer. Therefore in the coincidence
mode the electron energy analyzer has been operated at a pass
energy of 20 eV, with a gain in efficiency, but no further loss of
resolution. The final energy resolution is estimated to be around
0.5 eV.

In order to perform electron-ion coincidence measurements,
the electronic chain schematically reported in Fig. 1 of ref. 22, has
been used. The amplified and discriminated signals from the
channeltrons of the electron analyzer provide the start signals for
six independent channels of a time-to-digital converter (TDC,
model AM-GPX, ACAM Messelectronic) as well as the trigger for
the extraction of the ions from the interaction region, after being
combined in a ‘OR’ logic unit. The signal of the extracted ions
provides the stop signal to all the TDC channels. Random
coincidences are estimated by randomly pulsing at 100 Hz, i.e.
a frequency comparable to the photoelectron count rate, and
counted in a separate channel of the TDC. The PEPICO data have
been analyzed using custom macros®® developed for Igor Pro
software. The measured mass spectra are normalized to the
number of starts provided by photoelectrons, and the random
coincidences to the number of random starts. The normalized
spectra are then subtracted to produce the PEPICO spectra.
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3 Results and discussion

Site- and state-selectivity implies the possibility to distinguish
between the different chemical elements (Br, C, and N) in the
molecule as well as atoms of the same element, in this case the
C atoms in sites with different chemical environments. Inner
shell ionization potentials of the different atoms (Br, C and N)
are separated by more than 100 eV>** and recent NEXAFS>®
experiments have shown significant chemical shifts among the
three non-equivalent carbon atoms, Cs, C4s and C, (see the
inset in Fig. 1 for the numbering of atoms). The mass spectra
were measured at several photon energies, corresponding to
the black dots in Fig. 1, in the region of the C(1s) excitations as
well as just below the lowest inner-shell excitation (280 eV) and
above the highest C(1s) ionization threshold (300 eV) for about
10-20 minutes per point. The total ion yield versus photon
energy gives a ‘low’ resolution NEXAFS spectrum, as shown in
Fig. 1. The C,(1s — m*) excitation at 287.20 eV,* well separated
from the n* excitations of the C5(284.84 eV) and C,/(285.49 eV)
non-equivalent C sites is clearly identified. However, two mass
spectra are displayed in Fig. 2a to show the effect of the
resonant excitation on the different fragmentation channels.
The ‘below resonance’ spectrum has been measured at a
photon energy of 280 eV, where only the direct ionization of
the valence/inner valence and Br states up to the 3d orbital is
possible, while the ‘C,n*" spectrum has been measured at the
photon energy of the Cy(1s — n*) excitation. The direct ionization
contributes to this spectrum, most likely with a similar ionization
cross-section and fragmentation pattern as observed in the spectrum
measured at 280 eV. Clearly, the total ionization cross-section is
enhanced by the strong resonant absorption (see the total ion yield
spectrum in Fig. 1). In order to demonstrate that the fragmentation
that follows the resonant excitation is qualitatively different from the
one due to the direct ionization we have compared the two cases in
Fig. 2a. The spectra have been normalized to the same total ion yield
after background subtraction, and the ‘below resonance’ spectrum

500000
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g / \
& . e
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= a
.,C_I '\ ‘.\
100000 4 a/ ®.e0 8 b 39
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Fig. 1 A low resolution NEXAFS spectrum of 2Br-pyrimidine in the region
of the C(1s — n*) excitations. The black line is a cubic spline representation
of the data to guide the eye while the red dashed area represents the
integrated region where the C,n* spectrum reported in Fig. 2 has been
measured. The inset at the top of the figure shows the schematic
representation of the 2Br-pyrimidine molecule, with the corresponding
numbering of atoms.
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Fig. 2 (a) The fragmentation mass spectra of 2Br-pyrimidine in the region
of the C(ls — =n*) excitation/ionization thresholds, measured at the
C,(1s — n*) excitation (region marked in red in Fig. 1) and in the ionization
continuum below the inner shell resonances, at 280 eV. The three spectra
have been shifted on the yield axis in order to allow for a better comparison
with the ‘below resonance’ spectrum. (b) The difference spectrum obtained
by subtracting the direct ionization contribution from the resonance one,
after normalization to the same total area in the two spectra. This spectrum
has been normalized to the maximum yield in the resonance spectrum in
order to give a quantitative estimate of the effect.

has been then subtracted from the ‘C,n*’ resonance one. In this
way the relative contributions of the different fragmentation
patterns, due to resonant excitation, are highlighted. In the
‘difference’ spectrum reported in Fig. 2b the fragmentation
channels that are enhanced, reduced or unaffected by the
localization of the energy deposition on the C, site will have a
positive, negative or ‘zero’ signal, respectively. The most striking
differences between the on- and off-resonance spectra correspond
to the reduced formation of Br' with respect to a slightly increased
amount of parent ion and a much increased intensity in
[M-Br-H,CN]", with n = 0, 1, 2, and CN" in the spectrum
measured on-resonance. These observations show that also in
this 6-membered ring molecule inner shell, ie. localized,
excitations result in an enhancement of the total ion yield
and in rapid changes of the relative intensity of the different
fragments, providing evidence of site-selective molecular
fragmentation. The present work aims to explain the origin of
this selectivity.

The inner shell excited states decay mainly via non-radiative,
resonant Auger electron (RAE) emission to singly charged ion
states, whose binding energies are BE = hv — KEgag, Where BE is
the binding energy, hv the photon energy and KErag the kinetic
energy of the resonant Auger electron. The type of resonant
Auger decay can in principle be distinguished as “participator”
or “spectator” transitions depending on whether the core-excited
electron does take part in the decay or not. In the former case, the
final state has a single hole, 1h configuration, in the valence shell,
while in the latter case it has two holes in the valence shell and an
electron in the excited state, 2h1p configuration. The same singly
charged ion state can be populated by direct photoionization. In
this process a photoelectron-photoion coincidence experiment
allows the correlation of the fragmentation pattern with a particular
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Fig. 3 The photoelectron spectrum of the 2Br-pyrimidine molecule
measured at 100 eV incident photon energy (a) and the resonant Auger
electron spectra taken at the different inner shell excitations (b—e) are
shown. The energy resolution is 150 meV at full width half maximum
(FWHM). The red line is the three point smoothing of the raw data. The
arrows in figure (a) indicate the position of the ion states calculated by
O'Keeffe et al.?® (see also Table 1).

singly charged ion state, providing state-selected information
while the site specificity is lost, because of the delocalised nature
of the valence orbitals. In Fig. 3 the four RAE spectra of the decay
of the C,, C4/6 and N(1s — n*) and Br(3d — n*) excited states are
reported over the binding energy range 8-22 eV of the final state
and compared to the photoelectron spectrum obtained at
100 eV. O’Keeffe et al.>® have made an experimental and com-
putational study of the PES spectra of halogenated pyrimidines.
Their study was limited to ion states with BE < 18 eV because a
He lamp was used as the excitation source. The SCF molecular
orbital energies of the Kohn-Sham orbitals calculated in that
work®® at the B3LYP/6-311++G(d,p) level of theory are shown in
Fig. 3a and collected in Table 1. Each of the two first features in
the PES spectrum results from a manifold with a contribution by
three different 1h states. The p orbitals of the halogen introduce
two orbitals whose orientation is parallel, nj, or perpendicular,
n, to the ring. In the next part of the spectrum at least four
bands can be identified. Ionization of inner o as well as my
orbitals is predicted to contribute to the bands up to 16 eV. By
analogy to the discussion of the PES spectrum of pyrimidine>’*®
one can expect that an increasing number of overlapping states,
consisting of a mixture of 1h and 2h1p configurations, popu-
lates the region above 15 eV making a detailed assignment
cumbersome.

Although the final electronic states reached in the resonant
decay are the same as in the direct photoemission, the intensity
distribution as shown in Fig. 3 is different. Indeed the intensities
of the RAE spectra depend on the overlap of the wavefunctions of
the intermediate and final states. The RAE spectrum at the
Br(3d) excitation mimics very well the PES spectrum. This is
explained by the large contribution of the Br p orbitals to the first
two features in the PES spectrum and the close excitation
energies where the Br(3d — m*) RAE (Av = 71.5 eV) and PES
(100 eV) spectra have been taken. A similar enhancement of the
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Table 1 Experimental and calculated band energies of 2Br-pyrimidine.?®
The Mulliken population analysis of the molecular orbitals (MOs) of
2Br-pyrimidine, the sum of the contributions of all atomic orbitals (AOs)
belonging to the same atom to the electron density of a given MO
expressed as a percentage of the total electron density on that MO, is
also reported. Only contributions >10% are explicitly indicated. The
correspondence with the PEPICO measurement in Fig. 4 is reported in
the column ‘Label’

Exp®® B3LYP*®

Orbital MO Mulliken population®® (eV) (eV) Label
5b, Ny Ny 4(27.6%); Br(14.1%) 9.93 9.67 1
3b,  m  Cs(21.0%); Br(50.1%) 9.78

6b,  n; N, ;(10.8%); Br(64.6%) 10.83 10.34

8a, Nne Ny 3(20.7%); Cy(14.7%); C5(12.3%) 11.24 11.19

2b, n, GCs(12.6%); Br(70.6%) 11.63 11.40 2
1a, Ty Nj3(33.7%); Ca6(16.0%) 11.89 11.59
7a, G 13.73 13.67
4b, G 14.48 14.34 3
1b, T 14.78
62, G 15.58 15.26
3b, G 17.08 17.11 4
52, G 17.12

first feature in the RAE spectrum at the C,(1s — 7*) excitation is
consistent with the observations in pyrimidine.>” In the analysis
of the C(1s — m*) excitations in pyrimidine by DFT calculations
it has been established that the C,y symmetry of the molecule is
maintained in the C, and Cs core excitations and that the lowest
unoccupied orbital is of b; symmetry. Moreover, these results
suggested that the C, and Cs(1s — m*) excitations may strongly
interact with each other altering the intensities predicted in the
independent particle approximation. This may explain the large
intensity of the first feature in the C, RAE spectrum, where the
Mulliken population analysis shows that there is some contribu-
tion from the C; atom to the 3b, orbital. Vice versa in the case of
the C,/s RAE spectrum, it is the second feature that is enhanced.
The 1a, orbital is the one with the largest Mulliken population
on Cy. In the case of the RAE N spectrum, the first two features
have a similar relative intensity to the PES spectrum, with a
slight increase in the second one. This again can be explained by
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the Mulliken population of the different orbitals involved. In the
C and N(1s — m*) RAE spectra the bands above 14 eV are clearly
enhanced. In this region a band of mixed ¢ and n symmetry and
at higher energy other bands all of ¢ symmetry are located.
In terms of participator transitions these features can be
assigned to the 7a,, 4b,, 1b4, 6a;, 3b, and 5a; orbitals. While
the enhancement below 16 eV is similar in the three RAE spectra,
different intensities are observed above 16 eV. Whether these are
the same bands of the PES spectrum, shifted due to a different
overlap between the inner-shell excited and final ion states, or
correspond to ‘new’ bands not accessed by direct excitation,
cannot be established without proper calculations.

By selecting a resonant photon energy, hv, and detecting a
resonant Auger electron with a specific kinetic energy, KEgag,
in coincidence with the parent or fragment ions a site- and
state-selected study of the fragmentation of the molecule can be
done. In Fig. 4 the coincidence mass spectra taken at a few
binding energies in the case of the resonant Auger decay
following C,(1s — n*) excitation (panels a and b) and the direct
photoionization (panels ¢ and d) are compared. The spectra are
normalized to the number of starts provided by the photo-
electrons. The feature at the highest m/z value corresponds to
the parent ion with its relative isotopic splitting (50.8% and
49.2% abundance for the “°Br and *'Br isotopes, respectively).
In a previous VUV study of the fragmentation of halopyrimidines®
it was observed that the leading fragmentation channels are the
HCN loss (m/z = 131/133), the Br loss (m/z = 79), the BrCN loss
(m/z = 53) and then the sequential or concerted loss of the HCN
group and the Br atom or of the BrCN group and the H atom
(m/z = 52). In principle m/z = 79 might be assigned to the
7°Br* fragment, corresponding to the breaking of the C-Br
bond with the positive charge left on the Br atom. However,
the absence of the twin peak due to the ®*'Br isotope clearly
indicates that this channel can be excluded at least in
this energy regime. As for m/z = 52 the same work®® has shown
that the BrHCN fragment is not formed due to energy con-
siderations, whereas the two separated neutral fragments

s - () [M-BrHCN]' ©) Ls
1 X I e | e e s
3 | ' [M-BrCN]" o 18
L% 16 I ‘ [ IAHCNT 116 ‘?n
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Fig. 4 The energy selected mass spectra at a few binding energies for the case of the C,(1s — n*) excitation and (b) valence photoionization at 100 eV
photon energy (c). In panels (a) and (d) the C,(1s — n*) RAE and PES spectra, respectively, are shown. The bars labeled 1 to 5 in panels (a and d) represent
the selected energies for the PEPICO measurements and their width of about 500 meV at FWHM is the corresponding energy resolution. The

correspondence with the different orbitals is reported in Table 1.
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(BrCN + H or HCN + Br) have a more stable configuration. It has
also been shown?” that, at variance with the other halopyrimidines,
the two fragmentation patterns proposed for the formation of
m/z = 52 are competitive in 2Br-pyrimidine, due to the electro-
negativity of the Br atom, which makes the rupture of the Br-C
bond possible at lower energy. Finally the main features at
mlz < 40 are assigned to C;H,", HCN" and CN" at m/z = 38, 27
and 26, respectively.

These results clearly show that (i) each energy selected mass
spectrum is characterized by only a few fragments as compared
to the unselected mass spectrum (see Fig. 2); (ii) it strongly
depends on the singly charge electronic state populated
by either the RAE decay or direct photoionization and that
(iii) only a few fragmentation channels at a time are associated
with a selected electronic state although lower energy fragmen-
tation channels are already energetically open. So, for example,
the appearance of the fragment at m/z = 79 corresponds to the
disappearance of the parent ion, and a similar situation occurs
to m/z = 79 when the fragments at m/z = 53 and 52 appear.
Regardless of the initial photoexcitation/ionization process the
two coincidence mass spectra show a very similar behavior as
long as the same final ionic state is selected. To prove that this
observation is not accidental, a systematic investigation has
been performed. The coincidence yields of seven fragments
(from m/z = 158/160 down to m/z = 26) produced at photon
energies corresponding to the excitation from the C(1s), N(1s)
and Br(3d) to the LUMO state as well as for direct photoioniza-
tion have been measured as a function of the binding energy of
the singly charged final state. These results are reported in
Fig. 5, showing that, independently of the excitation channel,
the parent ion is only formed in correspondence with the three
lower ion states, while the channel of the loss of the Br atom
opens close to 11 eV and involves the ny4, n; and m, states. The
HCN loss channel is mainly active for the states between 13 and
16 eV and results to be a minor channel. At about 14 eV also
the (BrCN + H) loss as well as the HCN' channels open up.
The present observations are completely consistent with the
measured values of the appearance energies of ref. 29.

The similar behavior of the fragmentation following valence
photoionization and inner shell excitation can be explained by
the fact that the fragmentation occurs on a timescale longer
than the non-radiative relaxation of the inner shell vacancy.
Thus, it is the charge distribution of the final singly charged ion
that controls the fragmentation. The results in Fig. 5 also
indicate that the geometrical structures of the inner shell
excited states do not differ too much from that of the ground
state. Indeed a different geometrical structure would allow one
to access a different region of the potential energy surface of the
singly charged ion state, with the possibility that highly excited
vibrational states lead to a different fragmentation pattern.
Moreover it is clear that a certain ionic state preferentially correlates
with the nearest fragmentation threshold, even though other
fragmentation channels are energetically open. A qualitative
explanation of this latter observation, for the parent ion and
the HCN and Br loss channels can be given considering the
Hartree-Fock molecular orbitals of the 2Br-pyrimidine molecule
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shown in Fig. 6. The first three orbitals are characterized by large
Mulliken populations on the Br atom (see Table 1) and are
antibonding. Thus the ionization of these orbitals reinforces the
C-Br bond and the molecule does not fragment. In the n

Fig. 6 Representation of the HF molecular orbitals of 2Br-pyrimidine
(courtesy of P. O'Keeffe et al.?®).
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orbital the lone pair of the halogen atom is a bonding orbital.
The ionization process involving this orbital weakens the C-Br
bond leading to the Br loss (Fig. 5). Finally the HCN loss
corresponds to the binding energy region of the m, orbital that,
being delocalized above and below the ring, once ionized may
favor the breaking of the N3-C2 and C4-C5 bonds.

Thus combining the information of the RAE spectra and of
the energy selected coincidence yield one can interpret the
observation of the variation of the mass spectrum across inner
shell excitation. Using Fig. 2b as an example, we see that the C,
RAE decay, Fig. 3b, favors the population of the first band
where the antibonding n orbital of the halogen atom is located,
and this hampers the loss of the Br atom/ion resulting in a
negative difference in Fig. 2b. Vice versa, the enhancement of
the RAE spectrum above 14 eV, i.e. where the m; orbital favors
HCN loss, results in the positive signal in Fig. 2b.

4 Conclusions

In conclusion these results prove that in this six ring molecule
the selectivity observed after inner shell excitation, in terms of
the preferential production of certain fragments, depends on the
different population of the singly charged valence or inner-valence
electronic states in the resonant Auger decay. The site selectivity
of the inner shell excitation appears to affect the yield of the
fragments. Indeed depending on the overlap between the neutral
inner shell excited states and the final singly charged ion states,
the population of the singly charge ion states varies and there-
fore the fragmentation channels associated preferentially with
those states vary consequently. Thus in the present measure-
ments a direct correlation between a site-selected excitation and
a bond breakage cannot be established. This is at variance,
for example, with the observations of a recent experiment on
N-methylacetamide,® a small peptide, where this correlation has
been observed. Therefore the direct correlation between a site
selective inner-shell excitation and the breaking of a bond, the
concept behind the search for molecular ‘knife/scissors’, needs
to be investigated case by case for different types of molecules.
This conclusion is in agreement with the results of a previous
study® on the fragmentation of X3 SiC,~H,, Si(CH3); molecules,
where n = 0-2, m = 04, and X = F or Cl, following Si2p photo-
ionization. The conclusion of that work was that site-specific frag-
mentation is strongly molecule dependent, and it is favoured when
inter-site electron migration cannot take place efficiently and the
chemical environment of the atomic sites are very different.

The present data however confirm that the combination of
selective soft X-ray excitation together with a change of the local
chemistry can enhance the production of certain fragments.
Considering that pyrimidine is the building block of some of
the letters of the DNA/RNA alphabet and halopyrimidines are the
basic constituents of an important class of radiosensitizers, such
as bromo- and iodo-deoxyuridine (UdR) or the 5-fluorouracil
(5-FU),* in the radiation damage language this finding translates
the damaging/destruction of certain molecules or the selective
production of reactive radicals (Br and/or H atom) and shed
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further light on the nanoscopic effects of radiation damage and
radiotherapeutic applications.

Acknowledgements

This work is partially supported by the Serbia - Italy Joint
Research Project ‘“Nanoscale Insight in the Radiation Damage”.
The support by the GALILEO G12-44 project ‘New light on
radiosensitisers’ and the COST Actions nano-IBCT and XLIC
via the STSM scheme and MIUR FIRB RBFR10SQZI is acknowl-
edged. J.A.K. acknowledges The Finnish Academy of Science
and Letters and the Vilho, Yrjo and Kalle Viisdld Foundation.

References

1 K. Tanaka, H. Kizaki, R. Sumii, Y. Matsumoto and S. Wada,
Radiat. Phys. Chem., 2006, 75, 2076-2079.

2 S. Nagaoka, H. Fukuzawa, G. Priimper, M. Takemoto,
O. Takahashi, K. Yamaguchi, T. Kakiuchi, K. Tabayashi,
H. Suzuki, J. R. Harries, Y. Tamenori and K. Ueda, J. Phys.
Chem. A, 2011, 115, 8822-8831.

3 W. Eberhardt, T. K. Sham, R. Carr, S. Krummacher, M. Strongin,
S. L. Weng and D. Wesner, Phys. Rev. Lett., 1983, 50, 1038.

4 W. Eberhardt, E. W. Plummer, I.-W. Lyo, R. Carr and W. K.
Ford, Phys. Rev. Lett., 1987, 58, 207-210

5 M. C. Nelson, J. Murakami, S. L. Anderson and D. M. Hanson,
J. Chem. Phys., 1987, 86, 4442-4445.

6 C.Miron, M. Simon, N. Leclercq, D. L. Hansen and P. Morin,
Phys. Rev. Lett., 1998, 81, 4104-4107.

7 K. Ueda, M. Simon, C. Miron, N. Leclercq, R. Guillemin,
P. Morin and S. Tanaka, Phys. Rev. Lett., 1999, 83, 3800-3803.

8 A. Naves de Brito, R. Feifel, A. Mocellin, A. B. Machado,
S. Sundin, I. Hjelte, S. L. Sorensen and O. Bjoérneholm,
Chem. Phys. Lett., 1999, 309, 377-385.

9 P. Morin, M. Simon, C. Miron, N. Leclercq, E. Kukk, J. D.
Bozek and N. Berrah, Phys. Rev. A: At., Mol., Opt. Phys., 2000,
61, 050701.

10 K. Le Guen, M. Ahmad, D. Colin, P. Lablanquie, C. Miron,
F. Penent, P. Morin and M. Simon, J. Chem. Phys., 2005,
123, 084302.

11 X. J. Liu, G. Priimper, E. Kukk, R. Sankari, M. Hoshino,
C. Makochekanwa, M. Kitajima, H. Tanaka, H. Yoshida,
Y. Tamenori and K. Ueda, Phys. Rev. A: At., Mol., Opt. Phys.,
2005, 72, 042704.

12 H. Fukuzawa, G. Priimper, X.-J. Liu, E. Kukk, R. Sankari,
M. Hoshino, H. Tanaka, Y. Tamenori and K. Ueda, Chem.
Phys. Lett., 2007, 436, 51-56

13 A. Mocellin, K. Wiesner, S. L. Sorensen, C. Miron, K. Le Guen,
D. Céolin, M. Simon, P. Morin, A. B. Machado, O. Bjérneholm
and A. Naves de Brito, Chem. Phys. Lett., 2007, 435, 214-218.

14 E. Itdl4d, D. T. Ha, K. Kooser, M. A. Huels, E. Rachlew,
E. Nommiste, U. Joost and E. Kukk, J. Electron. Spectrosc.
Relat. Phenom., 2011, 184, 119-124.

15 J. H. D. Eland, P. Linusson, M. Mucke and R. Feifel, Chem.
Phys. Lett., 2012, 548, 90-94.

This journal is © the Owner Societies 2015


http://dx.doi.org/10.1039/c5cp02601f

Published on 17 August 2015. Downloaded by SINCROTRONE TRIESTE SC. P.A. on 14/03/2016 10:45:19.

PCCP

16 P. Salén, M. Kaminska, R. J. Squibb, R. Richter, M. Alagia,
S. Stranges, P. van der Meulen, J. H. D. Eland, R. Feifelbd and
V. Zhaunerchyk, Phys. Chem. Chem. Phys., 2014, 16, 15231.

17 M. C. K. Tinone, K. Tanaka, J. Maruyama, N. Ueno, M. Imamura
and N. Matsubayashi, J. Chem. Phys., 1994, 100, 5988-5995.

18 E. O. Sako, Y. Kanameda, E. Ikenaga, M. Mitani, O. Takahashi,
K. Saito, S. Iwata, S. Wada, T. Sekitani and K. Tanaka, J. Electron
Spectrosc. Relat. Phenom., 2001, 114-116, 591-596.

19 S. Wada, H. Kizaki, Y. Matsumoto, R. Sumii and K. Tanaka,
J. Phys.: Condens. Matter, 2006, 18, S1629-51653.

20 M. M. Poggi, C. N. Coleman and ]. B. Mitchell, Curr. Probl.
Cancer, 2001, 25, 331.

21 R. R. Blyth, R. Delaunay, M. Zitnik, J. Krempasky, J. Slezak,
K. C. Prince, R. Richter, M. Vondracek, R. Camilloni, L. Avaldi,
M. Coreno, G. Stefani, C. Furlani, M. De Simone, S. Stranges and
M. Y. Adam, J. Electron Spectrosc. Relat. Phenom., 1999, 101-103,
959-964.

22 0. Plekan, M. Coreno, V. Feyer, A. Moise, R. Richter, M. De
Simone, R. Sankari and K. C. Prince, Phys. Scr., 2008,
78, 058105.

This journal is © the Owner Societies 2015

23

24

25

26

27

28

29

30

View Article Online

Paper

E. Kukk, R. Sankari, M. Huttula, A. Sankari, H. Aksela and
S. Aksela, J. Electron Spectrosc. Relat. Phenom., 2007, 155, 141-147.
P. Bolognesi, G. Mattioli, P. O’Keeffe, V. Feyer, O. Plekan,
Y. Ovcharenko, K. C. Prince, M. Coreno, A. Amore Bonapasta
and L. Avaldi, J. Phys. Chem. A, 2009, 113, 13593.

P. Bolognesi, P. O’Keeffe, Y. Ovcharenko, M. Coreno,
L. Avaldi, V. Feyer, O. Plekan, K. C. Prince, W. Zhang and
V. Carravetta, J. Chem. Phys., 2010, 133, 034302.

P. O’Keeffe, P. Bolognesi, A. Casavola, D. Catone, N. Zema,
S. Turchini and L. Avaldi, Mol. Phys., 2009, 107, 2025-2037.
P. Bolognesi, P. O’Keeffe, Y. Ovcharenko, L. Avaldi and
V. Carravetta, J. Chem. Phys., 2012, 136, 154308.

A. W. Potts, D. M. P. Holland, A. B. Trofimov, ]J. Schirmer,
L. Karlsson and K. Siegbahn, J. Phys. B: At., Mol. Opt. Phys.,
2003, 36, 3129.

M. C. Castrovilli, P. Bolognesi, A. Cartoni, D. Catone, P. O’Keeffe,
A. Casavola, S. Turchini, N. Zema and L. Avaldi, J. Am. Soc. Mass
Spectrom., 2014, 25, 351-367.

R. Watanabe and H. Nikjoo, Int. J. Radiat. Biol., 2002, 78,
953-966.

Phys. Chem. Chem. Phys., 2015, 17, 24063-24069 | 24069


http://dx.doi.org/10.1039/c5cp02601f

PHYSICAL REVIEW A 91, 052703 (2015)

Electron-impact excitation of silver

S. D. Tosié,! V. Pejev,! D. Sevié,! R. P. McEachran,> A. D. Stauffer,’ and B. P. Marinkovi¢!
VInstitute of Physics, University of Belgrade, Pregrevica 118, 11080 Belgrade, Serbia
2Research School of Physical Sciences and Engineering, Australian National University, Canberra,
Australian Capital Territory 0200, Australia
3Department of Physics and Astronomy, York University, Toronto, Ontario, Canada M3J 1P3
(Received 23 March 2015; published 11 May 2015)

We measure the differential cross sections (DCSs) for the electron-impact excitation of the combined (two
fine-structure levels) resonant 4d'°5p 2Py 532 and 4d°5s% *Ds; states in silver from the 4d'%5s 2, ground
state. A comparison with the predictions of the relativistic distorted-wave (RDW) approximation model is carried
out. Relativistic distorted-wave calculations are performed for each level separately and are combined to compare
with the measurements. Both the experimental and theoretical results are obtained at incident electron energies
Ey of 10, 20, 40, 60, 80, and 100 eV and scattering angles 6 from 10° up to 150° (experiment) and from 0°
to 180° (calculations). Absolute values for the experimental DCSs are obtained by normalizing relative DCSs
to theoretical RDW results at 40° at all energies except at 10 eV, where we performed the normalization of the
relative DCSs at 10° to our previous small-angle experimental DCS values [S. D. Tosi¢ et al., Nucl. Instrum.
Methods Phys. Res. Sect. B 279, 53 (2012)]. The integrated cross sections, which include integral Q;, momentum
transfer Qy;, and viscosity Qv cross sections, are determined by numerical integration of the absolute DCSs.

DOI: 10.1103/PhysRevA.91.052703

I. INTRODUCTION

This work is part of our project on electron-impact
excitation of silver atoms in the medium- and low-energy
regimes. Recently, we published the results of a combined
experimental and theoretical study for the electron-impact
excitation of the resonant 4d'°5s — 4d'5p transition in the
silver atom in the intermediate electron energy range from
10 to 100 eV at small scattering angles [1]. The comparison
with the relativistic distorted-wave (RDW) calculations shows
good agreement between experiment and theory especially at
higher energies and smaller scattering angles. We are not aware
of previous experiments on the angle dependences of the DCSs
in the energy range considered here that we can compare to
the present work. Even if we include theoretical investigations,
there are limited results reported of this scattering process (see
[1] and references therein).

The purpose of the present study is to provide reliable elec-
tron scattering data that are crucial for a better understanding
of electron interactions with silver atoms as well as for many
scientific and practical applications [1]. The silver atom is im-
portant in the field of laser cooling and trapping techniques and
therefore it is an interesting candidate for a neutral-atom-based
optical frequency standard. The resonant 4d'%5p Py )
state, which is the main goal of the present investigation, is a
fine-structure doublet with total angular momenta of J = 1/2
and 3/2 and energies of 3.664 and 3.778 eV, respectively,
and it is well suited for laser spectroscopic studies. Carlsson
et al. [2] have measured the lifetimes of these states with
high accuracy by time-resolved laser spectroscopy using the
delayed coincidence technique, while Uhlenberg ef al. [3] have
performed high-resolution spectroscopic measurements of the
4d'°5s %8y, — 4d"%5p *p3), cooling transition. Generally,
the lifetimes of the 5p ’p, ,2 and S5p 2P3/2 states in silver
are among the most accurately known of all atomic lifetimes.
Comparing other possible systems such as Ca, Rb, Sr, Yb,
and Cs used as optical frequency standards that are based
on optically probed electronic transition, usually a forbidden
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transition, with narrow bandwidth, there has been some interest
in silver using a transition between the 4d'°5s 2, /2 ground
state and the metastable 4d°5s% 2Ds 2 level, which is an
extremely narrow transition with a small natural linewidth
(=0.8 Hz). Larkins and Hannaford [4] have determined the
energy of the 4d°5s* >Ds /2 metastable level and the frequency
of the transition. Badr ez al. [5] presented a detailed description
of this optical two-photon excitation process and determined
the frequency, hyperfine coupling constants, and isotope shift
of this transition. This metastable state is important in terms
of our present investigation since its energy of 3.749 eV
lies between the combined resonant 4d'°5p ’p, /2,3/2 states
and its contribution to the DCS could not be distinguished
in experimental energy-loss spectra at the present energy
resolution. Theoretically, each of these lines can be calculated
separately and combined as required.

Here we present experimental and theoretical investigations
of electron excitation of the silver atom from the ground state
to the resonant line 44'%5p at impact energies from 10 to
100 eV. The present investigations are now extended over a
wide range of scattering angles up to 150° for experiment
and up to 180° for theory. The normalized experimental DCS
values were extrapolated to 0° and 180° following the guidance
of calculations and were numerically integrated in order to
obtain the integral O, momentum transfer Qy, and viscosity
Qv cross sections. Relativistic distorted-wave calculations
were performed for both fine-structure levels and combined
to compare with the measurements.

This paper is organized as follows. The experimental
technique and procedure are described in Sec. II. In Sec. III the
RDW method is outlined. The results are shown and discussed
in Sec. IV. A summary is given in Sec. V.

II. EXPERIMENTAL TECHNIQUES AND PROCEDURES

The apparatus used in this experiment is a conventional
crossed-beam electron spectrometer especially designed for

©2015 American Physical Society
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electron—metal-atom investigations that has been described
in detail earlier [1,6—11]. In this crossed-beam arrangement
binary collisions are favored, the density of target particles
is small enough to ensure that an incident electron interacts
with only one target particle, and the density of the electron
beam is low enough to ensure that the electrons do not interact
with each other. Briefly, the experimental apparatus consists
of a hemispherical electron energy selector with a hairpin
thermoelectron source in order to provide a monoenergetic
electron beam and an energy analyzer of the same type (two
hemispheres of identical dimensions to the monochromator)
equipped with a channel electron multiplier as a detector in
order to analyze and detect the inelastically scattered electrons.
The analyzer can be positioned from —30° up to 150° with re-
spect to the zero angle defined by the axis of the electron beam.

The vacuum chamber also contains an oven as a source
of the atomic beam. A silver vapor beam was produced by
heating a Knudsen-type crucible by two separate coaxial
heaters. In this way the top and the bottom of the crucible
can be independently heated and temperature gradients of
approximately 100 K needed to avoid clogging were achieved
(the top of the system was maintained at a higher temperature
than the bottom). The stability of the oven’s temperature was
controlled and monitored by two thermocouples, one installed
at the top of the crucible and the second at the bottom.
The measurements were performed at a working temperature
of about 1300 K. Water cooling, additional shields, and a
liquid-nitrogen cold trap located above the oven and interaction
region prevented contamination of the vacuum chamber from
the Ag vapor and overheating of surrounding components. In
order to achieve better compensation for the earth’s magnetic

PHYSICAL REVIEW A 91, 052703 (2015)

field, the vacuum chamber was shielded by a double w-metal
shield and the measured magnetic field at the position of
the interaction volume was below 2 x 10~/ T. The vacuum
inside the chamber was provided by two diffusion pumps and
a background pressure of the order of 1073 Pa was maintained.

The overall energy resolution (full width at half maximum)
of the energy-loss spectra was typically 160 meV, while
the angular resolution was 1.5°. The position of the true
zero scattering angle was determined before each angular
distribution measurement by checking the symmetry of the
scattered electrons at negative and positive scattering angles
(from —10° to +10°). The scattered electron intensities were
recorded in the accessible angular range at the fixed energy
loss that corresponds to the excitation energy of the resonance
transition. Due to the change of effective interaction volume
versus scattering angle, the effective path length correction
factors Ve [12] determined for the present experimental
conditions were applied and the corrections of measured
scattered intensities were made. Before each measurement
the energy-loss spectrum was accumulated in order to check
the stability of the target beam and to verify the absence of
double scattering. No structures that correspond to the residual
background gas were observed. The relative DCSs obtained at
20, 40, 60, 80, and 100 eV were put on an absolute scale
by normalization to the RDW values calculated at 40°. This
scattering angle of 40° was chosen for normalization since the
signal intensities at this angle are relatively large compared
to those at larger scattering angles, while the influence of
the effective path length correction factor is relatively small
at small angles. Absolute DCSs at 10 eV were obtained by
normalization to the absolute DCSs for the same excitation

TABLE 1. Differential cross sections, in units of 1072° m? sr™", for electron excitation of the 4d'°5p 2Py 3/, levels of silver. The numbers
in parentheses are absolute uncertainties. The extrapolated values are given in square brackets. The last three lines are integral 1, momentum

transfer Qy, and viscosity Qy cross sections obtained by integrating our measured DCS in units of 1072 m?.

2

Energy (eV)
Angle
(deg) 10 20 40 60 80 100
10 30.9(3.2) 27.4(2.8) 14.3(2.5) 7.3(1.5) 4.8(1.2) 1.95(59)
20 10.2(3.0) 5.7(1.7) 1.85(55) 0.47(14) 0.35(11) 0.168(34)
30 1.89(57) 1.54(46) 0.222(66) 0.114(34) 0.155(46) 0.097(19)
40 0.39(12) 0.59(18) 0.073(22) 0.048(14) 0.071(21) 0.065(13)
50 0.130(39) 0.159(48) 0.051(15) 0.0222(66) 0.0277(83) 0.0293(59)
60 0.096(29) 0.047(19) 0.039(12) 0.0085(34) 0.0083(25) 0.0111(22)
70 0.055(16) 0.0189(75) 0.047(14) 0.0050(20) 0.0144(43) 0.0129(26)
80 0.0290(87) 0.0216(86) 0.026(11) 0.0052(21) 0.0155(46) 0.0148(45)
90 0.0190(57) 0.049(19) 0.0211(95) 0.0061(18) 0.0194(58) 0.0133(40)
100 0.0149(45) 0.0235(70) 0.045(13) 0.0120(36) 0.0066(33) 0.0072(21)
110 0.0033(16) 0.0194(58) 0.074(22) 0.0161(48) 0.0039(19) 0.0033(13)
120 0.0043(21) 0.037(11) 0.122(37) 0.0205(61) 0.00277(97) 0.0053(21)
130 0.0053(19) 0.044(13) 0.058(17) 0.0149(45) 0.00277(97) 0.0061(24)
140 0.0071(25) 0.047(14) 0.103(31) 0.0040(12) 0.00195(68) 0.00297(89)
150 0.040(14) 0.220(66) 0.144(43) 0.0041(12) 0.0033(12) 0.0075(22)
160 [0.03998] [0.33047] [0.46313] [0.02323] [0.01333] [0.02668]
170 [0.04014] [0.42993] [0.80877] [0.04753] [0.02552] [0.04923]
180 [0.04026] [0.471] [0.95841] [0.05863] [0.03104] [0.05941]
O 12.4(4.7) 11.2(3.8) 6.8(2.8) 4.5(2.0) 3.3(1.8) 3.0(1.9)
Owm 3.3(1.4) 2.4(1.1) 1.81(96) 0.35(18) 0.23(13) 0.22(12)
Ov 5.4(2.2) 3.1(1.2) 1.25(62) 0.46(23) 0.33(19) 0.26(15)
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process at 10° [1]. Then the absolute DCSs were extrapolated
to 0° and 180° and numerically integrated to yield integral
Q1, momentum transfer Qy;, and viscosity Qv cross sections
[Egs. (1)—(3) in [7]]. Extrapolation of the DCS to 0° was made
using the measured results at small scattering angles [1]. For
extrapolation to 180° we used the RDW calculations for the
given energy.

III. THEORY

Electron-impact excitation of the silver atom is expected to
show relativistic effects. In heavy and moderately heavy atoms
such as silver (Z = 47), these effects are manifested in the
fine-structure splitting of the excited states. The RDW method
formulated by Zuo et al. [13] includes both the fine structure of
the atom and the spin-orbit coupling of the scattered electrons
and was used for the calculation of the excitation processes in
many electron-atom systems [7,14—17] including the electron-
silver excitation [1,18]. In the present study we extend the
RDW method to the electron excitation of the 4d'°5 p states of
silver (a fine-structure doublet with the lower level having J =
1/2 and the upper level J = 3/2 with an energy splitting of
0.114 eV). Since we have already used this method for the same
process at small scattering angles, the details of the calculation
method are given in [1] and references therein. We calculated
differential cross sections for each level separately and the
combined results were compared with the measurements.

IV. RESULTS AND DISCUSSION

Differential cross sections for the electron excitation
of the 4d'5p ?Py)23, states of silver were measured for
scattering angles ranging from 10° to 150° and at intermediate
electron-impact energies of 10, 20, 40, 60, 80, and 100 eV.
Relativistic distorted-wave calculations were performed at the
same energies and scattering angles up to 180°. The DCSs
were also integrated over all angles and thus integrated cross

220 —
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FIG. 1. (Color online) Energy-loss spectrum of silver at 40 eV
electron-impact energy and 10° scattering angle. The energy-loss
spectrum with features that correspond to the elastic scattering E
and to the resonant excitation R is shown in the inset. Closed circles
denote the measured intensity and the solid line shows the best fit.
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sections were obtained. All results are presented in Table I
and summarized in Figs. 1-5. The extrapolated experimental
values obtained by using the normalized shape of the RDW
cross sections are also given in Table I. See Supplemental
Material in [19] for the numerical data from the RDW
calculations.

The electron excitation of the silver atom is presented in an
electron-energy-loss (EEL) spectrum at 40 eV impact energy
and at a scattering angle of 10° as shown in Fig. 1. The energy
range covered by this spectrum was adjusted to include the
region below the first ionization limit of 7.576 eV [20] and
the autoionization region up to 9.2 eV. The assignment of
atomic energy states is given by using the results on the
NIST website [21]. The low-energy region of this spectrum
is dominated by an intense feature at about 3.7 eV that is due
to the electron excitation of the 4d'°5p 2Py 5 3 fine-structure
levels (our energy resolution was not high enough to resolve
these two states). It is also evident that this structure is

10 &

0.1k
[
0.01 k i f
(©
0 20 40 60 80 100 120 140 160 180
O (deg)

FIG. 2. (Color online) Differential cross sections for the
4d'°5p *p, /2,32 €xcitation of silver at (a) 10 eV, (b) 20 eV, and (c)
40 eV electron-impact energies. Closed circles denote the present
experimental results with uncertainties. The solid line shows the
DCSs calculated by the RDW method for the combined levels.
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clearly resolved from the other ones in the EEL spectrum
including the feature that corresponds to elastic scattering (see
the inset in Fig. 1). Also, the intensities of other peaks (each
characteristic of a particular allowed or forbidden transition)
are significantly smaller than that of the unresolved silver
resonant line. The position of the 4d°5s> *Ds /2 metastable
state with an energy of 3.749 eV lies between the 44'°5p 2p 2
state at 3.664 eV and the 4d'°5p 2P3/2 state at 3.778 eV.
However, since the excitation from the 2§ ground state to
the 2 Ds /2 level is not a dipole-allowed transition (it decays by
electron quadrupole radiation), we assume that its contribution
to the measured excitation cross sections of the resonance > P
states is negligible.

Figure 2 presents both the measured and calculated DCSs
at electron-impact energies of 10, 20, and 40 eV. All DCSs
are strongly forward peaked as is typical of a dipole-allowed
transition. The experimental 10-eV data [Fig. 2(a)] exhibits
a structure at 50° (inflection point) and one relatively deep
minimum at 110°. There is an abrupt decrease in the cross
section between 100° and 110° as well as a jump between
140° and 150°. This behavior was consistent in all data sets
obtained at this particular impact energy. The data at 20 eV
[Fig. 2(b)] exhibit the presence of two minima, one at 70° and
the other at the same angle of 110° as at 10 eV, while the
local maximum is at 90°. Again, the cross section increases
significantly between 140° and 150°. The DCS at an electron
energy of 40 eV [Fig. 2 (c)] decreases markedly up to 40°, the

1000 | ] 4

DCS (1 0_20m25r_1 )

0.00001 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1
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FIG. 3. (Color online) (a) Calculated differential cross sections
for the 4d'°5p 2Py, (dashed line) and 4d'°5p p;;, (solid line)
excitations of silver and (b) differential branching ratios of the
4d'°5p 2Py 332 states of Ag at 40 and 100 eV.
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minimum is located at 90°, and then the DCS values increase
as the scattering angle increases.

At 10 eV, the incident electron energy is too low for the
RDW method to produce reliable results and there is agreement
with the measurements only at angles below 20° (which is due
to the normalization of the small scattering angle DCS to the
RDW data at 5° [1]). At higher angles the experiment gives
significantly smaller DCS values but with more structures
in the shape. At 20 eV the RDW calculations are in better
agreement but do not show the minimum around 70° seen
in our measurements. At larger scattering angles they exhibit
a shallow minimum near 120°, while the experiment has a
deeper minimum around 110°. For 40 eV we observe good
agreement in shape between the present experimental and the
RDW results at angles up to 110°, though the values obtained
from the measurements are lower than from 60°-90°, while
at higher scattering angles the calculated DCSs show a deep
minimum at 140° in contrast to the shallow experimental one
observed at 130°.

The calculated DCSs for the excitation of the 4d'°5p *P;
and 4d'°5p %p; 2 states of Ag, as well as the differential
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FIG. 4. (Color online) Same as for Fig. 2 except for (a) 60 eV,
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branching ratios DCS3/,/DCS, at 40 and 100 eV electron-
impact energies, are shown in Fig. 3. The results show that
there are no noticeable differences in the shape of the cross-
section data for 2P 2 and 2ps /2 states, but the differential
branching ratios show deviations from the fine-structure
approximation value of 2 (Eq. 4 in [18]). Zeman et al. [18]
have also found that this branching ratio deviates significantly
from 2 at 30, 50, and 100 eV electron-impact energies, which
indicates the existence of relativistic effects in silver atoms.
These ratios show significant deviations from 2, ranging from
1.6 to 2.2 at 40 eV, and are primarily associated with the fact
that the extrema occur at slightly different angles for the two
fine-structure levels. This is particularly apparent at 100 eV,
where there are several extrema in the calculated cross sections.

Differential cross-section results at 60, 80, and 100 eV are
presented in Fig. 4. At an electron energy of 60 eV [Fig. 4(a)],
both the measured and calculated curves have similar shapes
over the whole angular range, though the theoretical results
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FIG. 5. (Color online) (a) The 3D profile of the differential cross
sections as a function of electron-impact energy and scattering angle.
Closed circles denote the present experimental results. The surface
is made using the RDW data. (b) Contour plot of the RDW data.
The vertical axis represents the electron-impact energy (in eV),
while the horizontal axis represents the scattering angle (in degrees).
The contour lines for the DCS are incremented in powers of 10
according to the legend on the right-hand side of the plot in units of
10720 m? sr !
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are somewhat larger at angles greater than 50° except in the
vicinity of a deep minimum at 144°. At 80 eV [Fig. 4(b)] the
agreement between experiment and the RDW calculations is
quite good at angles below 60°. However, above this angle
the measurements show a broad maximum followed by a
minimum, whereas the calculated DCSs have the opposite
behavior except for the pronounced minimum at 143°, which
approaches the measured value. The RDW calculations at
100 eV [Fig. 4(c)] agree quite well with the shape and absolute
values of the experimental DCSs. However, there is some
difference in magnitude in the region of the two higher minima.

The three-dimensional (3D) profile of the differential cross
sections as a function of electron-impact energy and scattering
angle is shown in Fig. 5. The figure clearly shows the position
of the measured DCSs with respect to the calculated values.
Strong forward peaked behavior at small scattering angles
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FIG. 6. (Color online) (a) Integral, (b) momentum transfer, and
(c) viscosity cross sections for electron-impact excitation of the
4d'°5p ’p, /2,32 state of silver. The experimental points are the same
as for Figs. 2 and 4. The solid lines with squares show the ICSs
calculated by the RDW method for the combined levels.
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characterizes the cross sections of the present transitions. The
3D surface shows a prominent valley near 140°, though the
other structures are not as well defined.

In Fig. 6 we present the results for the integral QO
[Fig. 6(a)], momentum transfer Qy [Fig. 6(b)], and viscosity
Qv [Fig. 6(c)] cross sections for electron excitation of the
combined 4d'°5p ’p, /2.3/2 levels of silver. The formulas for
these were given in [7]. At all electron energies, extrapolation
of the experimental DCSs to 0° was based on the small-angle
measurements [1], while extrapolation to 180° was made
using the RDW calculated DCS profiles. The measurements
confirm a monotonic decrease of Qp, Om, and Qv with
increasing incident electron energy as is also predicted by
theory. Reasonably good agreement was achieved between
experiment and theory concerning the shape of the energy
dependences of all integrated cross sections, but theory gives
slightly larger values of the integral cross sections at all
electron energies. The main reason for this behavior is the
fact that the present calculated DCSs are higher than the
normalized measured ones over the whole angular range.
For the momentum transfer and viscosity cross sections the
calculated cross sections lie at the lower limits of the measured
uncertainties at 20 and 30 eV, while there is closer agreement
with the measurements at higher energies, especially for the
viscosity cross sections.

It is assumed that the contribution of the 4d°5s2 2D5/2
excitation to the measured scattered electron intensities can be
neglected. Although the excitation of the optically forbidden
states by electron impact will occur, the DCS for these
excitations is small compared with the DCS for the resonant
excitation. This is illustrated in Fig. 1, where the signal from
the J = 3/2 state is much smaller than that for the resonant
excitation. Since the DCS for excitation of the J = 5/2 state
will have the same magnitude, it can be ignored in the
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present measurements. Calculations are needed to provide a
quantitative value for these DCSs. Also, as we already reported
in our previous paper [1], the DCS for the combined levels can
be represented as a sum of the DCSs for the excitation of the
individual fine-structure levels.

V. CONCLUSION

This paper has reported the results of experimental and
theoretical studies of the electron-impact excitation of the
4d'°5p state of silver at intermediate energies and for the full
range of scattering angles. Experimental methods based on a
crossed-beam technique as well as the apparatus employed
were described. Calculations were carried out using the
relativistic distorted-wave method. Differential and integrated
cross sections were obtained at electron energies of 10, 20,
40, 60, 80, and 100 eV and scattering angles from 10° to
150° in the experiment, while the calculations cover the full
angular range. Reasonable agreement was achieved between
the present two sets of data at energies of 20 eV and above.

We are not aware of experimental data that we can compare
to the present work. It would be interesting and important
to continue investigations on this excitation process in order
to obtain a more profound knowledge of electron excitation
processes in silver atoms and to obtained more complete sets
of scattering data that could be used in further modeling.
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Photoelectron spectroscopy, mass spectrometry and electron—ion coincidence experiments
combined with tunable synchrotron radiation have been used to study the decay and
fragmentation of 2Cl-pyrimidine after C1(2p), C(1s) and N(1s) excitations. The goal is to
investigate how the state- and site-selected excitation and the chemical environment affect the
fragmentation paths of the molecule and to make a comparison with fragmentation induced by
direct valence ionization. It has been found that the site-selective inner shell excitation affects
the branching ratio of the fragments, while the particular fragmentation channels of the cation
are determined by the final state populated in the resonant decay of the core excited states.
Effects of nuclear motion in the core excited states and the possible ultrafast molecular
dissociation following the CI(2p — o ™) core excitation are discussed.

Keywords: resonant Auger, PEPICO, mass spectrometry, 2Cl-pyrimidine
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1. Introduction

Due to their strong interaction with the nucleus, core electrons
are ‘localized’ on a specific atom in the molecule and weakly
affected by the surrounding environment. As such, their bind-
ing energy (BE) falls into a relatively narrow range that is char-
acteristic of each atom/orbital combination, but the specific
value within that range is a fingerprint of the surrounding envi-
ronment, providing information on specific molecular bonds
[1]. On the basis of this principle, core ionization is widely

* Author to whom any correspondence should be addressed.

0953-4075/20/244004+12$33.00

used for qualitative and quantitative analysis of the elemen-
tal composition of molecules in the gas phase as well as of
materials.

Going beyond its use as an analytical tool, it has been long
investigated whether the selective removal of a core electron
from a specific molecular site/orbital could also be used to
control the molecular fragmentation inducing specific bond
breakages [2—4]. Similarly to core ionization, the core elec-
tron excitation is characterized by the same atomic-like nature,
meaning that even though the core electron is promoted to
an empty orbital and not ejected into the continuum, the core
vacancy is still localized on a specific atom (molecular site)

© 2020 IOP Publishing Ltd  Printed in the UK
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and orbital (molecular state). Therefore, the core electron exci-
tation provides a unique means to specifically target a partic-
ular molecular site and molecular orbital by tuning the photon
energy to a specific resonant excitation energy.

It is commonly observed that the molecular fragmenta-
tion following core excitation is strongly influenced by both
the molecular site of the initial excitation and the character
of the excited molecular orbital [3, 5-14]. Indeed, signifi-
cant variations in the fragment branching ratios have been
observed across different excitation thresholds, leading to the
proposed use of core excitation as a sort of ‘molecular knife’
[15] to induce specific molecular bond breakings. However,
the ‘molecular knife’ interpretation of the site/state-selective
bond scission is strongly molecule dependent. While it is
favoured when inter-site electron migration cannot occur effi-
ciently and the chemical environment of the atomic site is very
different [3], it becomes questionable in the case where
fast electronic relaxation channels efficiently redistribute the
initially-localized core hole among singly and multiply ion-
ized states before the molecular fragmentation occurs. In these
cases the localization of the primary excitation is rapidly lost
and the molecular fragmentation follows the fate of the sin-
gle/multiple ionic state populated by the electronic relaxation,
driven by a sort of ‘memory effect’ [16, 17] determined by the
overlap between the initial and final electronic states. This sce-
nario was clearly demonstrated in 2Br-pyrimidine [13], where
significant differences in the molecular fragmentation mea-
sured at the C(1s), N(1s) and Br(3d) excitation energies were
cancelled out when the final single ion states reached by the
electron decay were singled out by the detection of the reso-
nant Auger electron in coincidence with the fragment ions. In
that case, a direct correlation between a site-selected excitation
and a bond breakage could not be established, and the entire
process was found to be governed by the specific coupling of
the intermediate (neutral) and final (ionic) states.

In contrast, Ueda et al [18, 19] proved that the nuclear
motion in the core excited state can affect the dissociation,
thus preserving some selectivity. This occurs when the core
hole lifetime is long, on the order of 10 fs, and a strong cou-
pling between the electron and the nuclear motion exists, like
in some o* resonances. In such cases, the population of the
vibrational distribution of the final cation state may lead to
a specific molecular dissociation channel. The limit of this
process is represented by the ultrafast dissociation occurring
directly in the core-excited state, like in HBr [20], where a
clear Br atomic decay has been observed following Br(3d —
o*) excitation. Schematically, the ultra fast dissociation (UFD)
process following a soft x-ray absorption can be described as
the population of a repulsive inner shell excited state that con-
tinuously undergoes Auger decay. The electronic relaxations
occurring at early times, i.e. at small internuclear distances,
involve the undissociated molecule, while the ones occurring
at later times, i.e. at larger internuclear distances, will eventu-
ally involve electronically-excited fragments. The latter case
will produce sharp lines at specific kinetic energies (KE) in the
electron spectrum, corresponding to the non-radiative decay of
the fragment (Br atomic lines in reference [20]). On the other
hand, the decay in the undissociated system will produce broad

Scheme 1. 2Cl-pyrimidine molecule with the atom labelling used in
the text. The molecular mass is m = 114/116 Da; throughout the
article the notation ‘m/(m + 2)’ will indicate the most abundant
isotopic contribution of ions containing the 3*Cl (75.8%) and *’Cl
(24.2%) isotopes.

molecular features in the electron spectrum. From the experi-
mental point of view, the features due to UFD can be identified
in the spectra because they do not suffer energy dispersion
with photon energy. A full quantum mechanical description
of UFD in terms of wave packed dynamics based on the the-
ory of resonant x-ray scattering [21] has been developed and
showed that the dissociation and electronic relaxation should
be treated as a one-step process. After the prototypal diatomic
molecules, HBr and HCl, a series of studies investigated the
process in more complex molecules, SiHy [22], CH3Cl [23]
and other chlorinated methanes [24], H,O [25], O, [26], SFq
[27] up to organic compounds [28]. These works showed that
the competition between molecular dissociation and electron
decay following inner shell excitation is quite common, even
though the ideal situation, where the electron decay after a full
dissociation of the two moieties is the dominant process, is a
rare case.

In this work, we report the study of the electron decay
and molecular fragmentation of 2Cl-pyrimidine in the C1(2p),
C(1s) and N(1s) near-edge regions by photoelectron spec-
troscopy, mass spectrometry and electron—ion coincidence
experiments, in order to investigate possible correlations
between core excitation, which involves core hole localiza-
tion, and molecular fragmentation. To this end we exploited
the photon energy tunability available at synchrotron radiation
facilities to perform mass spectrometry across inner shell exci-
tation/ionization regions, to measure the resonant Auger elec-
tron spectra at selected inner shell excitations and to perform
photoelectron—ion coincidence measurements in both direct
and resonant valence shell ionization. The latter experiments,
which are characterized by a high selectivity in both the energy
deposition and final state of the singly charged ion, enable
to disentangle the role of the initially localized inner shell
excitation and that of the final singly charged ion in specific
fragmentation paths.

2Cl-pyrimidine (C4N,H;3Cl, scheme 1) is a halogen substi-
tuted pyrimidine molecule, where the CI atom is bound to the
C2 site in between the two N atoms. Being the building block
and model system for a class of radiosensitizers, the halosub-
stituted DNA bases have been investigated and their mecha-
nisms of fragmentation discussed. In particular for the 2ClI-
pyrimidine case, the core ionization [29] and excitation [30],
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as well as the valence shell ionization [31] and fragmentation
[32,33] have been studied from both the theoretical and exper-
imental point of view, providing the essential spectroscopic
information for the present work devoted to the site-selective
fragmentation.

2. Experimental and data analysis

The experiments were performed at the Gas Phase photoe-
mission beamline [34] of the Elettra synchrotron radiation
facility (Trieste, Italy) using the VG-TOF end-station already
described in similar photoemission [29, 35], mass spec-
trometry [12, 30] and electron—ion coincidence experiments
[13,36].

At the Gas Phase beamline, the 100% linearly polarized
radiation from the undulator (period 12.5 cm, length 4.5 m)
is deflected to the variable angle spherical grating monochro-
mator, which covers the energy region 13—1000 eV with five
interchangeable gratings.

The experimental chamber is maintained at a background
pressure of low 10~ mbar. The target molecules, which are in
the form of a powder at standard ambient temperature and pres-
sure, are kept in a test tube outside the vacuum chamber and
admitted into the interaction region via a leak valve, in order to
have a residual gas pressure of 2Cl-pyrimidine in the vacuum
chamber of about 2.5 x 107® mbar. A 150 mm hemispheri-
cal electron energy (VG 220i) analyzer is mounted opposite to
a Wiley—McLaren [37] time-of-flight (TOF) mass spectrom-
eter, at the magic angle with respect to the polarization axis
of the photon beam. A grounded needle mounted on a xyz-
manipulator for precise alignment, enters the region between
the repeller and extractor electrodes of the TOF and brings the
effusive beam of 2Cl-pyrimidine into the interaction region,
just few mm below the photon beam.

The ionization event takes place in a field free region: pho-
toelectrons (PE) and resonant Auger electrons (RAE) ejected
into the geometrical acceptance angle of the electron analyser
located behind a mesh in the repeller electrode of the TOF
are selected in kinetic energy by the hemispherical analyzer
and detected by 6 independent channeltrons located along the
dispersive plane of the analyzer. Extraction and TOF analy-
sis of the ions produced by the ionization and fragmentation
of the molecular species is triggered by a pulsed extraction
field of 700 V cm~! applied between the repeller/extraction
electrodes of the TOF polarized with antisymmetric voltages
(manufacturer Directed Energy Inc., model PVM4210). The
electron and ion mass analyzers can be operated indepen-
dently, for PE/RAE spectroscopy and mass spectroscopy (MS)
measurements, respectively.

In the electron spectroscopy mode the hemispherical elec-
tron analyzer is operated with the TOF spectrometer switched
off to prevent residual penetration fields from the drift tube of
the TOF into the interaction region, that would degrade the
electron energy resolution. A pass energy of 20 and 50 eV,
corresponding to a kinetic energy resolution of about 0.5 and
1.2 eV, has been used for the PE and RAE measurements,
respectively (see figure 1). The valence electron spectra were
measured at 60 eV photon energy while the RAE spectra
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Figure 1. The resonant Auger spectra of 2Cl-pyrmidine recorded at
the C1(2pzp ' — 0*), C4/6(1s~! — %), C2(1s~! — 7*) and N(1s~!
— ") resonant excitations compared to the PES measured at 60 eV
(bottom panel). All spectra have been reported on BE scale by
subtracting the kinetic energy of the measured electron from the
photon energy. The red bars in the bottom panel report the position
of the ionic states [31], while the black bars in each spectrum
indicate the BE where the electron—ion coincidence measurements
have been performed.

where measured at the photon energies corresponding the
Cl2p — o7), C4/6(1s — 7*), C2(1s — 7*) and N(Is —
7*) transitions to the lowest unoccupied molecular orbitals,
at photon energies 200.4, 285.53, 287.40, 398.7 eV, respec-
tively. The photon energy and kinetic energy scales have been
calibrated against the known spectroscopic information of
2Cl-pyrimidine [30].

In the mass spectrometry mode (see figures 2—4), the TOF
spectrometer can be operated either in ‘total ion yield’ (TTY)
mode for the measurement of the near edge x-ray fine structure
(NEXAFS) spectra, or in MS mode, for the measurement of
the mass-over-charge (m/z) resolved fragmentation spectrum.
In the TIY mode the TOF spectrometer is operated by a con-
tinuous dc voltage in the extraction region for the detection
of the extracted ions by the TOF detector. The TIY reported
versus the scanning photon energy and normalized to the pho-
ton intensity variation along the scan, provides the NEXAFS
spectrum. For MS measurements, the extraction field has been
operated in pulsed mode, triggered by a 1 kHz random pulse
generator (Stanford Research DG535) to extract the ions and
provide the time-zero for the measurement of the time of
flight via a time-to-digital analyser (TDC model AM-GPX,
ACAM Messelectronic). In the inner shell region, MS have
been acquired at several photon energies scanning the CI(2p),
C(1s) and N(1s) near-edge regions. The acquisition time of
each mass spectrum is of about 15 min/point and the photon
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Figure 2. The mass spectra of 2Cl-pyrimidine measured at photon energies 207 eV (black), 292.6 eV (red) and 411.6 eV (green), i.e. above
the CI(2p), C4/6(1s) and N(1s) ionization thresholds. The three MS spectra have been displaced on the vertical axes to facilitate qualitative

comparison. The main fragments discussed in the text are indicated.
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Figure 3. The ‘on resonance—off resonance’ spectra at the C1(2p — ¢*), C(1s — 7*) and N(1s — 7*) resonances. The ‘off resonance’
spectra are measured below the lowest resonance, i.e. at 196.2, 284.2 and 397.6 eV, respectively. The ‘on resonance’ spectra are integrated in
the regions 199.4-203.0 and 284.6-288 eV for the Cl and C cases, respectively, and measured at 398.8 eV for the N case. In each case, areas
of the resulting on- and off-resonance spectra are normalized to unity before the subtraction. The noisy difference spectrum in the C case is
due to the low statistics of the ‘off resonance’ measurement performed at a photon energy where the beamline transmission is strongly
reduced by C contaminations of the optical elements. The yellow boxes highlight the main regions which show similar behaviour for the
three cases, while the blue arrows indicate the main differences between the C1(2p) and the C, N(1s) cases.

energy steps is 0.4 eV. At each resonant photon energy, both
resonant and direct ionization of valence states occur and the
two contributions are indistinguishable. In order to highlight
the relative changes in the fragmentation pattern due to core
hole localization, in the data analysis: (i) each TOF mass spec-
trum has been background subtracted, using the representation
of the background provided by the fitting of the mass spec-
trum where all peaks are removed; (ii) from the background
subtracted spectrum the area of each peak has been calculated
by adding up the yields in the m/z £ 0.5 region of interest; (iii)
then these calculated areas have been normalized to the sum of
the areas of all fragments in order to extract the branching ratio
of each fragment at each photon energy. In order to provide an
overview of the resonance behaviour, the difference between
the ‘on resonance’ and ‘off resonance’ spectra normalized to
equal total area are reported in figure 3. This procedure allows
us identify at first sight the role that core hole localization can

play at the different molecular sites. Figure 3 refers to the o*
and 7* transitions in the case of the Cl(2p), C(1s) and N(1s)
respectively, while the branching ratios as function of photon
energy reported in figure 4 allow the evolution of the branching
ratio of each fragment versus photon energy to be followed.
The electron and ion analyzers can also be operated simul-
taneously for photoelectron—photoion coincidence (PEPICO)
measurements, figures 5—7. The electronic chain schemati-
cally reported in figure 1 of reference [38] has been replicated
for five channeltrons. The amplified and discriminated elec-
tron signals from the 5 channeltrons provide the ‘start’ for
five independent channels of the TDC, as well as the trig-
ger for the extraction of the ions from the interaction region,
after being combined in an ‘OR’ logic unit. The signal of the
extracted ions is fed as ‘stop’ into the five TDC channels.
Random coincidences are estimated by randomly pulsing the
ions extraction at 100 Hz, i.e. a frequency comparable to the
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Figure 4. NEXAFS spectra (grey full area) and branching ratio of the most representative fragments at the Cl(2p) (top),
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BE, see also table 2.

photoelectron count rate, and counted in a separate TDC
channel. The PEPICO data have been analyzed using cus-
tom macros [39, 40] developed for Igor Pro software. The
measured PEPICO spectra are normalized to the number of
starts provided by the detected electrons, while the random
coincidences spectrum is normalized to the number of ran-
dom triggers. The two normalized spectra are then subtracted
to produce the final random-subtracted PEPICO spectra,
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Figure 7. (a) Sum of all PEPICO spectra in the BE region 9-23 eV
and m/z range 23—42 measured at the C1(2p — o) excitation energy
of 2Cl-pyrimidine; (b) the breakdown curve of C1* (m/z 35/37) in
the BE region 13-23 eV; (c) the Cl(2p3, — ¢*) RAE spectrum
(dots) and a photoelectron spectrum (shaded area) measured 4 eV
below it and properly shifted to superimpose the 3b, band. The
dashed lines indicate the energy position of the decay to the CI*+ 3p*
(P, 'D, 'S) states [46].

figures 5 and 7(a). This measurement is repeated at several
electron KE, eventually converted into molecular BE by the
energy conservation law, BE = hv — KE, where hv is the pho-
ton energy. Finally, with a data analysis procedure similar to
that described for the mass spectra measured at core excitation
energies, the branching ratio of each fragment from PEPICO
spectra is reported versus BE, showing the final breakdown
curves, figures 6 and 7(b).

3. Results

The main purpose of the present work is to investigate if
the core hole localization into different, but specific molec-
ular sites can induce selective molecular fragmentations. In
order to ‘localize’ a core vacancy, the NEXAFS spectra of
2Cl-pyrimidine have been exploited to identify the resonant
excitation energies. Then, at selected resonant photon ener-
gies, the electron spectra have been measured as described in
section 3.1. These spectra contain both the direct and resonant
ionization, where the second can be considered the dominant
contribution and provides essential information on the main
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Table 1. Experimental energies and B3LYP (6-311 ++ g(2df,2p))
calculations together with the assignment of the 2Cl-pyrimidine
valence band and their respective Mulliken populations taken from
reference [31]. Only Mulliken populations larger than 10% have
been reported.

Molecular Mulliken Exp PES B3LYP
orbital MO population (%) (eV) eV)
6b, nN_ N1 29.0 9.84 10.11
N229.0
3b; T3 C214.0 10.15 10.40
C528.9
CI131.9
5by n| N1 114 11.38 11.30
C210.6
N311.4
C158.7
8a; NN+ N1 24.0 11.61 11.69
C211.6
N3 24.0
C515.4
CI11.0
lay T N1 33.8 11.80 11.90
N3 33.8
C4159
C615.9
2b, ny C182.9 12.40 12.21
78.1 gCc-Cl 14.2 14.40
4b, o 14.5 14.66
1b; T 14.9 15.20
6a, o 15.8 15.74
3b, o 17.3 17.47

electronic decay of the core-excited states via their coupling
to the outer (participator decay) and inner valence (spectator
decay) states.

The mass spectra and fragments branching ratio measured
versus the scanning photon energy in the near-edge regions are
reported in section 3.2.

Finally, section 3.3 is devoted to the electron—ion coinci-
dence experiments at the o* excitation of the CI(2p) and at the
m* excitation of the C4/6(1s), C2(1s) and N(1s) core electrons.

3.1. The resonant Auger electron spectra

The resonant Auger electron spectra measured at the
Cl2psn~ ! — o%), C4/6(1s™! — 7*), C2(1s™! — 7*) and
N(1s~! — 7*) excited states are reported in figure 1, where they
are compared with the PES measured at 60 eV photon energy.
The low count rate that characterizes the resonance Auger
spectra has hampered the investigation at the C5(1s~! — 7%)
excitation, which has been observed to generate a small and
partially unresolved feature in the NEXAFS spectrum [30].
The PES of 2Cl-pyrimidine has been previously studied by
a combined experimental and theoretical approach, and in the
present discussion (see table 1) we refer to that work [30].
Most of the orbitals of 2Cl-pyrimidine are analogous to those
of pyrimidine, with its six member ring structure. The a, and
b; symmetries characterize the out-of-plane, m-type orbitals
while the a; and b, symmetries characterize the in-plane,

o-type orbitals. Among the six lowest molecular orbitals, the
6b, and 8a; o-type orbitals are assigned as nitrogen lone pairs,
nn- and nyy, respectively, while the 3b; and 1a; are assigned
as 73 and 7, distributed above and below the ring. The Cl atom
adds two new orbitals to the outer valence manifold, related to
the p orbitals of the halogen atom. The orientation of these
orbitals can be parallel, nyj, or perpendicular, n,, to the ring.
In addition, the electronegative Cl substituent in position C2
perturbs the orbitals in the ring as compared to the pyrimidine
case, by both inductive and resonant effects.

The non-radiative RAE decay of the excited inner shell pop-
ulates the same outer and inner valence cationic states. How-
ever, due to the natural width of the core-excited states and
the possible non parallel potential energy surfaces of the core
excited and final ionic states, the features in the RAE spec-
tra can be broader or shifted with respect to the ones appear-
ing in the PES spectrum, as for example observed in the N,O
case [7].

An intuitive guide to the interpretation of the RAE spec-
tra of figure 1 is provided by the calculated Mulliken popu-
lations [31] reported in table 1. The low energy region, that
extends from the ionization threshold up to BE ~ 13 eV, con-
tains clearly identifiable 1-hole states and is dominated by
the participator decay. Consistently with the Mulliken popu-
lation distributions (table 1), the Cl1 RAE spectrum displays
noticeable contribution in the region of the 73, nj, nny and
n, orbitals, while the two features in the N(Is~! — 7*) RAE
spectrum well align with the ny_ and nyy orbitals (nitrogen
lone pairs), and with the 7, orbital, which again sees the largest
Mulliken population on the two nitrogen atoms. As for the car-
bon atoms, the C2 RAE in this region displays a dominant fea-
ture in correspondence of the 73 orbital, while the main peak
of the C4/6 spectrum is in correspondence of the 7, orbital,
in very good qualitative agreement with the distribution of the
Mulliken population.

In theregion 13 eV < BE < 20 ¢V, the PES spectrum shows
a band at about 14.4 eV with the mixed 7 and o contributions
of the 7a;, 4b, and 1b; orbitals and then other bands at about
15.8 and 17.3 eV, all of o symmetry. In terms of participator
states these features can be associated with the 6a; and 3b,
orbitals. It is interesting to observe that in both the Cl and C2
RAE spectra, a well-defined feature is clearly visible at the
7a, state (14.2 eV), which is assigned to a oc_cry molecular
orbital. At increasing binding energies, the breakdown of the
single electron picture of the ionization increases the complex-
ity of the photoelectron spectrum. This region is expected to be
dominated by 2-hole-1-particle final states, with 2-hole config-
urations similar to those of doubly charged states, but with a
‘spectator’ electron screening the double hole. The bands at 16
and 17.3 eV are clearly enhanced in all the C and N RAE spec-
tra, indicating that their o nature couples well with the inter-
mediate states. In a previous work [35] this region has been
qualitatively interpreted by shifting the KVV Auger spectrum
in energy due to the screening effect of the spectator electron.
Being the main goal of the present work to investigate energy
selected fragmentation of 2Cl-pyrimidine, we do not enter in
the assignment and discussion of the RAE spectra in this high
BE region.
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3.2. The mass spectra and the partial ion yield in the CI(2p),
C(1s) and N(1s) near-edge regions

The background-subtracted mass spectra measured just above
the Cl(2p), C4/6(1s) and N(1s) ionization thresholds are
reported in figure 2, providing a broad overview of the frag-
mentation mass spectra in the different core ionization regions.
The details of the effects of resonant core excitation and ion-
ization can be seen in figures 3 and 4, and will be discussed
later in this section.

All peaks in the MS appear to be broadened beyond
the experimental resolution of the TOF spectrometer, due to
the high kinetic energy released in fragmentation of dou-
ble/multiply charged ions. Indeed, the observed mass spectra
extend from the atomic fragments (H, C*, N, CIT) up to
the parent ion (m/z 114/116), displaying a richer variety of
fragments than previously reported in valence shell studies
[32, 33]. Some of these fragments can be easily associated
to the complementary moieties of a direct two-body fragmen-
tation of the parent dication. This is the case, for example,
of the ions at: (i) m/z 87/89 (M—HCN)* and 27 (HCN™);
(i) m/z 53 (M—CNCD™ and 61/63 (CNCI™); (iii) m/z 52
(M-HCNCI)Tand 62/64 (HCNCI), and (iv) m/z 79 (M-CI)*™
and 35/37 (CI™).

Even though the same fragments populate the MS in the
different photon energy regions, the relative contribution of
the various fragments changes as function of the photon
energy. For example, the relative contribution to the mass spec-
trum of the parent ion, M™, and larger fragments around the
(M-HCN)* and (M—CI)™ regions is significantly reduced as
the photon energy increases from the CI(2p) to the C(1s) and
N(1s) regions, while the relative contribution of smaller frag-
ments (m/z < 50 and atomic species in particular) becomes
more relevant.

Further than the variation as function of the increasing pho-
ton energy, quantitative information on the effect of the reso-
nance excitation can be deduced from the ‘on resonance —off
resonance’ spectra in figure 3 and the branching ratio varia-
tion of the main fragments across the different core excitation
resonances in figure 4.

Figure 3 shows how the resonant excitation in the three
cases leads to many differences (see m/z 35, 60/62, 79, 87/89
and 114/116) and some similarities (see m/z 26 and the group
m/z 51-53) in the fragmentation paths. At the C1(2p — o) res-
onance, the branching ratios of the larger fragments (m/z > 70)
show a significant reduction, while the opposite is observed
in the N(1s — 7*) case, and no resonant effect in the C(1s
— m*) case (see also figure 4). The decrease of the branch-
ing ratio of the larger fragments is counterbalanced by the
increase of m/z 35, 51-53 and 26 fragments at C1(2p — o*)
resonance. On the other hand, the branching ratio of the
mlz 12, 27 and 35 fragments display an enhancement at the
C(1s — 7*) resonances.

In the C NEXAFS spectrum of 2Cl-pyrimidine (figure 4),
there is a clear chemical shift among the three non-equivalent
C atoms, with increasing excitation energy from the weak and
partially unresolved C5, to C4/6 and finally C2, the highest in
energy due to the highly electronegative neighbour Cl and N

atoms. However, in the fragments branching ratios there are no
significant differences among the three C atoms, apart for the
m/z 87/89 (M—HCN) T, with a selective enhancement at the C2
core hole localization (fragment 89 not shown).

In general, the core hole localization on the three non-
equivalent C atoms shows the least effects compared to the
localization at the Cl and N atoms, but it is qualitatively closer
to the N than to the Cl case. This is not surprising, considering
that both the C and N atoms build up the ring structure, with
the CI atom bound off-ring by the C2 atom.

In the N core-hole localization the observed picture of
an enhanced branching ratio of large fragments (m/z > 55)
complemented by a reduction of atomic ionic species (CT,
N+, CIT) supports the scheme of a dominant single electron,
resonant Auger, decay to the valence region.

3.3. The resonant Auger electron—ion coincidence
experiments

The sum of all PEPICO mass spectra measured at a photon
energy of 60 eV (figure 5) shows all the fragmentation chan-
nels opened up to BE 23 eV. Compared to the MS measured in
the inner shell regions, the PEPICO spectra are better resolved
in m/z, because their formation in single ionization events,
which involve less kinetic energy released in the fragmenta-
tion compared to double/multiple ionizations active in inner
shell ionization, limits the time spread in the time of flight of
the ions.

A quick comparison between figure 5 (PEPICO valence
shell ionization) and figure 2 (MS inner shell ionization)
clearly shows how several fragmentation channels, like all
the atomic ionic species (CT, N, CI*), m/z 24-25 (possi-
bly attributable to C,™ and C,H™), m/z 47/49 (CCIT) and
most of the fragments in the group 36—40 (likely related to the
C3H;3;T/HC,N™ fragment at m/z 39) are not observed in the
direct valence shell ionization, at least up to BE 23 eV, or are
below the sensitivity of the present PEPICO measurements.
This indicates that these channels are not yet energetically
open or/and not significantly populated by single ionization
processes.

Among all fragments from the PEPICO measurements the
branching ratio for parent ion and seven of the main fragments
produced by direct valence ionization (60 eV photon energy)
and by CI(2p — %), C4/6(1s — 7*), C2(1s — 7*) and N(1s
— 7*) resonant Auger decay are reported in figure 6. The
first onset on the breakdown curve of each respective case is
reported in table 2, together with previously measured and cal-
culated values of appearance energy [32]. When different val-
ues could be inferred depending on the resonant/non-resonant
case considered, the values extracted from the resonant cases
have been indicated by a ‘{” symbol in table 2. At first sight,
there are no major differences in the fragmentation follow-
ing direct valence ionization or ionization via the intermediate
inner shell excitations.

In all cases, the parent ion, M, is observed only over the
two lower bands of the PES spectrum (BE 8-13 eV), which
include the six lower MO, from the ny_ to the n,. However,
while in the valence ionization the M™ ion remains the only
species for the entire range 8—13 eV, in all other cases where
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Table 2. First onset of formation for the main 2Cl-pyrimidine fragments
extracted from the PEPICO breakdown curves (figure 6) compared to the
appearance energy literature data. The ‘t” symbol indicates values from the
resonant ionization case, when different from the non-resonant case.

Appearance energy (eV)

mlz This work Exp. [33] Th. [33]
M+ 114/116 9.1(0.50) 9.54(0.05) 9.61
C4H;N,CI*
C;H,NCI+ 87/ 89 13.40(0.55) 12.40(0.05) 12.35
(M—HCN)* 12.50(0.25)"
C4H;N, 79 12.40(0.60) 11.84(0.05) 11.92
M-ChHt 11.43(0.25)"
C,HCIt 60/62 13.61(0.33)
(M—-2HCN)*
C;H;N+ 53 13.26(0.40)
(M-CI-CN)*
C3H,N+ 52 13.61(0.33) 13.92(0.1) 13.68
(M-Cl-HCN)*+
HCN+ 27 14.90(0.5)
CN* 26 14.85(0.3)

the ionization proceeds via the resonant core excitation/decay,
the M™ branching ratio decreases already on the shoulder of
the second band, in correspondence to the n, orbital at 12.4 eV.
In these cases, the lost intensity from M at 12.4 eV is entirely
drawn by the (M—CI)™ channel, which displays in this region
its maximum intensity. Consistently, the Cl-loss mechanism
appears to be significantly ‘delayed in energy’ in the direct
valence ionization (see table 2). For this reason, the first onset
of m/z 79 assigned as (M-CI)™T is registered at 11.2 eV in
the resonant ionization cases, while at 12 eV in the direct
ionization.

Both the (M-CI)* and (M—HCN)™T fragments are exclu-
sively related to the BE region 12—16 eV. Even though shifted
by about 1 eV and of lower intensity, the (M—HCN)™ frag-
ment, similarly to (M—Cl)™, appears to open at lower BE for
the resonant with respect to the non-resonant valence ioniza-
tion. Despite the small branching ratio, a similar mismatch in
the take-off of the breakdown curves of the (M—CI-HCN)™,
(M-2HCN)* and (M—CI-HCN)* fragments may also be pro-
posed, with a ‘delayed onset’ in the CI(2p) resonant ionization
case.

For the (M—2HCN)™, (M-CI-CN)* and (M—CI-HCN)™
fragments, the take-off of the break down curves is at
about 13 eV, with a dominant contribution at 15-16 eV for
(M-2HCN)*, or at about 18-20 eV for (M—CI-HCN)* and
(M—-CI-CN)*. The HCN™ is a minor fragment in all cases,
lacking any selectivity with respect to the molecular orbital.

4. Discussion

The molecular fragmentations measured at the different
core electron excitation/ionization regions (figure 2) show
a general trend where increasing photon energy favours
formation of smaller species and reduction of large ones.
As already observed in other molecules [12, 13, 41-43,
and references therein], this is an indication that more

substantial fragmentation takes place at higher photon ener-
gies, and can be easily explained by the dominant role played
by the opening of new core ionization thresholds leading
to a preferential decay via Auger and multiple Auger emis-
sion to doubly/multiply charged ions. The instability of dou-
ble/multiple ions results in fast molecular fragmentations, as
no evidence of a stable dication (m/z 57/58) appears in any of
the spectra. Multiple ionizations are also most likely respon-
sible for the several fragments not observed (at least within
the present statistical accuracy) in the mass spectrum collected
adding the PEPICO measurements for direct valence shell
ionization up BE 23 eV shown in figure 5.

Figures 3 and 4 show that the primary hole localization
on the Cl atom leads to a larger degree of molecular frag-
mentation (strong reduction in parent ion branching ratio) and
an increased amount of smaller fragments. Previous obser-
vations via electron—ion coincidence measurements in differ-
ent molecules reported that the participator resonant Auger
decay towards the lowest singly charged ion states results in
enhanced stability of the parent ion and large fragments [12,
14]. In order to explain the experimental observation in the
Cl case, a few possibilities have been considered. The first
one is that the C1(2p — ¢*) RAE decay occurs preferentially
via spectator processes populating the inner valence region of
the singly charged ion, subject to a strong fragmentation com-
pared to the outer valence, see section 3.3. This hypothesis
can be ruled out by the RAE spectrum in figure 1, which dis-
plays a noticeable contribution of participator processes lead-
ing to the population of the HOMO, HOMO-1 and HOMO-2
states. A second possible scenario may involve the decay of
the inner shell excited state via the direct emission of two
electrons towards a dication, which then fragments leading to
the formation of two singly charged ions. The double Auger
emission has been well studied in atoms, where it has been
shown that the probability for such process increases as the
energy distance between the inner shell excitation energy and
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the double ionization potential decreases [44]. Thus it should
not be unlikely that the process is observed after C1(2p) exci-
tation more than for C and N(1s). To support this possibility,
we searched for traces of CI™ in the electron—ion coincidence
spectra measured at the three inner excited states. Figure 7(b),
that is the equivalent of figure 6 but for the case of the Cl(2p
— o), shows how the CI™ fragment is clearly observed at
BE > 19 eV. However, considering that the double ionization
potential of 2Cl-pyrimidine as derived by Auger spectroscopy
experiments [35] is at about 25 eV, also this second scenario
has to be ruled out. A third possibility is that the core hole
localization on the Cl atom of 2Cl-pyrimidine triggers an ultra-
fast molecular dissociation that may result in the emission of
atomic autoionizing electrons when the non-radiative decay
occurs at large distances, where the C4H3;N, and CI* fragments
are already apart.

The ultrafast dissociation mechanism, firstly observed in
HBr [20] and then in other molecular systems [45], relies on
the fact that in light molecules the reduced masses allow the
fragments to move apart and reach a complete breakage of
a chemical bond during the core-hole lifetime. This might
appear unlikely in a heavier molecule like 2Cl-pyrimidine.
However, as clearly shown in figure 7, we observe the forma-
tion of CI™ ions only in the PEPICO spectra measured at the
Cl(2ps;, — o) excitation energy (figure 7(a)) and the break-
down curve of the C17 ion (figure 7(b)) takes off in the region
where the resonant Auger spectrum (figure 7(c)) measured at
the Cl(2ps, — o) excitation displays features that can be
attributed to the decay to the C1™ 3s23p* (*P,'D and !S) states.

These observations would support the scenario of a C2—CI*
bond breaking and atomic autoionization of the core excited
Cl atom, i.e. CI* — CIT 4+ erag. The observation of increased
branching ratio of CI™ consistently supports the reduction in
its counterpart (M—Cl)™at m/z 79, observed in figure 3.

As a rule of tumb, to prove this scenario one can use the
classical motion model proposed in reference [20]. Using a Cl
2p lifetime 7 of about 10 fs [47], a C2—Cl dissociation limit
in the ground state of 4.31 eV [48], the Cl ionization potential
[49] and our measured Auger lines we get that in the course of
the Cl 2p lifetime the C2—Cl bond stretches to about 1.4R. (R,
= 1.73 A in the ground state, [48]). Considering the simplic-
ity of the model this value can be considered consistent with
the 2R, value used as atomic limit in the literature for these
processes. In their recent study of the ultrafast dissociation of
chlorinate methanes, Kokkonen et al [24] observed Cl atomic
lines in the Auger spectrum and CI* ions even in the case
where the classical motion along the potential energy surface
indicates definitely smaller bond elongation than in the present
case. Furthermore, Travnikova et al [50] showed that ultra-
fast dissociation in polyatomic molecules may also occur via
a complex multimode dynamics and proposed it as a ‘general
process in complex core-excited systems with many degree of
freedom’. Even though the complexity of the multidimensional
potential energy surface in the present case has hampered a the-
oretical proof the study of the fragmentation of 2Cl-pyrimidine
in the VUV region [32] has shown that a few eV of internal
energy are enough to trigger a complex rearrangement of the
molecular structure, which lead to the opening of the ring and

to several fragmentation channels with CI loss. Thus, a pri-
ori we cannot exclude that one of these rearrangements in the
core excited state might drive a Cl* loss with an atomic non
radiative decay.

A common feature among the three cases in figure 3 is the
strong ‘on resonance’ enhancement of the fragments at m/z
26, attributable to CN™ and/or C,H, ™, and of the fragments
in the region m/z 51-53, attributed to the H,NC3 ™, with n =
1-3. These fragments are the main species also in the valence
shell fragmentation [32]. The dominance of the m/z 26 could
be explained by the high stability of the CN™ and/or CoH, ™
fragments as well as by the fact that many different fragmen-
tation paths, both sequential or concerted, can be envisioned
as leading to such final fragment. Similarly, in the valence
shell fragmentation m/z 52 can be produced by several paths
as shown in scheme 1 of reference [32], i.e. by the concerted
losses of (H 4+ CICN) or (HCN + CI°), or by the loss of the
HCICN group, or by the sequential loss of HCN followed by
the CI°® loss. All of these paths, even though leading to the same
experimental observable, i.e. formation of the m/z 52 fragment,
are characterized by different energetics as the result of dif-
ferent transition states and molecular rearrangements from the
ground electronic structure of the ion, as well as different geo-
metrical structures of both the charged and neutral fragments
involved in the fragmentation. In the case of fragmentation
following inner shell excitation the nuclear motion in the core-
excited state can lead to the population of the potential energy
surface of the singly charged ion states in different regions with
respect to the direct valence photoionization. This is supported
by PEPICO experiments showing the ‘delayed energy onset’
in the valence ionization breakdown curves of the (M—CD)*,
(M-HNC)* fragments with respect to all the resonant cases,
as well as of the delayed onset in the Cl(2p) resonant ioniza-
tion breakdown curves of the (M—CN)*, (M—2HNC)* and
(M—CI-CN)* fragments with respect to all other cases, see
(figure 6). This may allow different pathways for the forma-
tion of fragment m/z 52 and its neighbouring fragments in the
range 51-53, that differ by the loss/catch of an additional H
atom, and therefore, the enhancement of these fragment in all
cases of figure 3.

Despite the fact that, following core hole excitation and
decay, all fragment yields are enhanced and approximately fol-
low the shape of the NEXAFS spectrum measured by TIY,
at the different resonant excitation photon energies (i.e. at
the different molecular sites for core hole localization) the
fragments branching ratios show significant sensitivity to the
specific core hole localization, with variations of branching
ratios on resonance of 20% or more (see figures 3 and 4).
Thus one can certainly state that, as far as the intensity of
the different channels is concerned, molecular fragmentation
is significantly site- and state-selective. However the results
of the PEPICO experiments, summarised in figure 6, show
that the breakdown curves of the main fragments produced
by the direct and resonant ionization of the valence shell dis-
play a very similar behaviour versus the BE of the final ion,
regardless of the ionization occurring via the direct or resonant
path. As already observed in the 2Br-pyrimidine case [13],
this indicates that the selection of the fragmentation channel
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Figure 8. Representation of the HF molecular orbitals of
2Cl-pyrimidine [31].

is ruled mainly by the final ion state, regardless the direct or
resonant ionization path. This points at a fast electron decay
delocalizing the core vacancy from a specific atomic site to
valence molecular orbitals. Despite this dominant behaviour,
some hints of the role of the inner shell excitation can be
observed in figure 6. The observation that (i) the M™ branch-
ing ratio decreases already on the shoulder of the second PES
band in the case of resonant ionization and (ii) the first onset
of some breakdown curves, for example of the CI loss and
HCN loss channels, are shifted in energy between the resonant
and direct ionization stresses the role of the nuclear motion in
the core-excited states. If the resonant Auger electron is emit-
ted at a time scale comparable to the typical time of nuclear
motion in the excited state, then part of the electronic excita-
tion is converted in vibrational kinetic energy [18], affecting
the vibrational distribution of the final cation state which can
favour/hamper a specific molecular dissociation.

A qualitative interpretation for the parent ion, HCN and Cl
loss channels can be given by considering the Hartree—Fock
(HF) molecular orbitals of 2Cl-pyrimidine shown in figure 8.
The first two orbitals are characterized by large Mulliken popu-
lations either on the N atoms (7y_ orbital) or on the C5, Cl and
C2 atoms (73 orbital) and are antibonding as far as the C2—Cl
bond is concerned. Thus the ionization of these orbitals may
be expected to reinforce the C2—Cl bond.

On the other hand, the n| lone pair of the halogen atom
(BE ~ 12 eV) is a bonding orbital, and its ionization maybe
expected to weaken the C2—Cl bond, leading to the CI loss.
These considerations are consistent with the observation of the
parention up to about 13 eV and then the opening of the Cl loss
channel (figure 6) in this region.

Finally, the HCN loss becomes relevant in the BE region of
the 7| orbital, around 14 eV. Being the 7, a delocalized ring
orbital, its ionization may be expected to favour ring breaking,
and HCN loss. It is also interesting to observe that the chan-
nels for the CI-CN and CI-HCN loss open in the proximity
of the BE of o¢_¢; and 7 orbitals, which involve the C2-Cl
bond and a delocalized charge distribution over the ring.
The inner valence states present more delocalized orbitals,
and attempts to identify qualitative correspondences between
charge distribution of the molecular orbitals and related frag-
mentation becomes too uncertain. Furthermore, this qualitative
correspondence should be taken with care, considering that the

1

nuclear motion occurring in the core-excited state during the
Auger decay can lead to a charge distribution of the final ion
state different from the one represented by the HF molecular
orbitals.

5. Conclusions

The combination of tunable synchrotron radiation, direct and
resonant photoemission, mass spectrometry and electron—ion
coincidence spectroscopy has allowed to achieve a comprehen-
sive view of the 2Cl-pyrimidine fragmentation in the region
of the core shell excitations. The tunability of synchrotron
radiation has been instrumental to excite selectively the core
shell of the different atoms (C, N and Cl) and therefore to
localize the initial hole in a specific site either in the ring or
in the external CI atom. The mass spectra in the near-edge
region together with the electron—ion coincidence measure-
ments at specific inner shell excitations revealed the different
facets of the fragmentation following inner shell excitation in
2Cl-pyrimidine.

The mass spectra measured in the Cl(2p), C(ls) and
N(1s) near-edge regions indicate how the fragmentation paths
strongly depend on the site- and state-excitation, so that
the combination of the state selectivity and local chemistry
can enhance/deplete the production of certain fragments. The
electron—ion coincidence measurements indicate the leading
role of the final cation state in the determination of particular
fragmentation channels. However, they also suggest that, due
to the lifetime of the core-hole, the nuclear motion in the core
excited states may affect the measured first onset of certain
fragments in comparison to the appearance energy measured
by direct photoionisation and that an ultrafast molecular dis-
sociation in the case of the CI(2p — ¢*) excitation may be
responsible for the release of an inner shell excited CI atom,
followed by atomic autoionization. More specific experiments
and calculations should be performed to fully confirm this
observation.

Finally, considering that halopyrimidines are the basic con-
stituents of an important class of radiosensitizers, in the radi-
ation damage context the findings of the present work can
contribute to understand the nanoscopic effects of radia-
tion damage in terms of the damaging/destruction of certain
molecules or the selective production of reactive radicals (Cl
and/or H) and ions (CIT).
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Abstract. This roadmap article highlights recent advances, challenges and future prospects in studies of
the dynamics of molecules and clusters in the gas phase. It comprises nineteen contributions by scientists
with leading expertise in complementary experimental and theoretical techniques to probe the dynamics on
timescales spanning twenty order of magnitudes, from attoseconds to minutes and beyond, and for systems
ranging in complexity from the smallest (diatomic) molecules to clusters and nanoparticles. Combining
some of these techniques opens up new avenues to unravel hitherto unexplored reaction pathways and
mechanisms, and to establish their significance in, e.g. radiotherapy and radiation damage on the nanoscale,

astrophysics, astrochemistry and atmospheric science.
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1 Introduction

Henning Zettergren, Alicja Domaracka,
Thomas Schlatholter, Paola Bolognesi, Sergio Diaz-
Tendero, Marta Labuda, and Sanja Tosic.

Core group of the MD-GAS COST Action CA18212.

Recent experimental and theoretical advances offer
unique possibilities to study the electronic and struc-
tural dynamics of molecules interacting with different
forms of radiation such as photons, electrons or heav-
ier particles (ions, atoms, molecules). These advances
include: (i) preparations of neutral and charged
molecules and clusters in well-defined quantum states
and structures (isomers); (ii) cryogenic storage of ions
in new time domains; (iii) pump-probe schemes using
advanced light sources and table-top laser systems; (iv)
new spectroscopic techniques and methods to monitor
emission of fragments, electrons and photons; and (v)
theoretical and computational tools to treat the dynam-
ics from ultrafast to ultraslow timescales (attoseconds
to minutes and beyond). In this roadmap article, we
present nineteen contributions where a combination of
early career and more experienced researchers shares
their views on the advances and future challenges
within their areas of expertise.

Maclot and Johnsson open up the roadmap describ-
ing how table-top high-order harmonic generation
(HHG) techniques may be used to produce attosec-
ond extreme ultraviolet (XUV) pulses with the aim
to unravel ultrafast electron and nuclear dynamics
in molecules and clusters in unprecedented detail.
Future challenges involve, e.g. implementing pump—
probe schemes with two attosecond pulses for high tem-
poral resolution and improved control, and to combine
such ultrafast techniques with cryogenic storage devices
and isomer selection methods.

Steber and Tikhonov describe the development of
large-scale free electron laser (FEL) facilities for pro-
duction of extremely intense, ultrashort,
coherent pulses, and how they, combined with theoreti-
cal advances, have revolutionized the understanding of
the dynamics of molecules in the gas phase over the last
decade and a half. Upgrades to existing facilities and
commissioning of new ones promise improved time res-
olution down to the attosecond regime and higher rep-
etition rates. This will provide access to yet unexplored
details on the very first steps in molecular reactions and
its consequences for applications in, e.g. astrochemical
and atmospheric sciences.

Castrovilli and Avaldi show that synchrotron radia-
tion is a versatile tool for determining inherent spec-
troscopic properties of (bio)molecular systems and for
studying the dynamics of molecules following absorp-
tion of photons spanning from the vacuum ultraviolet
(VUV) to the hard X-ray regime. Here, key challenges
for future studies are to develop methods to produce
biomolecular targets with sufficient densities using,
e.g. electrospray ionization (ESI) techniques or cluster
aggregation sources, and to improve multi-coincidence
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detection techniques to provide structural information
(e.g. chirality).

Bari and Milosavljevi¢ focus their contribution on
how ESI techniques may be used to study the struc-
ture and dynamics of complex molecular systems at
advanced light sources such as synchrotrons and FELs.
To exploit the full capabilities of spectroscopic tech-
niques available at such facilities, state-of-the-art tech-
niques need to be combined in novel ways. This
involves, e.g. crossed-beam experimental setups com-
bining high-flux ESI with isomer selection techniques
under ultrahigh vacuum conditions.

Palacios and Faraji describe theoretical advances
in simulating light-induced dynamics in molecules on
ultrafast timescales, which are essential to interpret
results and guide experiments at, e.g. advanced light
sources. A particular theoretical challenge is to develop
accurate methods for large molecules that include the
initial electronic excitation and ionization on attosec-
ond timescales, and the subsequent electronic-nuclear
coupling occurring on femtosecond timescales and
beyond. Quantum computers and computational sta-
tistical methods (e.g. machine learning) are promising
tools to meet this challenge.

Ascenzi and Romangzin review important contribu-
tions and highlight recent advances in the field of low-
energy ion—molecule reactions. Here, the key to a more
fundamental understanding is to develop and combine
state-of-the-art techniques in new ways. Future chal-
lenges involve, e.g. studies of reactions with metastable
neutrals that are common in naturally occurring pro-
cesses but remain largely unexplored in the labora-
tory, to prepare the reactants in well-defined quantum
states and isomeric forms, and to study reactions under
true interstellar conditions at low temperature environ-
ments.

Piekarski and Rousseau discuss collisions between
keV ions and isolated complex molecules or weakly
bound clusters of such molecules and show how the
projectile charge, mass and velocity may be tuned to
influence the ionization and fragmentation of isolated
molecules or molecules in weakly bound clusters. New
methods to bring fragile molecules and clusters into the
gas phase, improved control of target masses, as well as
pump—probe schemes combining ion and light pulses
are keys to the understanding of such fundamental pro-
cesses.

Erdmann and Alcami focus on computational meth-
ods describing fragmentation dynamics on picosecond
timescales. They point out that there is a need for new
approaches to model delayed fragmentation processes,
large molecules for which quantum chemical calculation
tools are computationally too demanding and charged
systems where density functional theory (DFT)-based
approaches are not reliable. Another key challenge is
to efficiently combine methods designed to follow the
dynamics on different timescales.

Kopyra and Limao-Vieira discuss the developments
of techniques to study electron interactions with gas-
phase neutral molecules. These have been instrumental
to advance the understanding of, e.g. radiation dam-
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age mechanisms at the single molecule level and may
provide key data of targeted compounds of importance
for the development of environmental (green) technolo-
gies. Future challenges involve developing new tools to
monitor neutral fragments, prepare targets of increas-
ing complexity and follow electron dynamics on ultra-
fast times scales.

Kocisek and Fedor present experimental techniques
to produce neutral clusters for studies of interactions
with low-energy electrons and highlight results showing
how the dynamics induced in molecules in such interac-
tions is affected by the cluster environment. Improved
characterization of the cluster target and the reaction
products will be essential to provide benchmark data
for accurate theoretical descriptions and a more fun-
damental understanding, and to gauge the significance
of such processes in nature and in man-made technical
applications.

Albertini and Gatchell demonstrate that superfluid
He-nanodroplets are a powerful tool for producing cold
ions and clusters. The development of a new genera-
tion He-droplet devices where the droplets are highly
charged promises a more efficient production and better
control over the initial cluster size distributions. This
has the potential to open up new avenues for, e.g. gas-
phase action spectroscopy using messenger techniques.

Cederquist and Schmidt present the developments of
electrostatic ion-beam storage rings. Three cryogeni-
cally cooled ion-beam storage rings have recently been
commissioned and are designed for unique studies and
improved control of merged beams interactions involv-
ing ions and free electrons, ions and neutrals or two
different ion species in opposite charge states. A partic-
ular challenge for future studies is preparation of intense
beams of isomer selected ions in single or narrow ranges
of quantum states. This is key to advance the under-
standing of, e.g. the origin and evolution of complex
molecules in space.

Gruber and Andersen focus their contribution on
studies of photo-initiated dynamics of isolated
molecules combining ultrafast pump-probe schemes
with electrostatic ion-beam storage. Pioneering stud-
ies demonstrate the capabilities of probing the excited
state decay and ground state recovery of
bio-chromophores. Future challenges involve, e.g. pre-
cooling the ions in cryogenic traps/rings or in superfluid
He-droplets to reveal the role of excited state energy
barriers, and to study the electronic couplings in chro-
mophore complexes.

Heber and Toker discuss the advantages of using
electrostatic ion beam traps (EIBTs) for studying gas-
phase dynamics of molecules and outline the prospects
for future studies. Combined with ingenious detection
schemes, EIBTs have the potential to act as a full
reaction microscope where molecular cooling processes
may be followed as a function of storage time. Apply-
ing ion mobility spectroscopy techniques opens up the
study of the dynamics for specific isomers. The latest
addition to the EIBT family is a hybrid two-trap sys-
tem allowing for low-energy merged beams interactions
with stored molecular ions having the same or opposite
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charge states. Such studies are currently only possible
at the electrostatic storage-ring facilities.

Hansen briefly reviews statistical models that have
been developed to describe different types of molecu-
lar cooling processes. These models have been instru-
mental to successfully interpret results from studies at,
e.g. electrostatic rings and traps where the dynam-
ics is followed on microseconds timescales and beyond.
Combined with the rapidly emerging development of
such devices, these models are expected to significantly
advance the understanding of highly excited molecules
and clusters and how they cool. Of particular inter-
est are more detailed studies of thermal emission of
high-energy photons (recurrent fluorescence), which is
believed to be important for the survival of, e.g. inter-
stellar molecules.

Noble and Jouvet describe recent advances in photo-
fragment and photo-detachment spectroscopy using
cryogenically cooled ion traps. The most advanced tech-
niques offer a wide range of opportunities including,
e.g. high spectroscopic resolution, high mass resolution,
hole-burning spectroscopies, high-resolution photoelec-
tron spectroscopy, and studying isomer-specific dynam-
ics and size-selected clusters. Future challenges involve
unravelling the mechanisms behind (non-statistical)
selective fragmentation, generation and characteriza-
tion of radical species, combining different techniques
to fully characterize the molecule and its fragment and
study selectively excited molecules.

Kjeer and Brondsted Nielsen briefly review the new
emerging field of gas-phase fluorescence spectroscopy
of (complex) molecular ions. This nondestructive tech-
nique provides direct measurements of the emitted pho-
ton spectra as well as information on excited state
dynamics, and it has the potential to become an impor-
tant standard spectroscopic tool. Here, challenges and
future prospects aim to learn how to control fluores-
cence by, e.g. preparing the ions cold to increase the flu-
orescence yield and to develop new and efficient meth-
ods to study ion—-molecule complexes. Such fundamen-
tal knowledge may, for instance, aid in engineering new
fluorophores.

Carrascosa and Bull present isomer-selected action
spectroscopy techniques and highlight their key proper-
ties and distinct advantages. The most recent develop-
ments are based on compact designs using printed cir-
cuit boards as ion-mobility spectrometers. Major chal-
lenges involve developing techniques that are cost effec-
tive and easy to integrate into new or existing instru-
ments, and novel approaches to improve the perfor-
mance of such techniques. Examples include improved
resolving power using cyclic devices with cryogenically
cooled buffer gases and multiple light and /or ion mobil-
ity stages.

Candian and Petrignani describe how the synergy
between astronomical observations, laboratory exper-
iments and theoretical efforts have and will advance
the understanding of the lifecycle of carbonaceous
molecules in space such as, e.g. polycyclic aromatic
hydrocarbons (PAHs) and fullerenes (Cgy and Crg).
Recent advances open up the possibility to study, e.g.
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excited state dynamics, anharmonic effects, isomeriza-
tion and fragmentation processes of systems that are
expected to be key players in astrophysical environ-
ments but so far remain largely unexplored in the lab-
oratory and by theory. Such fundamental studies com-
bined with the high spectral sensitivity and resolution
of the James Webb Space Telescope are expected to
revolutionize the way we understand the molecular uni-
verse

Covering all intriguing research activities dealing
with dynamics of molecules and clusters in the gas
phase is unfortunately out of the scope of this roadmap.
Nevertheless, we believe that the present selection
shows a rapidly moving field where new techniques and
methods are constantly developed, and where future
directions share common overarching challenges. These
challenges include advancing:

— Methods to fully characterize molecules and clusters
with increasing complexity in terms of their internal
energy states and structures before interactions with
photons, electrons or heavy particles. The combina-
tion of novel approaches highlighted in this roadmap
is key to successfully implement such approaches
and include, e.g. coupling soft ionization techniques
(e.g. ESI) with isomer selection methods, cryo-
genic cooling and pre-trapping of ions, and state-
selective photodissociation and photo-detachment
techniques.

— Experimental techniques to monitor electronic and
nuclear dynamics with improved temporal reso-
lution and control and to follow the dynamics
in unprecedented detail across ultrafast to ultra-
slow timescales where the final state products are
fully characterized and different competing relax-
ation pathways are disentangled (e.g. electron emis-
sion, isomerization, fragmentation, and radiative
cooling). Examples include advanced pump-probe
schemes using, e.g. attosecond- (HHG and FELs),
femtosecond- and ion pulses, action- and fluores-
cence spectroscopy techniques with internally cold
ions, improving long-time storage capabilities of
ions, and multi-coincidence detection schemes for
use under the most demanding vacuum conditions.
Combining these tools in novel ways, for instance,
advanced light sources or ion-accelerator facilities
with cryogenically cooled ion-beam storage devices,
is fundamental to further advance the understand-
ing of the dynamics.

— Theoretical and computational tools treating the
dynamics of molecules and clusters with increasing
complexity and where the dynamics may be followed
on timescales where different relaxation processes
come into play. These include, e.g. coupled electron—
nuclear dynamics on ultrafast timescales, delayed
electron emission and fragmentation dynamics on
timescales exceeding picoseconds, and radiative
cooling occurring on milliseconds and beyond. Here,
methods based on, e.g. machine learning and arti-
ficial intelligence are in their infancy and may play
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important roles to address these challenges in the
future.

The combination of these new and refined approaches
in the laboratory and for computations is funda-
mental to further advance the understanding of the
dynamics of molecules and clusters in the gas phase
and thus also of its consequences for a broad range
of astrophysics/chemistry, astronomy, atmospheric sci-
ence and radiation science. The MD-GAS COST Action
CA18212 (www.mdgas.eu) acts as an interdisciplinary
platform for close collaborations and knowledge
exchange between researchers performing fundamental
studies of the dynamics of molecules and clusters in
the gas phase (experiment and theory), and with key
stakeholders from applied fields of sciences and indus-
try. Such a concerted effort is key to tackle the current
and future challenges outlined in this roadmap.

Acknowledgements This article is based upon work
from COST Action CA18212—Molecular Dynamics in
the GAS phase (MD-GAS), supported by COST (Euro-
pean Cooperation in Science and Technology).

2 Probing the molecular response to
ultrashort XUV pulses produced by
high-order harmonic generation

Sylvain Maclot and Per Johnsson, Department of
Physics, Lund University, Sweden

2.1 Status: description of the state of the art

Fundamental chemical and physical processes
in molecules are governed by electron and nuclear
dynamics typically occurring at a timescale from atto-
to picoseconds (107'¥-10712 s). The time-dependent
electronic density is responsible for the subsequent
nuclear motion taking place on a longer temporal scale.
Its apprehension is thus crucial for inferring the mech-
anism of processes such as bond formation and bond
breaking.

The emergence of coherent light pulses with fem-
tosecond and attosecond duration provided the neces-
sary temporal resolution to study ultrafast processes in
atoms and molecules. Such pulses can be produced by
high-order harmonic generation (HHG) techniques [1]
and have their spectral range from the extreme ultravi-
olet (XUV) to the soft X-ray region. This type of source
can be realized as a tabletop setup which is an advan-
tage compared to free-electron lasers, which are costly
large-scale facilities with highly competitive proposal-
based access. Another asset of HHG sources lies in the
availability of very high pulse repetition rates (MHz).

Since the first use of ultrashort light pulses to study
atoms, the progress in fundamental understandings,
the emergence of new technologies as well as the sup-
port offered by theoretical quantum chemistry enabled
the study of more and more complex systems, such
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as molecular hydrogen, molecular nitrogen, methane,
acetylene, methanol, amino acids, polycyclic aromatic
hydrocarbons (PAHs) and fullerenes just to name a
few (see review [2] and Sect. 3 for some examples).
For instance, understanding electron dynamics has been
demonstrated to be key to unraveling the relaxation
dynamics of ionized molecules [3]. Indeed, upon ioniza-
tion, the charge/hole density evolves by moving across
the different sites within the molecule on the femtosec-
ond timescale [4].

The simplest type of photoionization experiment is
done using single ultrashort XUV pulses. Fundamen-
tal insight into the dynamics of complex molecular sys-
tems is available indirectly with the help of theoretical
quantum chemistry calculations [5]. As an example, a
result from one of our recent studies performed at the
Lund Attosecond Science Center (LASC) on the dia-
mondoid adamantane (carbon cage—CioHi6) using an
intense XUV source is summarized in Fig. 1. Combining
multi-particle detection (double velocity map imaging
spectrometer), covariance analysis and quantum chem-
istry calculations allowed us to show that the doubly
charged adamantane molecule is metastable and will
spontaneously dissociate [6]. Thanks to the measured
ion and electron kinematics combined with theoreti-
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cal calculations, we were able to discuss the internal
energy distribution of the system and assess the ener-
getic picture of the dication processes. As a result, we
were able to demonstrate that, prior to dissociation, the
cage structure of the dication will open and hydrogen
migration(s) will occur (see Fig. 1).

A direct experimental way to precisely follow the
ultrafast dynamics of complex molecular systems with
temporal resolution lies in the use of pump-probe
methods [7]. Within this approach, the system is ion-
ized/excited from its initial state by an ultrashort
light pulse (pump) and then probed by a second pulse
arriving at a variable delay. Either of these inter-
actions can result in photoionization/photo-excitation
of molecules enabling diagnostics by time-resolved
photoion—photoelectron spectroscopy.

Concerning experimental methods, the increase in
complexity of systems of interest, i.e. number of degrees
of freedom, number of electronic states, requires the
use of multi-particle detection in coincidence (collec-
tion of all particles, ions and electrons, coming from
the same molecule) coupled with high repetition rate
laser sources in order to disentangle without ambigu-
ity the dynamics of complex molecular systems. So far,
the most powerful instrumental tool to tackle this chal-
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lenge is the so-called reaction microscope device (ReMi
or COLTRIMS [8]), which provides full kinematics of
the interaction process.

It is worth mentioning that complementary spec-
troscopy techniques, such as high harmonic genera-
tion spectroscopy (HHGS) [9] and attosecond transient
absorption spectroscopy [10], exist and largely con-
tribute to the quest of understanding the dynamics of
molecules.

2.2 Challenges and new directions

In spite of the improved understanding of the HHG
process and the vast developments of related experi-
mental technology over the last decades, the use of such
sources faces various challenges in pursuit of unraveling
ultrafast dynamics in molecules. For instance, the short-
est available light pulses, i.e. single attosecond pulses
(<100 as), have XUV spectra which span several tens
of eV. When these are used for excitation, they popu-
late a large number of excited states, which might result
in complicated fragmentation dynamics. Another prob-
lem is that the most common “probe” pulses come from
the laser driving the HHG process which has its spec-
tral domain in the infrared or visual region. This poses
a limitation to the temporal resolution (for example,
the optical cycle of 800 nm radiation is 2.6 fs), as well
as electric field strength that can be used without dis-
turbing the studied dynamics (see pioneer work of F.
Calegari for an example of XUV-IR pump—probe exper-
iment [11]).

The latter issue can be tackled by using two XUV
attosecond pulses to perform pump-probe measure-
ments with a high temporal resolution and a weak
electric field. This requires high-flux XUV sources,
generally provided by very intense lasers, in order to
enable sufficient signal from 2-photon absorption (one
from each pulse). Some facilities, such as FORTH-
IESL (Heraklion, Greece), RIKEN (Wako, Japan) and
LASC (Lund, Sweden), have demonstrated the possi-
bility to perform such experiments on atoms, but fur-
ther progress needs to be made for these experiments to
be fully adapted for investigations of molecular species.
The challenges lie mainly in the stabilization of the
HHG source, as well as in the low repetition rates char-
acteristic of high-flux lasers (a few tens of Hz). New
OPCPA-based laser technologies will be able to provide
higher repetition rates alongside high pulse energies for
future beamlines. An example of a very promising facil-
ity equipped with this type of source is the newly built
ELI-ALPS [12] (Szeged, Hungary).

As an outlook, an interesting path beyond the state of
the art would be to couple the above-mentioned ultra-
fast techniques with new sample environments, such as
cryogenic rings (see Sect. 13). This would enable the
selection of specific molecular conformations prior to
interaction, helping both experimental interpretation
and theoretical calculations.
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2.3 Concluding remarks

The proliferation of HHG beamlines in the world and
the strong interest in progressively larger polyatomic
systems along with the continuous progress in theoret-
ical quantum chemistry (see Sects. 6 and 9) foretell a
bright and rich future for studies of ultrafast dynam-
ics of molecules for the next decades. Furthermore, the
technological and theoretical advances should be able
to give access to the essentially unexplored dynamics
occurring in molecular clusters.

3 Paving the road toward understanding
molecular processes with free electron
lasers

Amanda Steber and Denis Tikhonov, DESY, Germany

3.1 Status: description of the state of the art

For more than a decade, free electron lasers (FELs)
have greatly advanced scientific endeavors in fields
such as astrochemistry, atmospheric science, biology
and energy transportation. They are intense radia-
tion sources ranging from the THz to the hard X-
ray regimes. This allows researchers to investigate the
structure of systems, from atoms up to biomolecules
and crystals, and their dynamics on timescales down to
femto- (and recently atto-) seconds (fs). FELs, espe-
cially those operating between the vacuum ultravio-
let (VUV) and hard X-ray regime, have proven to
be instrumental in the field of molecular physics due
to their unprecedented extremely intense (pulse ener-
gies as high as 4 mJ), ultrashort (sub-fs [13]), coher-
ent pulses. The VUV Free-Electron Laser at Hamburg
(FLASH) came online in 2005, and since then, more
facilities, such as the LINAC Coherent Light Source
(LCLS) in Stanford, the Japanese Spring-8 Angstrom
Compact Free-Electron Laser (SACLA), the Free Elec-
tron laser Radiation for Multidisciplinary Investiga-
tions (FERMI) in Trieste, Italy and the European X-
Ray Free-Electron Laser Facility (XFEL) in Hamburg,
have come online operating up into the hard X-ray
regime. They operate over a wide range of wavelengths
and peak brilliance, as shown in Fig. 2.

These FELs have facilitated the study of phenom-
ena such as the behavior of cold atomic and molec-
ular systems—in particular the dynamics of excited
states—and bond formation/destruction on the femto-
and attosecond timescale. One gleans information on
the molecular structure, chirality, isomerization effects,
charge transfer, non-Born Oppenheimer effects and
photo-fragmentation pathways [14-16]. In order to
look at these phenomena induced by radiation, the
FELs many times have stationary beamlines that are
equipped with ion time-of-flight (TOF) mass spectrom-
eters, velocity map imaging (VMI) spectrometers, elec-
tron spectrometers, absorption or fluorescence exper-
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iments, cold target recoil ion momentum spectrome-
ters (COLTRIMS) and split-and-delay arrangements
[14,15].

A method used to monitor the dynamics of the
molecules, which employs some of the above-mentioned
techniques, is the pump—probe approach. This works
in much the same way as described in Sect. 2, where
two lasers, in this case the FEL and a table top laser
or two FEL “beams,” can be used, or multi-photon
absorption can induce indirect pump—probe effects.
In these experiments, measurements are taken as the
delay between the pump and probe is changed, where
the pump initiates a chemical process and the probe
changes the dynamical behavior of the system, allow-
ing for new signal features from a transient species to
be measured. In many cases, information from differ-
ent measurements is merged together to provide details
about the dynamics of the molecules. For instance, com-
bining ionic mass spectra with electronic VMI mea-
surements allows for the disentanglement of ioniza-
tion/fragmentation channels. A very powerful set of
tools in FEL-based ultrafast sciences are the covari-
ance techniques [17]. Just recently, VMI 3D covariance
imaging has progressed toward revealing information
about the molecular structure and the dynamics hap-
pening through the course of the chemical reaction [18].
Direct imaging of the molecular motions by FELS is also
available with more conventional diffraction techniques.
They allow for the investigation of gas-phase dynamics
using X-ray diffraction (XRD) due to their unprece-
dented intensity in the X-ray regime compared to other
sources, such as X-ray tubes or synchrotrons [19]. Also,
in comparison with time-resolved electron diffraction
(TRED), FEL-based XRD shows better time resolu-
tion (due to the absence of electron—electron repulsion)
and better shot-to-shot signal stability [20].
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Fig. 2 Peak brilliance vs wavelength of high photon energy
FELs and at a few synchrotron facilities around the world.
The curves in the orange region indicate FEL facility param-
eters, while the curves in the gray region represent syn-
chrotron facilities
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Theoretical work is being undertaken to investi-
gate the dynamics of these pump-probe experiments
that many times go beyond the Born—Oppenheimer
approximation. The most popular methods which focus
on chemical responses at the fs timescale include
trajectory surface hopping molecular dynamics (TSH
MD), ab initio multiple spawning (AIMS) and multi-
configurational time-dependent Hartree (MCTDH) (see
citations in Ref. [21]). They provide a treatment of the
nuclear motions within several electronic states, but
calculations of this nature are very computationally
demanding (see Sect. 6 for more details).

All of these experimental and theoretical methods
have culminated in state-of-the-art international col-
laborations aimed at carrying out investigations of the
dynamics of gas-phase molecules. While many impor-
tant studies have been done through these collabora-
tions, we briefly outline just a few. One such study has
been carried out on one of the most complex molec-
ular systems studied in the gas phases with FELs
thus far, the buckminsterfullerene (Cgp). In a series of
works [22,23] performed at the LCLS (Stanford) and
the EXFEL (Hamburg), the authors found that upon
interaction with X-ray radiation produced from FELs,
Cgo simultaneously undergoes a multitude of physical
and chemical processes that are governed by the chem-
ical bonding in this molecule [22,23]. Upon core ion-
ization, the Auger process was induced, which eventu-
ally led to the molecule being charged up to ng and
breaking into molecular and atomic ion charge states
through Coulomb explosions. They were able to accu-
rately model this behavior through molecular dynamics
simulations.

Another collaborative effort has focused on the study
of polycyclic aromatic hydrocarbons (PAHs). In the
group of Prof. Melanie Schnell, efforts have been made
to understand how harsh VUV radiation impacts the
hydrogenation state, fragmentation and isomerization
of PAHs with experiments done at CFEL-ASG Multi-
Purpose (CAMP) end-station [24] of FLASH. Success-
ful interpretation of the interplay between ionization
and fragmentation channels in these complex system
relies on the simultaneous analysis of multiple data
sets, including TOF-MS and electronic and ionic VMI
images. The analysis was supported by theoretical mod-
eling [21], and it was found that phenanthrene (C14H;)
undergoes several ionization steps as well as fragmenta-
tion. Based on covariance analysis, Coulomb explosion
leads to the fragmentation of

C14H%r — CnHI + C14,an07I

with n = 2,3,4 [21]. Figure 3 shows the experimental
and theoretical ion yields for the dication and CoH}
fragment. At t > tg, the IR pulse destroys the dications
formed by the XUV. This is reflected by the change
of behavior in the ion yield. The transient peaks at
t ~ ty are a signatures of short-lived intermediates.
By modeling and experimental analysis, we attribute
these intermediates to the PAH molecular /ionic excited
states [21].
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Molecular chirality has also been a target of study
in FELs, in particular with its ultrafast manifesta-
tion, such as the work performed in Ref. [25]. The
authors used photoelectron circular dichroism (PECD),
which relies on forward-backward asymmetry in elec-
tron emission upon ionization with circularly polar-
ized pulses [26]. These studies have proved challenging
not only because of need in circularly polarized light
from FELs, but also because of the high event statis-
tics needed for such studies. In order to achieve the
required statistics, either long beam times or high rep-
etition rates are needed for the experiments.

3.2 Challenges and new directions

While the current state-of-the-art facilities have allowed
for interesting chemical and physical processes happen-
ing in molecular systems to be scrutinized, scientists in
this area are forever pushing the boundaries forward in
an attempt to understand the very first steps in molecu-
lar reactions. In order to do so, it is imperative that FEL
sources are able to routinely provide <10 fs of time res-
olution, even as short as attoseconds, with faster repeti-
tion rates, and sequences of FEL pulses. This would at
the same time require that detectors and measurement
devices are able to keep up with the upgrades to effi-
ciently collect shot-to-shot data and analysis techniques
evolved to disentangle these complicated datasets. In
order to provide a full picture, the new experimental
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Fig. 3 The relative ion yields of phenanthrene?* (CMH%F)
and the CoHJ fragment after several time delays in the
pump-probe experiments. The negative delays indicate that
the IR pulse (810 nm) is the first pulse followed by the FEL
pulse (30.3 nm), and for positive delays, the FEL pulse acts
as the pump pulse. As can be seen, there is a slight increase
in the ion yield of the dication around o which then depletes
over time, whereas the reverse is true for the CoH; frag-
ment. The step size between each point is ~25 fs, and each
point consists of approximately 1400 acquisitions. The data
and theoretical treatment were first presented in Ref. [21]
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setups are becoming more and more keen on combining
multiple techniques for providing full insight into the
systems of study. Parallel to these efforts, theoretical
methods should become less computationally expensive
and more accurate to provide a valid explanation of the
processes observed in experiments.

Over the coming years, new FEL facilities will be
coming online, and many of the older FELs will be
upgraded. The European XFEL, with its superconduct-
ing linear particle accelerators, has achieved repetition
rates of ~27,000 Hz and pulse durations of <100 fs,
while FERMI has shown how using a seeded FEL in
the high-gain harmonic generation configuration can
improve shot-to-shot wavelength stability, transverse
coherence and low-intensity fluctuations among others
[27]. The LCLS-II facility is currently under construc-
tion. This instrument will implement seeding technol-
ogy and superconducting linear particle accelerators,
achieving repetition rates of ~1 MHz and sub-fs pulse
durations. The FLASH facility will undergo several
upgrades during the FLASH2020+ project, which will
see FLASH1 become a seeded FEL, pump—probe laser
upgrades, and an eventual repetition rate of 1 MHz.
These facilities along with the SwissFEL and the Shang-
hai High Repetition Rate XFEL and Extreme Light
Facility (SHINE) will allow for further experimentation
unraveling dynamics of the molecules in the gas phase.

3.3 Concluding remarks

The study of molecular processes in the gas phase with
FELs has come a long way since FLASH first came
online in 2005. With the existing facilities and their
slated upgrades, as well as new facilities, this field
will continue to grow and techniques will be honed to
gain insight into bond formation/destruction and the
interplay between electronic and nuclear motion. The
increase in repetition rate will allow for the investiga-
tion of weak effects that require numerous data acquisi-
tions that otherwise could not be studied. This will spur
new understanding of elementary chemical processes in
the fields of atmospheric sciences, astrochemistry, bio-
logical systems and energy transportation.

4 Biomolecules interacting with
synchrotron light

Mattea Carmen Castrovilli and Lorenzo Avaldi, CNR-
ISM, Monterotondo Scalo, Italy

4.1 Status: description of the state of the art

Synchrotron radiation with its tunability from the VUV
to the hard X-ray regions, high flux and polarization
control represents a highly valuable tool for a spectro-
scopic characterization of molecules of biological inter-
est as well as to investigate the dynamical processes
induced by the absorption of the radiation. The most
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straightforward approach to investigate the interaction
of radiation with bio-matter using a tunable source is to
vary the photon energy and to study photo-absorption.
Below the ionization threshold, where outer electrons
are promoted to empty states, direct light absorption
or optical emission techniques are adopted, while above
it photoionization mass spectrometry (PIMS) becomes
the most suitable approach. The measurements of ion-
ization energies and appearance energy (AE) of parent
and fragment ions lead to the determination of key ther-
mochemical quantities such as enthalpy of formation
and bond dissociation energies. For example, the com-
bined theoretical and experimental investigation of the
AE of halopyrimidines and nitroimidazoles [28], with
their derived compounds metronidazole and misonida-
zole, shed light on the radiosensitizing function of these
classes of molecules, while PIMS on collagen peptides
[29], the most abundant protein in the human body,
showed that at low photon energy (14-20 eV), neutral
molecules are lost from the amino-acid residue side-
chains of both the precursor peptide and the photoion-
ized peptide radical cation in a radical-induced pro-
cess that mainly targets the Asp side-chain leading to
abundant COg loss. This channel then is quenched in
unfolded peptide due to the decrease in radical migra-
tion.

Photoemission and X-ray photoemission spectro-
scopies (PES and XPS), where the kinetic energy (KE)
of the photoionized electron is measured at a fixed pho-
ton energy (hv), allow the reconstruction of the elec-
tronic distribution of the molecular orbitals of binding
energy BE = hy —KE. In the valence shell, the compar-
ison of theoretical predictions and experimental pho-
toelectron spectra in the case of antibiotics, radiosen-
sitizers and their building blocks, but also sugars and
lipids, has provided useful information on the electronic
charge distribution of the outer orbitals and other prop-
erties useful to model the chemical behavior of these
compounds. In the inner shell, the localized nature of
the core electrons implies that each atom is affected by
its surrounding chemical environment and site-selective
information can be obtained. Differences among fami-
lies of similar molecules (e.g. isomers, or analogues) or
the effect of functionalization can be identified, assessed
and discussed in terms of the measured and calculated
inner-shell chemical shifts. The measurements of the
N 1s spectrum of proline amino acid that allow to iden-
tify different conformers [30] can be taken as an exam-
ple of the potentiality of the technique. Then, electron
energy distributions measured over a broad range of
kinetic energies up to several hundreds eV (including
the Auger decay of core ionic states or autoionization of
excited states) can be used to characterize the complete
electron emission spectrum. These emission spectra at
different photon energies represent the benchmark data
for the Monte Carlo and Ion Tracking simulation codes
[31], used to evaluate the direct and indirect radiation
damage within the biological medium.

The simultaneous detection of electrons and ions
in time coincidence, i.e. from the same ionization
event in the photoelectron—photoion (PEPICO, Fig.
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4) and photoelectron—photoion—photoion coincidence
(PEPIPI-CO) experiments [32], allows for a better con-
trol over the many variables in the physical process,
adding further insights into molecular fragmentation.
In a series of PEPICO experiments on the building
blocks of radiosensitizer compounds, it has been shown
that molecular fragmentation following core excitation
is strongly influenced by both the molecular site of
the initial excitation and the character of the excited
molecular orbital. While site/state-selective bond scis-
sion is favored when inter-site electron migration can-
not occur efficiently and the chemical environment of
the atomic site is very different, it becomes question-
able in the case where fast electronic relaxation chan-
nels efficiently redistribute the initially localized core
hole toward singly and multiply ionized states before
fragmentation occurs (see Sect. 9). The selectivity and
efficiency of the PEPICO technique have also allowed
to find traces of minor processes like the isomerization
with H transfer and dehydration of the parent ion in
amino acids [33], which are relevant processes in the
biological environment.

Molecular chirality is widely recognized for its rele-
vance to the building blocks of life and its vital role
for medicine and health. The advantage of synchrotron
radiation, over the Xe-arc lamps of laboratory circular
dichroism (CD) instruments, is the high intensity, in
the VUV region below 200 nm and the broad energy
range covered. Synchrotron radiation circular dichro-
ism (SRCD) spectroscopy has been exploited to study
base-base interactions in DNA/RNA, as the difference
in the CD spectrum of a mononucleotide and strands
of nucleotides provides evidence of interactions between
neighboring bases in the electronically excited state
[34] or in some cases of photo-lesion occurred on sin-
gle strand. The low value (1073-107%) of the asym-
metry in CD, due to the second-order perturbation
level in the electric dipole/magnetic dipole and electric
dipole/electric quadrupole interference terms, hampers
its use for isolated molecules in the gas phase. Con-
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versely, photoelectron circular dichroism (PECD) [35],
which appears already in the electron dipole term of the
transition matrix element, is characterized by asym-
metries in the range of 10~'-1072. Thus, in the last
years PECD has been exploited to study the conforma-
tional effects from isomerism and group substitution,
conformer populations and clustering.

4.2 Challenges and new directions

The main challenge in studying bio-systems is their
intrinsic fragility that hampers the production of beams
of isolated biomolecules via thermal evaporation, which,
however, has the advantage to produce beam of neu-
tral molecules. The electrospray ionization (ESI) tech-
nique (see Sect. 5) represents the most suited tool to
bring nucleotides, proteins or peptides from solution
into the gaseous phase. The coupling of this versatile
ion source with spectroscopic techniques implies that
the mass selected ions generated in the gas phase by an
ESI source are collected in an ion trap and then excited
with the radiation. The combination of ESI sources with
tandem mass spectrometers and ion traps has been suc-
cessfully used to measure partial ion yield NEXAFS
spectra of systems with sizes up to a few thousands of
amu and to address, for example, photo-induced pro-
cesses in molecular recognition [36]. An improvement
of the throughput of the sources is the challenge to be
faced to perform electron spectroscopies on these sys-
tems.

H-bonds and van der Waals interactions are ubig-
uitous in nature and influence the structure, stabil-
ity, dynamics and function of molecules and materials
and therefore play a crucial role in bio-systems. The
study of these interactions in gas-phase homogeneous
or hydrated clusters of increasing size (see Sect. 8) can
give information on structures and mechanisms at work
in both the liquid and condensed phases. Also, in this
case the main challenge is the production of a controlled
cluster beam with enough density. First attempts in this
direction combining a gas aggregation source to pro-
duce neutral uracil clusters and XPS, where the weak,
non-covalent interactions modulate the chemical shift,
have been reported [37].

Metal nanoparticles are increasingly used in the bio-
logical field, due to the wide spectrum of potential
applications, which include both diagnostic and thera-
peutic or their combination (theranostic) [38,39]. While
the possibility to exploit a wide range of materials, the
established methods for the synthesis in different sizes,
the easy functionalization of their surface to control
the interaction with the bio-environment are making
nanoparticles more and more popular, there is still a
lack of understanding of the many processes that occur
upon their irradiation and can explain their behav-
ior, for example, as radiosensitizer. Synchrotron radi-
ation with its broad tunability and fluxes and inner
shell spectroscopies with their chemical selectivity can
contribute to understand the electronic structure and
emission spectra of metal nanoparticles and the chem-
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istry induced by the functionalization of such complex
aggregates. Studies of isolated nanoparticles are still
rare. Some XPS experiments have been performed on 4-
nitrothiophenolon gold nanoparticles [40], and recently,
a valence study using angle resolved photoemission has
been reported [41].

As for the investigation of chirality, the use of multi-
coincidence technique, where up to five correlated frag-
ment ions have been detected simultaneously [42], may
pave the way to the determination of absolute config-
uration on the single-molecule level in the gas phase.
Moreover, the recently introduced time resolved tran-
sient circular dichroism in the VUV region, which
exploits the synchrotron natural polarization, allows to
access timescales down to ns like in the isomer concen-
tration changes during/after photo-isomerization [43].

4.3 Concluding remarks

The electronic structure and geometrical arrangement
(conformation, isomerization, tautomerization) of
molecules determine the functioning of bio-systems at
the macroscale. For example, the functionality of com-
plex molecules, like enzymes and proteins, is closely
related to the details of their conformation and the
macroscopic effects of radiation damage in living cells
strongly depend on processes initiated at the atomic
and molecular level of their constituents. Synchrotron
radiation and all the armory of synchrotron-based spec-
troscopic tools, from the many particle coincidence
experiments to the imaging techniques, represent a
unique combination to unveil the radiation-induced
processes in bio-systems of increasing complexity in gas
phase.

Acknowledgements Work partially supported Italy—
Sweden MAECI project “Novel molecular tools for the
exploration of the nanoworld.”

5 Using electrospray ionization to study
structure and dynamics of large
biomolecules at advanced light sources

Sadia Bari, Deutsches Elektronen-Synchrotron DESY,
Hamburg, Germany

Aleksandar R. Milosavljevi¢, Synchrotron SOLEIL, Gif-
sur-Yvette Cedex, France

5.1 Status: description of the state of the art

Investigating the interaction of light with biologically
relevant molecules has gained interest for a wide vari-
ety of research fields including photochemical reactions
such as light harvesting as well as radiation damage
in proteins and DNA related to cutting-edge cancer
treatment techniques. However, in the condensed and
liquid phases, disentangling direct and indirect radia-
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tion effects is often impossible. Although the investi-
gated systems are certainly not in their natural envi-
ronment, gas-phase experiments offer several advan-
tages: The incoming projectile (photon, electron, ion) is
well defined (energy, direction, charge, etc.), the target
is well defined (chemical formula, structure, quantum
state, temperature, mass, charge, etc.), and the inter-
action products are well defined (photoelectrons, ionic
fragments, scattered electrons, emitted photons, etc.)
and can be efficiently analyzed. In the beginning, stud-
ies on isolated biomolecules in the gas phase were lim-
ited to small molecules that are stable against thermal
decomposition, because there were typically brought to
the gas phase using ovens [44].

Electrospray ionization (ESI) [45] is a gentle, state-of-
the-art technique to introduce intact, complex
biomolecular ions from solution into the gas phase and
into vacuum. The first photo-activations of electro-
sprayed biomolecules were performed as early as the
1980s [46], and a good overview of laser-based exper-
iments can be found in a review by Brodbelt [47].
The advanced light sources such as synchrotrons (see
Sect. 4) and free-electron lasers (FELs, see Sect. 3)
have the great advantage of superior photon brilliance,
a wide photon energy range (from infrared, through vis-
ible, vacuum ultra violet (VUV) up to X-rays) and, in
the case of FELs, short intense pulses. More than a
decade ago, the coupling of ESI tandem mass spectrom-
eters at such light sources was introduced for a novel
and unique way to investigate structure and dynam-
ics of complex gas-phase biomolecules [29,36,48-51].
In all the applied setups, the light interaction with
a selected ion precursor takes place in ion traps to
account for the low target density due to the space
charge (see also Sect. 8, 13, 14 and 17). Using ion
traps, the high-resolution tandem mass spectrometry
allowed the study of photon-induced fragmentation in
a wide photon energy domain. Moreover, from partial
and total ions yields one could determine excitation
and ionization energies of the investigated systems (so-
called action spectroscopy). In the soft X-ray regime,
near-edge X-ray absorption fine structure (NEXAFS)
spectroscopy or near-edge X ray absorption mass spec-
trometry (NEXAMS) probes transition between atomic
core levels and orbitals of the molecular bonding states.
Therefore, this action spectroscopy is a powerful site-
selective, structural tool that provides information on
the electronic structure, chemical environment as well
as the 3D structure of the molecules. More recently,
the site selectivity of this method has shown the depen-
dence of backbone fragmentation on hydration upon X-
ray absorption of water, representing a great potential
for studying relaxation mechanisms in radiation dam-
age to hydrated biomolecules in a bottom-up approach
[52]. Furthermore site-selective dissociation on resonant
excitation of sulfur electrons in sulfur-containing pep-
tides was proven and paves the way for pump—probe
studies of biomolecules at FELs [53].
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5.2 Challenges and new directions

Although recent years have seen great progress in gas-
phase investigation of complex electrosprayed systems
at advanced light sources, the exploited techniques were
always based solely on mass spectrometry. Therefore,
the existing experimental setups do not allow exploit-
ing a full potential of very powerful spectroscopic tech-
niques presently accessible at advanced light sources,
such as photoelectron spectroscopy (PES), including X-
ray photoelectron spectroscopy (XPS), photoelectron
photoion coincident (PEPICO) spectroscopy (see Sect.
4), velocity map imaging (VMI), etc. Indeed, the pho-
toelectrons cannot be extracted from the ion traps
and be analyzed in kinetic energy, both due to spe-
cific trap geometries and strong trapping fields that
would significantly disturb kinetic energies of ejected
electrons. Even if one overcomes later limitations (for
example, by a novel trap design and short pre-detection
shutdown of the trapping fields), additional difficul-
ties arise from low-vacuum conditions in the interaction
region due to the cooling gas used in the ion traps to
increase their efficiency (typically He at a pressure of
~ 1073 mbar). Moreover, there is a growing interest
to study even more complex systems that can be pro-
duced by ESI, such as clusters, hydrated biomolecules,
specific ligand complexes and functionalized nanopar-
ticles, as well as conformer-selected biopolymers. The
latter studies cannot be performed efficiently by using
only RF ion traps. Technical developments toward a
crossed-beams experiment, in which a focused target
ion beam produced by an ESI source would be crossed
by a focused photon beam inside a well-defined inter-
action region under high-vacuum, could allow efficient
extraction and analyses of produced photoelectrons and
photoions [16]. Developing such an experimental tech-
nique is rather challenging, however, as briefly elabo-
rated below.

The essential challenge is to achieve an accept-
able signal-to-noise level in the measurement, which is
directly proportional to the photoionization cross sec-
tion of the target and the target density in the inter-
action region. Whereas a high ionization cross section
is expected for relatively large systems under investiga-
tion, it is experimentally non-trivial to achieve a high
target density. ESI is an atmospheric pressure ioniza-
tion source, and therefore, one should transfer with a
minimum loss a high ion current produced by ESI to
a high vacuum conditions (~ 107?—1071% mbar). The
high vacuum is needed both to efficiently extract pho-
toelectrons and to decrease the background contribu-
tion. To achieve such a high-current ion beam under
high vacuum, one needs a complex system where the
ESI source is followed by multiple deferentially pumped
stages, a system of ion funnels and ion guides to collect
and preserve the ions and a lens system to focus the
ion beam in the interaction region. A basic principle
for such a source has been laid out a few years ago for
ion soft-landing applications [54]. Furthermore, in the
case of a crossed-beams experiment, there should be
a compromise between a well-defined small focal point
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and the ion acceleration that decreases both the effec-
tive ion density and the detection efficiency. Finally,
due to low expected photoelectron signals a PEPICO
detection scheme should be the most effective, allowing
to filter out the background contribution. However, this
might be an additional experimental challenge since the
primary target beam is also made of charged particles
that must be filtered out.

We have recently performed a proof-of-principle
experiment in a collaborative project between DESY
and SOLEIL synchrotron, using a high-flux ESI source
developed at DESY, coupled to the MAIA branch of
the PLETADES beamline at SOLEIL (Fig. 5). The ESI
source included an ion funnel stage, an ion guide stage
and a quadrupole m/z filter. The target was the ubiqui-
tin protein (10" charge state), and the photoelectrons
were acquired in coincidence with the ionized precursor
detected downstream the interaction region. The mea-
surements showed that besides a high-flux ESI source,
highly focused photon and ion beams, ultrahigh vac-
uum conditions in the interaction region and an effi-
cient PEPICO detection scheme are necessary to per-
form such studies.

5.3 Concluding remarks

In conclusion, the ESI technique combined with the last
generation synchrotron light sources and FELs offers
great potential to study a plethora of complex systems
therefore bridging the gap between condensed/liquid
phase studies and gas-phase studies of well-defined
small isolated targets. So far, such studies have been
performed using ion traps and newly developed state-of-
the-art experiments based on tandem mass spectrome-
try and action spectroscopy techniques. However, fur-
ther progress is necessary to exploit the full potential
of both the spectroscopic methods available presently
at the synchrotron and FEL sources, and variety of tar-
get systems that can be produced by ESI. One possible
direction is the development of a crossed-beam experi-
mental setup, with a high-flux ESI source, alternatively
coupled to pickup gas cells, m/z and ion mobility filters
[55] (see Sects. 15, 19), delivering an intensive and well-
focused target ion beam into ultrahigh vacuum condi-
tions and coupled to state-of-the-art photoelectron and
coincident analyzers.
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Fig. 5 Simplified schematic figure of the ubiquitin pro-
tein photoelectron spectroscopy experiment performed at
PLEIADES beamline, SOLEIL [56]

6 Simulating light-induced molecular
dynamics in 2020: from the picosecond to
the attosecond scale
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6.1 Status: description of the state of the art

Photo-induced processes lie at the heart of numer-
ous natural phenomena, such as photosynthesis, human
vitamin D production, circadian rhythm and visual
response. In life sciences, optical technologies use light
to visualize, detect and control biological processes
in living tissues. These techniques include genetically
encoded fluorescent proteins, biosensors and optoge-
netics. Furthermore, the world faces a rapidly increas-
ing demand for sustainable energy, and thus, there is
an enormous interest in understanding the mechanistic
principles of photochemical reactions that convert sun-
light into fuel. The interest in the mechanistic details of
these phenomena motivated the development of sophis-
ticated time-resolved spectroscopies, pushing further
impressive advances in laser technology in the last half
a century, which have enabled the real-time observation
of such light-triggered processes. These techniques have
rapidly evolved from the first picosecond pulse radi-
olysis system built in the late sixties to detect tran-
sient species in a chemical reaction, to the most recent
attosecond pump—probe experiments that are able to
measure time delays of a few attoseconds in the photo-
electron emission from two different atomic shells [2,3].

Time-resolved spectroscopic techniques have already
given access to trace and manipulate a wide range of
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physical processes at different timescales. For exam-
ple, the light promoted isomerization and intramolec-
ular proton transfer between amino acids in the reti-
nal chromophore of rhodopsin have been identified
and measured in femtosecond time-resolved fluores-
cence experiments, while conformational changes in the
chromophore environment were found to proceed in the
millisecond to the picosecond timescales [57]. The most
recent experiments, combining isolated attosecond and
femtosecond pulses, have demonstrated the existence
charge migration in amino acids in the sub-femtosecond
range, indicating how preceding light-induced elec-
tron dynamics dictates the nuclear rearrangements and
eventual fragmentation paths [5,11,58]. Even in the
simplest molecular targets, the complexity of the result-
ing spectra can only be unraveled by means of solid the-
oretical input. Primary photo-induced processes occur-
ring in both nature or clean energy devices, in gen-
eral, involve inherently quantum processes such as pho-
tovoltaics effect, electron—hole migration or electron
transfer phenomena [59], which need to be treated in
a full-quantum mechanical manner, which is still a
demanding task. Theoretical methods are thus nowa-
days facing new challenges that can be encompassed
in the investigation of the coupled effect between elec-
tronic and nuclear motions and in the need of high-level
electronic structure calculations, in particular, when
higher energy photons are involved and ionization is
possible. The significance of these effects or the accu-
racy of the methodology required strongly depends on
the light frequency, timescale (as illustrated in Fig. 6)
and specific phenomena under inspection.

6.2 Challenges and new directions

Photo-induced molecular dynamics at room temper-
ature has been widely described using ground state
chemistry methods, where an independent and clas-
sical picture of nuclear motion in the fundamen-
tal state already provides an accurate description of
the process. However, this ultrafast dynamics often
involves multiple electronic states that come into play
as nuclear motion proceed, through non-adiabatic cou-
plings between electronic and nuclear degrees of free-
dom (DOFs) [60,61]. More interestingly, the advent
of optical pulses in the subfemtosecond time domain
opens the door to the unexplored scenario of attochem-
istry, where the broadband of the pulse can already
create coherently an initial wave packet built of sev-
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Fig. 6 Illustration of different timescales for ultrafast pro-
cesses occurring upon photoionization of glycine amino acid,
and the theoretical methods employed to simulate them
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eral electronic states. The theoretical strategies to
time-resolve electron—nuclear dynamics then rely on
two approaches, namely full-dimensional semiclassical
molecular dynamics calculations and quantum wave
packet propagation.

The most popular versions of the semiclassical
approaches are the Ehrenfest formalism [62], where the
forces felt by the nuclei are gradients of an average
electronic surface, and the more accurate Tully’s fewest
switches surface hopping (FSSH) [63], where transitions
between electronic states are described by a stochas-
tic algorithm. These methods have been successfully
applied to retrieve dynamical information on relatively
large systems; however, they fail to represent nuclear
quantum effects such as tunneling, zero point energy
and quantum decoherence. While zero point energy
leaking and tunneling are important issues in ground-
state dynamics, the geometric phase (a consequence
of the existence of a conical intersection) is a multi-
state quantum effect that is not taken into account
in independent trajectory simulations [64]. Extended
versions of FSSH pursue to overcome other important
methodological limitations as describing superexchange
population transfer [65], where two electronic states
are coupled indirectly through an intermediate state
with higher energy. FSSH also lacks the representa-
tion of transitions to high-lying states due to the miss-
ing classically forbidden transitions. This is relevant,
for example, in describing electron-transfer mechanism,
since electron transfer can proceed via the intermedi-
ate virtual state, which is hardly populated. Several
extensions have been introduced to account for miss-
ing quantum effects in trajectory-based methods, as for
the development of ab initio multiple spawning meth-
ods using Gaussian moving basis sets [66,67], which are
very promising approaches although the computational
burden is considerably increased [64].

The second approach, a full quantum mechanical
description of the molecular wave packet propaga-
tion, does not suffer from these drawbacks; however,
it is limited by the exponential growth of computa-
tional resources as the number of DOFs increases [68].
With the current computational capabilities, a full-
dimensional method that accounts for electrons and
nuclei at equal footing is only possible for hydro-
genic molecules [5]. A reliable alternative is the multi-
configuration time-dependent Hartree method
(MCTDH) method which solves the TDSE by a vari-
ational method and has been successfully applied for
targets up to few tens of degrees of freedom [58,68,69].
In particular, its multilayer variant which enables the
treatments of larger systems [70]. Although it still
scales exponentially, the computational effort is greatly
reduced by using time-adaptable single particle func-
tions to construct a set of Hartree product configura-
tions. By increasing the number of configurations, the
MCTDH method converges to the numerically exact
solution, while keeping the computational effort closer
to a semiclassical picture. Additionally, to break the
exponential scaling further and to remove the restric-
tions of the grid, the wave packet can be expanded
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over localized traveling basis functions of Gaussian
shape that are variationally optimized and do not fol-
low classical trajectories, known as variational multi-
configuration Gaussian (vMCG) approach [71].
However, as for the mean-field and surface-hopping
methods, its accuracy and computational efficiency
remain bounded to the model potentials or the quan-
tum chemistry method employed to describe the elec-
tronic structure. Since the introduction of Hartree—
Fock theory almost a century ago, wave function-based
ab initio methods have greatly evolved and a large
manifold of post-Hartree—Fock methods accounting for
electron correlation terms (Configuration Interaction,
Coupled Cluster, Moller—Plesset perturbation theory
or MCTDH) are available in most commercial (e.g.,
Q-Chem, Gaussian, MOLCAS, MOLPRO) and open-
access (e.g., OpenMOLCAS, GAMESS, NWChem)
software packages for chemistry simulations. When the
exponential wall makes wave function methods imprac-
ticable, density-based methods are the only avail-
able choice. Density functional theory (DFT) meth-
ods include electron correlation through exchange-
correlation functionals, still by means of a single Slater
determinant that, in practice, limits its applications to
describe singly excited electronic states. Even though
DFT methods are known to underestimate barriers
of chemical reactions, dissociation energies in ions or
charge transfer excitation energies, and overestimate
binding energies, they have shown to work remarkably
well for structural and thermodynamics properties.
Despite the manifold of quantum chemistry packages
currently available for electronic structure calculations
of complex molecules isolated in the gas phase, fur-
ther theoretical efforts are still required to account for
photo-induced phenomena where electron correlation
plays a critical role, such as core-hole states leading to
Auger decay or multiple excited bound states leading to
autoionization [58]. Moreover, deep insights on molec-
ular photoionization problems can only be achieved by
properly describing the electron in the continua cou-
pled to the remaining ion, for which a scattering for-
malism is required [5]. These phenomena arise when
molecules are exposed to highly intense field or to fre-
quencies in the extreme ultraviolet (XUV) and X-ray
range as produced in by high-order harmonic generation
set ups [3,12] and free electron lasers (FEL)[13,24,27],
i.e., sources that are able to produce coherent light
pulses with durations in the attosecond scale and wave-
lengths in the atomic size. The newest FEL facilities
have been built with the promise of using this highly
coherent ultrashort and intense light to probe mat-
ter in an unprecedented and unique way, for instance,
measuring structural changes in proteins and enzymes
before radiation damage occurs or resolving the struc-
ture of single biological particles prior crystallization
[72]. More importantly, these sources can access funda-
mental processes that are still to be understood even in
the simplest molecules. From the theoretical side, time-
dependent scattering methods that provide an explicit
evaluation of the electronic continuum wave function
are nowadays under development. Above-mentioned
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bound-state methods have been employed the definition
of the Dyson norm, resulting from a direct projection of
states from the neutral molecule to the cation [73], as a
very approximated value to the ionization yield. More
elaborated approaches describe the continuum electron
using Coulomb functions, thus accounting for the long-
range part of the potential, although still are unable
to reproduce the multicenter character of a molecular
potential. The most sophisticated methods are based
on Schwinger or complex Kohn variational principles or
on close-coupling approaches as those implemented in
Lippmann—Schwinger, R-matrix, Galerkin, ePolyScat,
XCHEM or the most recently developed algebraic dia-
grammatic construction (ADC) scheme ([5,58,60] and
references there in). These methods commonly incor-
porate discrete variable representation (DVR) or B-
spline functions to properly represent the long-range
part, combined with a representation using Gaussian or
Slater-type orbitals implemented in standard quantum
chemistry packages for a more efficient representation
of the bound part of the wave function. These method-
ologies have been first applied to atoms with great suc-
cess. The complexity introduced by the nuclear motion
DOFs limits most of the existing applications in large
molecules to calculations within the fixed nuclei approx-
imation, although first attempts to include nuclear
motion are under progress [60].

The ongoing developments of theoretical tools
employed in gas-phase photochemistry come together
with novel implementations to treat biological systems
in their natural environment, i.e., in a solvent. These
same tools can be employed to simplify the descrip-
tion of large-size targets as DNA or proteins, where
one can concentrate on an active molecular site of
the system and treat the remaining part as a sol-
vating environment. This is the essence of the multi-
scaling approaches such as hybrid quantum mechan-
ics/molecular mechanics (QM/MM) [74]. The outcomes
of QM /MM simulations depend crucially on the choice
of the QM region, and one needs to carefully investi-
gate convergence of the results with regard to the size of
a QM region. Additionally, the short timescales acces-
sible for QM/MM molecular dynamics (MD) simula-
tions generally do not allow to investigate processes
that occur on longer timescales (e.g., nanoseconds).
Thus, one is restricted to performing transient dynam-
ics along previously chosen reaction coordinates that
requires some system-specific information on describ-
ing the underlying process. The identification of the
relevant coordinates is not straightforward since there
are many nuclear DOFs in large systems. These ambi-
guities may well be the origin of the many different
conflicting theoretical hypotheses proposed for a given
process [75].

6.3 Concluding remarks
Ab initio theoretical methods enable a rational design

of novel molecules and materials. Moreover, ongo-
ing and forthcoming applications using the newest
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laser technologies to explore gas-phase molecules are
strongly pushing theory toward the development of
full-dimensional quantum wave packet time-dependent
approaches. In pursuing this goal, trajectory-based
ground- and bound excited-state chemistry simula-
tions move forward to incorporate a quantum descrip-
tion of the coupled electron—nuclear dynamics in pro-
cesses occurring in the femtosecond to picosecond
timescales, where the nuclei move significantly upon
excitation involving several electronic states. On the
other hand, sophisticated quantum chemistry pack-
ages using multi-reference approaches are being imple-
mented in scattering-based approaches born in the
area of atomic physics to describe XUV and X-ray-
induced excitation and ionization of large molecules.
These methods are only available within the fixed nuclei
approximation, which can already account for the ultra-
fast electronic processes accessible in state-of-the-art
attosecond experiments. However, the proper descrip-
tion of the subsequent nuclear arrangements and frag-
mentation paths requires of further developments.

The scalability of these methods to larger molecules,
e.g. a typical chromophore has around 30 heavy atoms,
is, however, limited to the current computational capa-
bilities. New directions are being taken to overcome
this limitation. Among those, it is worth to mention
the long awaited availability of quantum computers, for
which quantum algorithms, with scalabilities that can
reach up to hundreds of DOFs, are under development
for the simulation of structural and dynamical prop-
erties of molecules [76]. Alternative strategies to effi-
ciently compute electronic structure in large molecules
are based on machine learning [77] and artificial intelli-
gence (neuromorphic computing and robotic technolo-
gies) [78]. In recent years, computational statistical
learning methods (machine learning, neural networks,
deep learning, unsupervised clustering, etc.) have found
to provide very promising approaches to construct
potential energy surfaces and have been successfully
applied for both ground-state molecular dynamics sim-
ulations and (non-adiabatic) excited-state simulations
[79]. Although by using those fitted potentials, the com-
putational time for molecular dynamic simulations can
be substantially reduced, the generation of the training
data, which samples the important regions of the con-
formational space [80], still remains a big bottleneck.
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7.1 Status: description of the state of the art

Low-energy ion—molecule reactions root from the very
origins of mass spectrometry and positive rays’ stud-
ies, in the first years of twentieth century. It has devel-
oped in a strong field of research through the cen-
tury, building from the development of advanced instru-
mental techniques for ion production, transport and
energy definition, specific neutral sample production,
optimization of their interaction region and quantita-
tive detection methodologies, including the determi-
nation of the internal state distribution of products.
The variety of ion—molecule reactive systems studied
so far is vast, ranging from organic to organometallic
species and biomolecular systems, but also from singly
and multiply charged positive and negative ions to
ionic clusters. Unravelling the role of reactions involv-
ing charged species permits to tackle fundamental ques-
tions in astrochemistry, organic and inorganic reaction
mechanisms, biochemistry and catalysis. Beyond the
fundamental interest on reaction dynamics, the quanti-
tative outputs from these experiments, namely branch-
ing ratios, kinematic constants or cross sections and
thermochemical information (tabulated in the form of
extensive databases) are beneficial to models describ-
ing the behavior and evolution of plasmas of all sorts,
from astrophysical media (e.g., [81] and refs therein),
to flames or laboratory and industrial plasmas.

It is beyond the scope of this short section to provide
an exhaustive review of the field, but we wish to men-
tion here the main tools that have been developed to
study the so-called low energy ion—neutral reactions,
i.e., reactive collisions where collision energies range
from fractions of meV to about 100 eV (for interac-
tions at higher collision energies see Sect. 8). Indeed, it
is nowadays possible to reach collision energies in the
mK regime! We will describe here after aspects related
to ion generation and selection, interaction region with
the neutral partner, products detection and correlation.

Everything starts with the ion generation. If elec-
tron impact is a longstanding and universal ioniza-
tion method, other methods are widely used for their
remarkable specificities. Photoionization, via lasers or
synchrotron radiation, is particularly adapted to con-
trol the energy deposition within the reactant ion, thus
paving the way for state-specific reactivity. Soft ion-
ization techniques based on chemical ionization (i.e.,
ion—molecule reaction) have also emerged and are now
standard analytical tools. This is, for instance, the case
of proton transfer reaction mass spectrometry (PTR-
MS), a technique that was introduced and optimized for
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quantitative trace gas analysis and which is now daily
used by thousands of users, with special reference to
atmospheric sciences ([82], and refs therein). Yet, when
one thinks about “soft ionization,” electrospray ioniza-
tion (ESI) technique comes first and it is the method of
choice to deliver in the gas-phase large (positively and
negatively) charged molecules such as biomolecules, as
detailed in Sect. 5.

Considering the interaction region between the ion
and the neutral partner, the panel of experimental
arrangements is large. One of the most popular and
versatile is the selected ion flow tube (SIFT) technique,
in which a flow of mass selected ions driven by a car-
rier gas reacts with a neutral target added downstream.
The density of carrier gas guarantees thermal equilib-
rium of the target ion, thanks to multiple collisions with
the non-reacting buffer gas, while the kinetic behavior
of the flux allows for distance/time extraction of reac-
tion rate coefficients and product branching ratios. The
possibility to cool or heat up the buffer permits to mea-
sure rates as a function of temperature. This is illus-
trated in a recent work [83] where a laser vaporization
ion source is coupled to a variable temperature (in the
range 300-600 K) SIFT setup to generate MgO™ ions
and study their reactivity with CHy, a system of poten-
tial interest in the catalytic activation of methane. The
experimental results show counterintuitive behavior of
reduced yield for the most exoergic channel, underly-
ing the importance of reaction dynamics and theoretical
calculations to interpret the reactivity of such “simple”
systems.

A revolution in the field came with the ability to han-
dle slow charged ions by confining them via fast oscilla-
tory electric fields. The development of radiofrequency
(RF) multipolar ion guides has led to guided ion-beam
(GIB) setups where collisions with neutral targets take
place in a scattering cell. This experimental arrange-
ment permits to measure cross sections that are more
informative on the reactive process than measurements
of thermally averaged rate coefficients [84]. It should be
noted at this point that an alternative way to trap ions
for gas-phase molecular dynamics study is by electro-
static ion-beam traps, as detailed in Sect. 15.

GIB is a natural 2D ion trap, but going 3D leads
to great benefits. Paul traps (such as those described
in Sect. 18) or Fourier-transform ion cyclotron reso-
nance (FT-ICR) is conventional tools to evaluate ion—
molecule reactivity. Multipolar ion traps such as the
22-pole trap have become, in its cryogenically cooled
version, a standard tool for the measurement of rate
constants of low-temperature astrochemically relevant
reactions of cations and anions [85,86]. The quest
to gain insights into fundamental aspects of chemi-
cal reactions has stimulated the development of molec-
ular beam-based devices: Crossed-beams apparatuses
remain forefront techniques to measure product dif-
ferential scattering cross sections at variable collision
energies that can be reduced by adopting lower cross-
ing angles or merging supersonic beams onto a single
axis (merged beams, see below). Coupling crossed-beam
experiments with velocity map ion imaging techniques
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reveals correlation between products, thus allowing a
detailed reconstruction of the reaction dynamics [87].
While this short review focuses on experiments, one
should not forget that a close interplay with theory is
essential. Theoretical methods can fill the gaps when
experimental limitations preclude laboratory studies,
and conversely, the production of high-quality exper-
imental data is fundamental to benchmark theoretical
studies and guide their development. Due to compu-
tational limitations, the vast majority of ion—meutral
reaction systems comprising more than three atoms are
treated by combining full quantum ab initio calcula-
tions of the potential energy hypersurface with quasi-
classical trajectory methods (see, for instance, [88,89]),
while collisions involving biomolecular ions require clas-
sical trajectories and molecular mechanics [90,91].

7.2 Challenges and new directions

In spite of the large amount of experimental technolo-
gies available to investigate low-energy ion—molecule
reactions, there are three main aspects that are fac-
ing various challenges and on which researchers are
concentrating their efforts: (i) extending the studies to
reactions between ions and unstable neutrals (excited
atoms, molecules or radicals); (ii) reaching an extreme
control in quantum state selectivity of the reagents; and
(iil) reaching low and ultralow collision energies and/or
temperatures.

Reactions with unstable neutrals While reactivity
between charged species and stable neutrals has been
widely addressed, the reaction with atoms/molecules
in excited states as well as with radicals is still largely
unexplored, despite their relevance in natural plasmas
and biological environments (free radicals and ions are
highly reactive intermediates formed upon interaction
of ionizing radiation with living cells). A way to prevent
recombination/decay of the short lived species prior
to reaction is to inject them in the buffer gas of a
SIFT instrument. In this way, reactions of H, N and
O atoms, O2(*A,), organic radicals (e.g., CHs, CoHs)
have been studied with several cations and anions,
including species of biological relevance such as depro-
tonated nucleobases, amino acid anions, sulfur contain-
ing anions, heterocyclic and aromatic anions (see, for
instance, Ref. [92]).

Quantum state selection How chemical reactions are
influenced by the electronic, vibrational and rotational
excitation of the reactants is a long-standing issue in
chemical reaction dynamics. Understanding how the
initial quantum states of the reactants or their struc-
tures (i.e., isomers) drive the reactivity is also relevant
to correctly model complex media such as plasmas or
planetary ionospheres in which excited species and iso-
mers are present. Photo-excitation with lasers or syn-
chrotron radiation associated with various experimental
setups (crossed beam, GIB or 3D trap) and ion detec-
tion techniques is a method of choice to induce spe-
cific population of reactants and to control the internal
energy of either the neutral (see, for instance, [87] where
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vibrational excitation of the neutral partner is achieved
using IR laser) or the charged species [93-97]. Quantum
state selectivity of atomic and molecular cations can be
obtained using threshold photoelectron—photoion coin-
cidence (PEPICO) techniques, in which the time coin-
cidence of ions with electrons having near zero kinetic
energy allows to prepare vibrationally and electroni-
cally state-selected ions. Such techniques exploit the
high tunability of synchrotron radiation (see Sects. 4
and 5 for synchrotron radiation tools for spectroscopic
and dynamical processes) and are used, for instance, at
the VUV beamline of SOLEIL synchrotron facility, to
study state-selected reactivity in a GIB apparatus on
which absolute reaction cross sections are measured, as
a function of both the ion excitation and the collision
energy [93]. Recent developments also allow to gener-
ate state selected molecular ions from beams of clus-
ters or radicals [94], thus widening the range of pos-
sible studies, in particular to characterize the role of
micro-solvation and isomer-specific reactivity [95].

Alternatively, a double quadrupole-double octopole
ion—molecule reaction apparatus has been coupled
with high-resolution visible—ultraviolet laser pulsed
field ionization—photoion methods to study the reactiv-
ity of molecular ions (e.g., Ny, OF, Hy and HoO7) in
selected electronic, spin—orbit and ro-vibronic states;
more recently the addition of a pulsed laser ablation
ion source has extended the studies to spin—orbit state
selected transition metal cations (see [96] for the vana-
dium case). Even more challenging than studies on the
role of excited states in cation—neutral reactions are
those dealing with excitation of anions, since very rarely
atomic anions have bound excited state. A very recent
advance is represented by a photoelectron energy spec-
trometer equipped with a cold octopole RF ion trap to
study the reactivity of ground and excited state palla-
dium anions with Hy [97].

Low and ultralow collision energies/reaction temper-
atures One of the main experimental challenges in ion—
molecule studies is the possibility to reproduce in the
laboratory the low temperatures (down to few tens of
Kelvins) of naturally occurring cold environments such
as the interstellar medium. Recently, noticeable works
were presented, developing a SIFT-like injection sys-
tem for a supersonic flow setup (CRESU) [98], reach-
ing temperature as low as 49 K and opening a new
field of applications of CRESU-type instruments for
ion—molecule reactions. Similarly, the use of cryogenic
22-pole trap setups with buffer gas cooling has proved
effective to study reactions of both cations (e.g. Hg‘,
O™, OH™, CH', etc.) and anions (e.g., H=/D~, O~,
OH~, NH,, etc.) with simple molecules (e.g., ortho and
para Hs) as well as H/D atoms from room temperature
down to about 10 K (for a recent example, see [85]).
By coupling 22-pole traps with IR lasers, the effect of
vibrational excitation of the molecular ion on reactivity
at low temperatures is possible, revealing unexpected
behaviors such as the decrease in the reaction rate due
to ro—vibrational excitation [86].
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An emerging frontier is represented by collisions at
temperatures < 10 K. Reaching such ultralow collision
energies/temperatures with ions is particularly chal-
lenging, primarily because ions can be “heated up” by
stray electric fields, thus reducing the collision energy
resolution. New methodologies are in their develop-
ment phase, and the interested reader is referred to two
recent reviews on the chemistry at ultralow tempera-
tures that include sections dedicated to charged sys-
tems [99,100]. Alternative novel techniques using elec-
trostatic ion-beam storage rings to measure reaction
rates at low temperatures are discussed in Sect. 13.
Two of the most promising developments employ an
improved version of the merged beam technique and
the phenomenon of coulomb crystallization of ions in
a trap. In the first case, ultralow collision energies in
the range between 0 and 30 K-kp have been obtained
using highly excited Rydberg atoms or molecules in
place of the ions. (The Rydberg electron shields the
ionic core from stray field, but it acts as a spectator
and does not affect the reactivity.) The ultralow ener-
gies are reached by merging a supersonic beam of the
neutral in its ground state with a second supersonic
beam of the Rydberg atom or molecule translationally
cooled using a surface-electrode Rydberg—Stark decel-
erator and deflector. The technique has been used so
far to investigate the reaction of Het with CH3F and,
more recently, of Hy with HD [101].

The second breakthrough is the possibility to gen-
erate cold molecular ions by sympathetic cooling of
charged species with laser-cooled atomic ions in
Coulomb crystals. These are formed when laser-cooled,
trapped atomic cations reach low enough temperatures
to produce ordered structures. Studies of ion—atom
interactions over a temperature range that can extend
down to tens of uK have become feasible thanks to
the development of hybrid trapping techniques, i.e., the
combination of traps for ions (such as linear Paul traps)
and atoms (magneto-optical traps). The co-trapping
of molecular ions within the Coulomb crystal cools
the ions to translational temperatures similar to the
laser-cooled atomic ions [102]. Coupling cooled molec-
ular ions with cold neutral sources (e.g. supersonically
cooled molecular beams slowed down using Stark decel-
erators) will extend the study of state-to-state chemi-
cal reactions to more chemically complex systems, with
control over all reaction parameters.

7.3 Concluding remarks

The future will see an increase in the molecular com-
plexity of the ion—neutral reaction systems probed
under controlled conditions, by developing spectro-
scopic methods to sensitively detect the internal energy
content of product ions and by finding new ways to
overcome some of the limitations with the current tech-
niques. The big challenge will be to combine exist-
ing tools in new ways to study systems of increased
complexity and broad chemical interest. Moreover, as
the understanding of reaction dynamics goes together
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with a close interplay between theory and experiments,
advanced theoretical methodologies will be essential to
guide the interpretation and rationalize the experimen-
tal results.
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8.1 Status: description of the state of the art

Fundamental processes During the interaction, the pro-
jectile charge and energy determine the final charge
and energy states of the molecular target (see Fig. 7a).
An ion projectile with keV kinetic energy is consid-
ered as slow with respect to the velocity of the elec-
trons in the target. Thus, the electron capture is the
dominant charge transfer process in which one elec-
tron of the molecule is captured by the incoming ion
after lowering of the Coulombic barrier by the pro-
jectile charge [103]. This resonant charge transfer can
occur at large distance in the case of multiply charged
ion collisions, and therefore, multiple electron captures
are usually observed leading to the formation of “cold”
multiply charged molecular cations [104]. Thus vary-
ing the charge state of the projectile, the excitation
energy associated with keV ion collisions ranges from
few eV [105] to few 10s of eV [106]. When the ion tra-
jectory is penetrating the molecular system and as the
projectile is a massive particle, energy can be deposited
both on the electrons by friction with the electronic
cloud, the so-called electronic energy loss, and on the
nuclei in binary collisions, the so-called nuclear energy
loss. In the latter case, the energy transfer is local-
ized on specific bonds of the molecule and can lead
to prompt and specific non-statistical fragmentation
schemes [107].

Ton-molecule collisions In ion—molecule collision due
to charge exchange and energy deposition from the
projectile to the target, the latter undergoes ioniza-
tion, excitation and eventually fragmentation processes
(see Fig. 7). The quasi-symmetric fission for dou-
bly charged species is typically known as Coulomb
explosion (CE). Detailed studies of isolated positively
charged biomolecules like amino acids, nucleobases and
their derivatives have been recently investigated by col-
laborative theoretical and experimental works by means
of molecular dynamics (MD), potential energy surface
(PES) and coincidence mass spectrometry techniques
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(see Fig. 7b, ¢). Further details on calculations are given
in Sect. 9.

Another approach that implements classical molec-
ular dynamics simulations to study irradiation pro-
cesses in particular applied to focused electron beam
deposition of tungsten hexacarbonyl W(CO)g precur-
sor molecules on a hydroxylated SiOs surface has also
been proposed [108]. The combination of parameter-
ized interatomic potentials with MD and reactive force
fields allowed to study the dissociation processes at
timescales up to hundreds of nanoseconds for few hun-
dreds of W(CO)g molecules. For the same system, very
good agreement with the experiments was achieved by
including the Monte Carlo (MC)-type simulations for
the electron transport in these materials [109]. It was
possible to unambiguously identify unexpected mech-
anisms behind the fragmentation patterns observed
experimentally. Such unexpected reactivities initiated
by the capture of two (or more) have been observed as a
stabilization effect of the isomerization (H, OH migra-
tion and cyclization) leading to the metastable resis-
tance against the expected CE. For instance, the ultra-
fast H migration competes with the CE within the first
40 femtoseconds leading to the stable dication of diol
for glycine [110]. keV ion impacts on o~ and [-alanine
led, respectively, to Hj emission [111] and hydroxyl
group migration [112]. Metastable, long-lived dicationic
species, including reactive nitrogen and oxygen species
(RNS and ROS), were observed either due to the pres-
ence of the peptide bond for N-acetylglycine [113] or
due to long chain in amino acids like y-aminobutyric
acid [114]. Proton transfer was also observed between
sugar- and base-part of thymidine in competition
with the expected glycosidic bond cleavage [105]. The
above-mentioned unexpected dissociation pathways are
expected to be found for many other systems, for which
the reactivity is triggered by the keV ion impact [106].

Recently, Erdmann et al. [115] efficiently combined
the PES, MD and MC for description of the irradiation
driven chemistry. Chemical transformations induced by
another sources such as (i) X-ray in the mixed water—
ammonia clusters focusing on the microscopic observ-
able [116] and (ii) electron impact showing H-migration
in ethanol [117] were efficiently combined with PES and
MD methodology. Interesting reactivity driven by low-
energy atomic and molecular ions formed by galactic
cosmic rays in the Earth’s atmosphere of highly oxy-
genated molecule has been studied focusing on both
microscopic and molecular level understanding of nucle-
ation, binding, evaporation, thermal effects, etc. of var-
ious clusters [118].

Ton—cluster collisions While gas-phase experiments on
isolated molecules give access to the intrinsic proper-
ties of the molecular systems, weakly bound molecular
clusters allow to study the effect of a simple chemi-
cal environment on those properties. On the one hand,
the cluster can act as a buffer dissipating the excess
of energy due to the collision by successive losses of
monomer units, and thus, an overall reduced molecu-
lar dissociation is observed [104], and this reduction is
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even larger in the case of hydrated clusters [119]. This
is due to the fact that the weak intermolecular bonds
between the cluster constituents break preferably to the
intramolecular covalent molecular bonds. Interestingly,
the weak interaction between cluster components could
also lead to additional fragmentation channels involv-
ing atoms participating in the H-bonding [119]. In the
case of multiply charged clusters, the Coulomb repul-
sion between fragments could also be partly converted
into internal energy, and therefore, a more important
molecular dissociation is observed [104]. On the second
hand, beside being a buffer for energy, the cluster can
also act as a reservoir of matter, and thus, a reactivity
inside of the cluster can be observed when a reactive
fragment is produced within the cluster. In H-bound
clusters, after ionization, a proton transfer occurs in
several 10s of femtosecond (fs) before the cluster dis-
sociates and protonated clusters are observed [119].
In van der Waals cluster of carbonaceous molecules
such as fullerenes and polycyclic aromatic hydrocarbons
(PAHs), a rich molecular growth has been observed due
to the massive aspect of the projectile. In binary colli-
sion, the incoming ion can kick out a single atom from
a molecule leading to prompt (fs) non-statistical dis-
sociation channels [107] and to highly reactive species.
Since the latter are surrounded by other residues in
the cluster, they can further react with neighboring
molecules to produce new covalently bound species as
observed in clusters of PAH [120], fullerene [121] or
a mixture of PAH and fullerene [122]. The very good
agreement between experimental mass spectra and clas-
sical molecular dynamics simulation validates the pro-
posed scenario. Recently, the formation of polypeptides
from amino acid clusters has been reported [123]. The
formation mechanism has been explored by quantum
chemistry calculations. There the initial step is the pro-
tonation of the clusters after ionization which stabilized
the clusters and allows further reactivity leading to the
formation of peptide bonds between the cluster con-
stituents.
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8.2 Challenges and new directions

Unexpected mechanisms appear when the complexity
of the molecular systems increases such as in pep-
tides or proteins. However, bringing into the gas phase
such targets is not possible by thermal evaporation.
Pioneering keV ion collisions experiments have been
done using electrospray ion sources to produce gas-
phase peptides [124] or proteins [125]. However, the tar-
get beams produced are not dense and an ion trap is
required to enhanced the target density. A step further
will be to perform the usual crossed-beams experiments
with more intense target and projectile beams. Con-
sidering the effects of the environment in ion-cluster
collisions, so far the experiments have been performed
with a size distribution of clusters. In order to get bet-
ter insight into the threshold sizes associated with dif-
ferent mechanisms such as the molecular growth, size-
selected targets are necessary. Again low-density target
beams are expected and such experiments are challeng-
ing. Finally, as shown in Fig. 7, according to the molec-
ular dynamics different timescales are associated with
the different mechanisms discussed above. Thus, time-
resolved ion—molecule collision experiments are very
interesting as keV ion beams are a very peculiar pump
compared to photons. However, due to the low density
of ion beams produced by conventional ion accelerators
such pump-probe experiments at least on the shortest
timescales are kind of Grail quest. Nevertheless, pump—
probe experiments at longer timescale (us) may be con-
sidered coupling an ion accelerator with an electrostatic
storage devices such as a linear trap or a storage ring
(see Sects. 13, 14 and 15).

8.3 Concluding remarks

In the last decade, the numerous combined experi-
mental and theoretical efforts showed the roadmap to
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Fig. 7 Scheme of physical processes observed for both isolated and cluster of molecules in keV ion-target collisions
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unravel the processes driven by keV ion collisions on
complex molecular systems. It was possible to divide
the physical processes into accessible time domains (see
(a) and (b) in Fig. 7) and to cross-validate the experi-
mental and theoretical observable by mass spectrome-
try and MD/PES simulations, respectively. This allows
unambiguously to identify and to explain in detail the
extremely fast and very slow physical events (see Sects.
6, 9). In the near future, more complex systems can be
studied by means of electrospray ion source techniques
as well as more efficient methodologies and accurate
electronic structure methods accounting for the highly
charged, large and weakly bound systems.

9 Modeling molecular fragmentation
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9.1 Status: description of the state of the art

Tonizing radiation interacting with molecules in the gas
phase can induce numerous processes, including elec-
tronic transitions (electronic excitation, charge trans-
fer and ionization) and nuclear excitations (rotation,
vibration and fragmentation of the molecule). Under-
standing the fragmentation processes induced by pho-
tons, electrons and ions is crucial to many disciplines
such as radiation cancer therapy, astrophysics, astro-
chemistry, plasma physics and atmospheric science. In
this section, we highlight theoretical approaches aimed
to describe molecular fragmentation processes in the
gas phase and present an outlook for future studies
in this field. Theoretical approaches to modeling decay
processes that take place in competition with fragmen-
tation, such as radiative cooling and delayed electron
emission, are reviewed in Sect. 16. The theoretical mod-
els used to describe light-induced intramolecular elec-
tronic processes that occur in a shorter scale prior to
fragmentation are reviewed in Sect. 6.

The large number of electronic and nuclear degrees of
freedom involved in the study of molecular fragmenta-
tion represents the main challenge to use fully quantum
mechanical methods. One of the main approximations
usually needed is to consider that all electronic pro-
cesses involved in the excitation of the molecule are
much faster than the fragmentation and therefore the
latter is treated as a post-collisional process. Fragmen-
tation is thus considered as a relatively slow process
in which excess energy is transferred to dissociative
nuclear degrees of freedom. Various methodologies for
studying molecular fragmentation have emerged rang-
ing from quantum chemical, semiempirical to statisti-
cal, their applicability strongly depends on the size of
the system and the timescale needed for dissociation.
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The most challenging situation is when after the exci-
tation the system is located in a highly excited elec-
tronic state. For instance, after photoemission of a core
electron, Auger decay can leave the system in a dou-
bly charged state in which electrons have been removed
from inner orbitals. In this case, fragmentation dynam-
ics starts at the same time as electronic relaxation and
movement, of electrons and nuclei should be consid-
ered simultaneously. Non-adiabatic molecular dynam-
ics (see [126] and references therein) simulations are
used to describe molecular fragmentation of such sys-
tems. Particularly, time-dependent density functional
theory (TDDFT) molecular dynamics in the Ehrenfest
formalism allows to self-consistently model both elec-
tronic and vibronic excitations. In practice, such sim-
ulations are limited to simulation times of around few
hundred fs mainly due to the very small time step nec-
essary for correct propagation of the electron dynamics.
Timescale of the fragmentation process usually falls in
the range of ps. However, once the system has relaxed
to the ground state, further evolution can be treated
with Born-Oppenheimer molecular dynamics (BOMD).
With this theoretical approach, Lépez-Tarifa et al. [61]
were able to determine the effect of ionization of dif-
ferent molecular orbitals on the fragmentation of dou-
bly ionized uracil molecule produced in collisions with
100 keV protons. A good agreement with the 2D time-
of-flight ion coincidence spectrum was obtained, repro-
ducing the most intense coincidence islands and their
shapes.

Another approach is to assume that fragmentation
occurs in the ground electronic state and the sys-
tem follows the lowest energy pathway. This has been
adopted in many theoretical studies employing differ-
ent methodologies. One successful theoretical approach
relies on the combination of ab initio molecular dynam-
ics (AIMD) simulations in the ground state and explo-
ration of the potential energy surface (PES) with den-
sity functional theory (DFT). Such methodology works
under the assumption of efficient redistribution of the
excitation energy across all vibrational degrees of free-
dom, so that excess excitation energy can be introduced
as internal vibrational temperature in a molecule in
an electronic ground state. In order to mimic the sud-
den ionization, the simulations consider vertical transi-
tion. The computational cost of the simulations mainly
depends on the particular AIMD methodology used.
For instance, efficient implementations, as the atom-
centered density matrix propagation method (ADMP),
allow to run hundreds of trajectories with simulations
times of the order of few hundred fs in systems of the
order of a dozen atoms. These dynamics allow to eval-
uate, for different internal energies, the relative impor-
tance of different channels as Coulomb explosions, iso-
merization or combined isomerization + fragmentation,
and to identify intermediates that many times would
not be envisaged following chemical intuition. Once
the most relevant intermediates have been identified,
they can be studied in detail using DFT methods to
obtain their energetics and structural properties. Also
transition states connecting different intermediates can
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be located, providing a general view of the PES, the
lowest energy pathways and the corresponding energy
barriers. All this information is extremely valuable for
a correct interpretation of experiments. Combination
of ADMP simulations and PES exploration has been
successfully applied, e.g. to predict unusual hydroxyl
migration induced by 48 keV Ot collisions with 3-
alanine [112].

For larger systems and/or longer simulation times,
AIMD can be replaced by the self-consistent charge
density functional tight binding (SCC-DFTB) method
[127]. As previously mentioned, maximum simulation
times available for quantum chemistry molecular
dynamics are of the order of few ps; however, those
can be extended until a nanosecond with SCC-DFTB
methodology and still provide reliable results [128].
Purely classical molecular dynamics simulations are
suitable for modeling fragmentation of more com-
plex molecular systems and at longer time scales
(ns) if adequate many-body force fields are included.
Investigation of chemical bonding without expensive
quantum mechanical calculations is attainable, e.g.,
with the Adaptive Intermolecular Reactive Empirical
Bond Order (AIREBO) potential [129] implemented in
the LAMMPS software package [130]. In addition to
LAMMPS, several molecular dynamics codes are avail-
able, one of them being NAMD [131]—an open-source
software designed for high-performance simulations of
large biomolecular systems.

It has been shown that under certain experimen-
tal conditions, ion impact can induce bottom-up pro-
cesses of molecular growth by species produced in a
cluster fragmentation covalently bonding with other
molecular fragments or intact monomers. Such reac-
tions are of great importance among others in the fields
of astrophysics and the atmospheric sciences because
they constitute possible ways of formation of PAHs and
fullerenes in space or formation of aerosols in the atmo-
sphere. From a theoretical point of view, ion—cluster
collisions have been typically modeled with classical
molecular dynamics simulations due to high complex-
ity of those systems (as many as few hundred atoms).
Importantly, such theoretical approaches are only able
to model neutral systems. For large molecules with
many delocalized electrons (e.g., fullerenes), exclusion
of charges is thought to have minor effect on the MD
results. However, for clusters of smaller molecules inclu-
sion of charges, e.g., with SCC-DFTB method, might
improve the predictions of molecular properties. In the
case of 12 keV Ar collision with pyrene clusters [120],
this method has been applied in a simplified manner
(only for trajectories that resulted in molecular growth
and included only the reacting fragments identified in
the classical calculations). DFTB simulations repro-
duced the classical simulations results quite well, but at
higher temperatures DFTB molecular dynamics simu-
lations predicted easier bond cleavages than simulations
of classical molecular dynamics.

One interesting modification of classical molecu-
lar dynamics simulations adequate to study complex

@ Springer

Eur. Phys. J. D (2021)75:152

molecular systems over nanosecond timescales consists
in the introduction of random and local modifications of
the classical force fields to account for chemical trans-
formations, i.e., bond cleavages/formations, dangling
bonds and changes in molecular topology of the sys-
tem. Such approach allows to study irradiation driven
chemistry—a family of chemical modifications induced
by irradiation with external fields. This methodology
called Irradiated Driven Molecular Dynamics (IDMD)
[108] has been implemented into the MBN Explorer
software package [132] and applied to the study of
focused electron beam deposition of tungsten hexacar-
bonyl W(CO)g precursor molecules on a hydroxylated
SiO; surface demonstrating its potential to describe
complex dynamics and nanostructure formation and
growth [109].

Statistical methodologies such as Weisskopf theory,
the RRKM Theory of Unimolecular Reactions and
Microcanonical Metropolis Monte Carlo method also
play a key role in the investigation of fragmentation
processes due to significantly reduced computational
cost with respect to molecular dynamics. In the study
of C* collisions with Cgo [133], the rate constants
for Co and C3 emission from the excited and charged
fullerene were calculated within the Weisskopf formal-
ism and subsequently used to evaluate the fragmen-
tation dynamics. The fundamental RRKM theory is
widely applied in photodissociation or thermal decom-
position studies to predict molecular fragmentation rate
constants. In order to produce a breakdown diagram,
one needs to locate all rate-limiting transition states,
which is generally a formidable task in systems with
large number of nuclear degrees of freedom. However, a
recently developed transition state search using chemi-
cal dynamics simulations (TSSCDS) methodology [134]
shows promising results for global and automatic loca-
tion of stationary points of a PES with semiempiri-
cal accelerated dynamics simulations and is now imple-
mented in the AutoMeKin code [135]. Combination of
TSSCDS with chemical dynamics simulations (imple-
mented in the VENUS package) has recently allowed for
correct prediction of fragmentation patterns involved
in the Collision-Induced Dissociation of deprotonated
cysteine-S-sulfate [90]. Another recent implementation,
named M3C [136], introduces entropy maximization
as a procedure equivalent to an MD simulation in
the infinite integration time limit. This approach has
proven to be a successful tool for obtaining fragmen-
tation breakdown curves of, e.g. adamantane dication
[6].
Finally, different methodologies aim to compute mass
spectra from first principles. Quantum chemical elec-
tron ionization mass spectrometry (QCEIMS) has been
developed by combining elements of statistical theory
(used for the assignment of a statistical charge to a
fragment) with BOMD and has been shown to cor-
rectly reproduce experimental mass spectra of organic
compounds [137]. Other approaches based in Chemical
Dynamics Simulations have been recently reviewed [91].
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9.2 Challenges and new directions

Delayed fragmentation Interaction of ionizing radia-
tion with complex molecules may lead to time delayed
processes due to their energy storing capabilities con-
nected with large number of nuclear degrees of free-
dom. Such systems can remain internally “hot” and
with that hinder the observation of fragmentation chan-
nels at threshold energies. Experimental observations
have indicated production of metastable species surviv-
ing on the microsecond timescale before the fragmen-
tation, e.g. in C5*—Cg collisions [133]. Hence, from a
theoretical perspective, there is a need of new, reliable
statistical methodologies that could explain such pro-
cesses on an appropriate timescale.

Large molecules The drawback of employing AIMD-
based approaches for elucidation of fragmentation pat-
terns is the need to run a large number of long calcula-
tions, which is unfeasible for larger systems. Depending
on the underlying quantum chemical method, molecular
dynamics simulations quickly become very expensive,
so efficient code parallelization of AIMD approaches is
crucial for the technical feasibility of such calculations.

Charge distribution Most of the previously discussed
methodologies employ DFT as the underlying quan-
tum chemical method. It is well known that this level
of theory can lead to unphysical fractional charges;
thus, DFT-calculated charge distributions must always
be approached with caution. When obtained frac-
tional charges are close to +0.5, dissociation on various
PESs with charge asymmetrically and alternatively dis-
tributed might occur. Moreover, fractional charges are
also expected within Ehrenfest-TDDFT as Ehrenfest
dynamics evolves the electronic and nuclear degrees of
freedom on an average potential. Explicitly considering
the transitions between various electronic states would
remove such discrepancies.

9.3 Concluding remarks

Studies of molecular fragmentation are essential to
various branches of science. MD-based approaches
described in the present review are able to explore ener-
getically available regions of phase space in an auto-
matic manner and thus identify fragmentation path-
ways that sometimes do not follow the “chemical intu-
ition.” On the other hand, statistical methodologies
proved to be powerful tools in extending the simula-
tion times close to the experimental timescale. Effi-
cient combination of these different techniques is neces-
sary to explore fragmentation at long times. Proceed-
ing beyond the state of the art will require accompa-
nying experimental data that could aid with testing
and benchmarking of the newly developed theoretical
procedures.
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10 Electron interactions with gas-phase
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10.1 Status: description of the state of the art

Electron scattering on atoms and/or neutral molecules
is one of the most essential classes of chemical reac-
tions and has been studied extensively in gas phase
over a long period of time. These processes are of high
importance for understanding and developing of many
naturally and technologically occurring processes [138].
Among them, the attachment of low-energy electrons
to molecules is an important process considering multi-
ple perspectives, including atmospheric, environmental,
(nano)technological (e.g., gaseous dielectrics, gas dis-
charge lasers, plasma etching industry, electronic indus-
try, nanofabrication, modification and functionalization
of the surfaces) applications. In addition to the afore-
mentioned, this process and its specificity are relevant
for radiation chemistry. Therefore, a detailed knowledge
of dissociative attachment is important for understand-
ing and modeling electron driven processes.

Over the past decades, a vast time was dedicated to
study interaction of low-energy electrons with
biomolecules. Such interaction is considered to play a
pivotal role in the description of radiation damage to
living cells on a molecular level. This stems from the
fact that high-energy radiation generates an exceed-
ing amount of secondary electrons having initial ener-
gies in the range of a few tens of eV. Within picosec-
onds, these secondary electrons are slowed down; how-
ever, prior being solvated they may still induce reac-
tions. Twenty years ago, it has been shown that sin-
gle and double strand breaks can be caused by low-
energy electron (LEE) impact to plasmid DNA [139].
As a result, strong activities emerged to understand
the fundamental damage mechanisms. Initially, mainly
small organic compounds, which represent the building
blocks of biomacromolecules, have been studied. These
included dissociative electron attachment (DEA) to the
building blocks of DNA, namely the nucleobases, the
phosphate and the sugar units. This stems from the fact
that they are relatively easy to evaporate to be stud-
ied directly in the gas phase or deposited as thin films
in the condensed phase [140]. In this way, interaction
cross sections and fragmentation patterns are acces-
sible. On this line of research activities, a peculiarity
has been demonstrated namely site and bond selectiv-
ity in the loss of a neutral hydrogen atom from nucle-
obases at sub-excitation energies, < 3 eV [141]. More
recently, DEA and electron transfer studies have been
extended to nucleosides showing a particular fragility
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of the glycosidic bond. Up to now, there is only one
experimental gas-phase study on the entire nucleotide,
2’-deoxycytidine 5'-monophosphate (dCMP) [142]. The
results indicated that in dCMP electron attachment can
induce bond breakage between the phosphate group and
the sugar not only by direct electron localization on the
phosphate unit but also indirectly by initial electron
localization on the nucleobase and subsequent transfer
of the excess electron to the sugar—phosphate backbone.
However, as was shown the majority of bond ruptures
within dCMP nucleotide results from direct electron
attachment to the sugar—phosphate backbone.

Recent advances in electron—molecule interactions
and the associated instrumentation have led to the
development of a softer method for bringing non-
volatile/fragile samples into the gas phase. As such,
LIAD (laser-induced acoustic desorption) is a promising
technique not yet fully explored in the field of electron-
induced damage to more complex molecules. The first
results obtained from ribose-5’-phosphate unit [143] did
demonstrate that it can be successfully used for the
fragile systems which otherwise could be easily ther-
mally destroyed. The challenges in studying complex
biomolecules can also be overcome using a DNA origami
technique [144]. This method is successfully applied to
study electron-induced decomposition of biotinylated
target sequences (oligonucleotides of specific sequence)
attached to the DNA origami platforms that are immo-
bilized on Si/SiOy substrates. After electron irradia-
tion, the remaining intact oligonucleotides are visu-
alized by atomic force microscopy with streptavidin,
which allows a quantitative analysis of the electron-
induced damage.

Given the growing application of radiotherapy
employed in anticancer treatment, there is still a need
to develop more effective methods of sensitizing can-
cer cells to radiation, thereby lowering the lethal dose
of ionizing radiation. Most of the therapeutics used
are derivatives of nucleosides substituted with elec-
troaffinic substituents and are relatively easy incorpo-
rated into the DNA structure. These so-called radiosen-
sitizers are promising chemical agents that modify radi-
ation response of tumor tissue by increasing DNA dam-
age and producing highly reactive species or by reduc-
tion of the targeted molecule (as the case of nimora-
zole [145]). These chemicals, as shown by recent stud-
ies, are prone to dissociative electron attachment that
is at least in part responsible for the final biological
effect. More recently, metal-based nanoparticles have
been suggested as effective radiosensitizers. The pos-
sible mode of action of these metallic nanoparticles
includes the radiation-induced release of an avalanche
of low-energy secondary electrons that are responsible
for further damage of DNA.

10.2 Challenges and new directions
Significant developments have been made during the

last decades in exploring electron-induced processes in
molecules as a function of phase and stage of aggre-
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gation. Such has been attained by combining high-
resolution beams with state-of-the art spectroscopic
(and spectrometric) tools capable of unraveling key fea-
tures relevant to assess the nature of transient molec-
ular states. In most of the environments noted before,
where electrons play relevant roles in the local chem-
istry, one key aspect is still related to neutral disso-
ciation (ND) which is central to electronically excited
precursors yielding neutral fragmentation, although the
products of ND appear to be more difficult to monitor
than charged products. Thus, detailed knowledge of the
nature of the electronically excited states by experimen-
tal and theoretical methods is also demanded to assess
the nature of the excited states from which estimates
of ND cross sections can be obtained.

The international scientific community has long ago
identified the need to increase the complexity of molec-
ular targets in the gas phase, where different exper-
imental techniques have been put forward to allow
more complex molecular structures to be probed (e.g.
electrospray—see Sect. 5, LIAD), not only at room tem-
peratures but in the case of clusters and complexes
(Sect. 11) at particular cold temperatures [146] (Sect.
12). The recent advances in the physical-chemistry of
gas-liquid interface (e.g. atmospheric chemistry) are
still in its early days as to the majority of different envi-
ronments where they prevail, but still posing an enor-
mous challenge from the experimental and theoretical
point of views to larger macromolecular systems.

The reaction microscope developed to obtain rele-
vant information on the vector momenta of several ions
and electrons resulting from atomic or molecular frag-
mentation is still a powerful electron momentum spec-
troscopy technique, which has been evolving into dif-
ferent fields with special attention to the investigation
of high-intensity short-pulse laser-induced fragmenta-
tion of atoms and molecules [8]. This technique cou-
pled with state-of-the-art methodologies involving tun-
able high-intensity short-pulse VUV, or even X-ray self-
amplifying (SASE) free-electron lasers (FELs, see Sect.
3), yields an important opportunity to explore and
monitor the time evolution of correlated atomic and
molecular electronic processes on attosecond timescales.

Finally, from the theoretical point of view, quantum
chemical tools capable of providing fast and complex
electron dynamics data on attosecond timescale pro-
cesses (e.g., HHG, FEL and photo-induced dynamics
of molecular systems, see Sects. 2, 3, 6) will demand
a considerable joint effort seeking for efficient and reli-
able supercomputer facilities, notwithstanding the con-
siderable challenge as to the breakdown in the Born—
Oppenheimer approximation.

10.3 Concluding remarks

Electron interactions with gas-phase atoms and/or
molecules are still necessary to provide important data
to assess the role of such target compounds under iso-
lated conditions where key spectroscopic features will
be hided or even quenched as a function of the envi-
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ronment. Here, we have decided to focus on the cur-
rent global political decisions regarding the long-term
strategies under the Paris 2019 agreement. These are
mainly related to the environmental impact and the
urgent need to keep finding replacement feedstock gases
for the semiconductor manufacturing industry, given
that the majority of the traditionally used, and most
efficient chemical compounds have been banned due to
their strong contribution to global warming and ozone
depletion. This is a result of an international effort that
we have embraced as part of a larger programs aimed at
understanding the underlying molecular mechanism of
targeted compounds, and the role of these trace gases
in the Earth’s chemical and physical environments,
and investigate alternative compounds for the develop-
ment of a so-called green technology. The experimen-
tal techniques in electron and photon interactions with
molecules allow a comprehensive and unique method-
ology to probe the role of such compounds in different
environments where they determine the local chemistry,
thus with considerable societal impacts. The current ris-
ing need for improved technologies capable of delivering
faster and larger amounts of data, as well as a growing
demand on efficient and reliable communications in the
different sectors of the global economy, demands a rapid
response from the micro- and nanotechnological indus-
tries exerting an enormous pressure on the processing
capabilities of such semiconductor plants.
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11 Interactions of low-energy electrons
with clusters

Jaroslav Kocisek and Juraj Fedor, J. Heyrovsky Insti-
tute of Physical Chemistry, Czech Republic

11.1 Status: description of the state of the art

In this section, low-energy electrons (LEE) are consid-
ered those having a kinetic energy below the ioniza-
tion threshold. Their collisions with molecules can lead
to the formation of transient anion states—resonances.
This can be followed by dissociative electron attach-
ment (DEA). DEA has several peculiarities, e.g., it
is the only fragmentation process operative at sub-
excitation energies, and the fragmentation pattern is
often strongly dependent on the electron energy (bond
selectivity). DEA often occurs in complex environments
where LEE is formed as secondary species after pas-
sage of high-energy radiation through matter. Examples
include radiation damage to living tissue, chemoradia-
tion therapy of cancer, focused electron beam-induced
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deposition (FEBID) and processes on atmospheric and
astrophysical ices. In all these cases, the interaction of
the target molecules with LEE will be influenced by the
surrounding environment.

Experimental studies of environmental effects on
DEA are complicated by the fact that the mean free
path of LEE in a dense bulk environment is short, on
the order of nm. Tracing the LEE before their solva-
tion in liquids therefore requires ultrafast spectroscopy
[147]. Another experimental approach, which is a sub-
ject of the present contribution, is to study interactions
of free electrons with clusters—nm sized models of bulk.
The correct modeling of the environmental conditions
is then reduced to preparation of neutral cluster target
of specific composition or thermodynamic state. Cur-
rent state-of-the-art techniques used to prepare neutral
clusters for LEE studies are outlined in Fig. 8.

The most important environmental effects on the
interaction of LEE which were identified so far include:

(i) Suppression of molecular fragmentation induced
by LEE [148,149]. Several mechanisms were proposed
for the stabilization of transient negative anions and
closing of dissociation channels by the environment.
These include caging of dissociation products, energy
transfer to the solvent or changing the molecular dipole
moment [150-153]. Recently, another mechanism was
proposed, based on a strong coupling of the inter- and
intra-molecular vibrational motion [154].

(ii) Molecules of the environment can allow for
additional reaction pathways. A well-explored exam-
ple is the mechanism of proton transfer after elec-
tron attachment, e.g., in the formic acid dimer [155].
This mechanism will be particularly important in com-
plex molecules with several electron-affinic moieties. For
example, in deoxycytidine monophosphate (dCMP),
the electron attachment primary occurs on the cytidine
base. In a water environment, the base is neutralized
by proton transfer from the neighboring molecules and
the electron is transferred to a sugar moiety [156]. As a
result, the dissociation of a glycosidic bond is the pri-
mary fragmentation channel in water [157], in contrast
to the dissociation of a sugar—phosphate bond in iso-
lated dCMP [142].

(iii) An important process 1is self-scavenging
(autoscavenging in heterogeneous clusters) caused by
inelastic scattering of an electron on one molecule,
which becomes electronically excited, and subsequent
DEA of the decelerated electron to another molecule
[158,159]. Energy transfer to the solvent (i) causes sta-
bilization of TNI up to high energies and enhance-
ment of parent ion signal. Contrary to that, self-
scavenging enhances dissociation at these energies. Sim-
ply, electronic excitation in one of the cluster molecules
can result in dissociation of another cluster molecule.
This means that with a rising number of different
molecules in the local environment, DEA can occur in
a wide interval of energies of the impinging electrons
in contrast to narrow resonances typical for isolated
molecules. The probability of LEE-induced dissocia-
tion in real environments may be therefore much higher
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Fig. 8 Various approaches to study interaction of free
LEE with clusters such as electron attachment spec-
troscopy (EAS), mass spectrometry (MS), photoelectron
spectroscopy (PES) or optical spectroscopy (OS) and meth-
ods to prepare molecular beams of neutral clusters: a clus-
ters of rare gas or selected molecule such as water pick up
sample molecules, which aggregate to form clusters; this
method is useful for studies of processes on surfaces and
interfaces. b He droplets reach sizes of micrometers; the size
allows for pickup of molecules with very low vapor pressures
and studies of interactions at liquid He temperature. ¢ Co-
expansion enables studies of heterogeneous clusters of many
components. d Use of humidified gas as one of the compo-
nents of the co-expansion enables studies of single hydrated
molecules. e Aerosol transport into vacuum enables studies
of fragile molecules that cannot be sublimed

than estimated from cross sections known for isolated
molecules.

11.2 Challenges and new directions

One advantage of clusters is that they are sufficiently
small to be described theoretically. For direct compar-
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ison with experiment, however, it is important to work
with well-defined and controlled target clusters. The
main drawbacks of the present state-of-the-art exper-
iments, as shown in Fig. 8, are that (i) all the tech-
niques work with size distributions of clusters, (ii) we
do not know the thermodynamic state of the clusters
and (iii) often we cannot distinguish the pre- and post-
interaction effects of the solvent.

Better defined clusters can be produced by improved
control of expansion conditions (e.g. Fig. 8d) [160]. It
may be also advantageous to use approaches toward
controlled chemical dynamics such as electrostatic
deflectors selecting the neutral cluster species accord-
ing to their effective-dipole-moment-to-mass ratio [161].
Another approach to better define the target state is the
technique of He droplets (Fig. 8b), where the clusters
cool down to 0.37 K. However, at the same time here
the He matrix prevents the direct interaction of LEE
with embedded clusters [146].

The techniques used so far to prepare target clus-
ters are based on expansion or pickup of the studied
molecules in the form of gas or vapor. This limits the
studies to thermally stable molecules, which can be
evaporated or sublimed. A possible approach to study
clusters of thermally sensitive molecules is by forming
an aerosol of studied molecules and solvent (Fig. 8d).
The aerosols can be transported into vacuum directly
[162] or after drying the solvent [163]. Another possi-
ble approach may be to select neutral species from an
electrospray ion source.

It is also challenging to detect neutral reaction by-
products. Theoretical modeling often predicts complex
rearrangement reactions in neutral dissociation prod-
ucts. While there have been initial attempts to char-
acterize neutrals in electron interactions with isolated
molecules in the gas phase [164], there are no such stud-
ies for clusters. The cross sections for interaction with
LEE are generally small, and therefore, even the use of
sensitive techniques of neutral detection such as laser-
induced fluorescence, resonance-enhanced multi-photon
ionization or single-photon ionization may be challeng-
ing.

Reaction of LEE in clusters may result in polymer-
ization or isomerization, which cannot be experimen-
tally proved in the current state-of-the-art experiments.
Polymerization reactions may be traced by conceptu-
ally simple techniques such as collision-induced disso-
ciation. Unambiguous identification of novel bonding
motifs or isomerization reactions will then require the
analysis of reaction products by advanced optical spec-
troscopy techniques.

As mentioned above, intermolecular charge transfer
may play an important role after LEE interaction in
complex environments, but their experimental studies
are scarce. Theoretically proposed processes such as
interatomic Coulombic electron capture have not been
experimentally observed at all [165]. Identification of
these processes will require a combination of cluster
molecular beams with advanced coincidence techniques

8.
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11.3 Concluding remarks

Electron collisions with free clusters represent a power-
ful tool for probing the environmental effects on reac-
tion dynamics. It is worth noting that in cluster physics,
the main focus has been historically on photo-induced
processes. The apparent importance of LEE-induced
reactions in natural and technological processes offers
new directions which may be interesting to explore in
the future.
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12 Helium nanodroplets: a versatile
medium for producing cold ions

Simon Albertini and Michael Gatchell, Institute for Ton
Physics and Applied Physics, University of Innsbruck,
Austria

12.1 Status: description of the state of the art

Droplets of helium (“He specifically will be discussed
here) have been used for decades to produce and study
cold atoms, molecules and clusters—both as neutrals
and ions [146,166]. Ranging in sizes from thousands
to billions of atoms or more, He droplets are able to
capture essentially any gas-phase atom or molecules
they interact with. Due to the superfluid nature of
the droplets, they possess an exceptionally high ther-
mal conductivity and cooling power that allows cap-
tured dopants to rapidly cool to the 0.37K equilib-
rium temperature of the droplets. This allows a wide
range of clusters consisting of one or more species to be
grown within the cold liquid that can be extracted to
the gas phase for further studies [146,166]. In addition
to producing cold clusters for experiments using mass
spectrometry, the weak interactions between He atoms
and the solvated species make helium nanodroplets an
ideal matrix for spectroscopic studies of cold, complex
molecules and ions [146,166,167].

The intrinsic properties of pristine helium clusters
and droplets have been the focus of numerous studies
over the years. These have revealed remarkable struc-
tures such as Atkins snowballs [146,168] and quan-
tum vortices [146,169]. The term Atkins snowballs
describes a class of cationic helium clusters for which
electrostriction effects cause the surrounding atoms to
bind strongly to the ionic core. The resulting clusters
are essentially in a solid state, commonly referred to
as snowballs, and have a density that surpasses that of
solid He [168]. Similar snowballs have later been found
when other ionic species are solvated in He and can
often be identified from magic numbers (correspond-
ing to solvation shells) in mass spectra [146,170,171].
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Fig. 9 Mass-per-charge selected cationic helium droplets
(3.8% 10° He atoms per charge) have been impacted a second
time with energetic electrons and measured using an electro-
static analyzer. Low-energy electrons (red) reduce the net
charge of the precursor droplets, increasing their mass-per-
charge ratio, and high energy electrons (blue) increase the
net charge, decreasing the mass-per-charge ratios. Adapted
from Laimer et al. [172]

Quantum vortices carry quantized angular momentum
in quantum fluids, e.g. superfluid He, and were first
identified in large (> 300 nm diameter) helium droplets
doped with Ag atoms where the vortices facilitated the
growth of nanowires [169].

A recent development in our understanding of He-
nanodroplets and their potential applications was the
discovery of stable, highly charged droplets [172]. The
cohesive forces in liquid helium are extremely weak,
only 0.6 meV per atom [146], and there was some uncer-
tainty regarding the stability of multiple charge centers
in a single droplet. Strongly ionizing helium droplets,
e.g. with high currents of energetic electrons, will gener-
ally reduce the average mass-per-charge ratio of a pop-
ulation. Possible explanations were either fragmenta-
tion of droplets after accumulation of charges, e.g. by
Coulomb explosions, or a charge buildup in the droplet.

Figure 9 shows results from measurements of cationic
droplets with a selected size of 3.8 million He atoms per
charge (produced by electron impact ionization on neu-
tral droplets) that were impacted a second time with
electrons at two different energies [172]. At 80eV (in
blue), above the 24.6 eV ionization energy of He, the
net charges of the droplets are increased leading to
a series of narrow peaks with mass-per-charge ratios
lower than that of the size-selected precursors. The
positions of the product peaks are exclusively at ratio-
nal fractions of the precursors that are determined by
the ratios between the precursor and product charge
states. The evidence that these products are the result
of charge buildup and not fragmentation comes from
the red curve in Fig. 9. With electron energies below
the ionization energy of He, here 22eV, the net charge
of the droplets is decreased, increasing their mass-per-
charge ratios. Again, the positions of the product peaks
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are at rational fractions of that of the precursors. Since
the droplets cannot gain mass after they are formed,
these peaks must arise from multiply charged droplets
that are partially neutralized [172]. In this study, net
charge states of up 55+ were directly identified and
their critical sizes were determined, with higher charge
states being inferred indirectly.

12.2 Challenges and new directions

Even with the recent advances in our understanding of
the characteristics of He droplets, our main motivation
is still driven by their use in ion- and cluster physics.
Helium nanodroplets are a versatile medium for produc-
ing cold ions and complexes of practically any atomic or
molecular species. In light of this, we have begun devel-
oping a new generation of devices that utilize highly
charged droplets of liquid He [173]. What sets this new
type of setup apart from previous ones is that dopants
are deposited into charged droplets instead of neutral
ones. Dopants captured by neutral droplets tend to coa-
lesce into a single cluster near the center of droplets,
which are then ejected into the gas phase upon ioniza-
tion of the droplets [146,166]. In contrast, pickup into
multiply charged droplets leads to multicenter growth
of clusters where each charge center acts as an individ-
ual nucleation site. The simultaneous growth of many
clusters in a single droplet leads to a higher number of
smaller clusters with a narrower size distribution com-
pared to clusters grown in neutral droplets [173].

One area of broad interest where these techniques
are expected to play an important role is in spec-
troscopic studies of complex ions. For many complex
molecular species, direct measurements of gas-phase
spectra under optimal conditions, e.g. at low tempera-
tures, present severe technical difficulties. A widely used
alternative has long been matrix isolation spectroscopy,
but even with cold rare gas matrices the spectra are
often perturbed in a way that makes direct comparisons
with, e.g., accurate astronomical data difficult. Another
approach is messenger spectroscopy where the loss of
loosely bound atomic or molecular tags from an ion
complex is measured as a function of wavelength with
a mass spectrometer [174]. If the tagged ion absorbs
light, the excitation energy will cause the complex to
fragment and the measured ion yield spectrum will thus
be an approximation of its absorption spectrum.

In messenger spectroscopy, the chemical shift in the
band positions induced by the messenger species can
be minimized by using tags with as weak interactions
as possible [175]. For this, He is ideal. However, the
low binding energy of He to other species means that
temperatures on the order of a few kelvin are required
to form He-tagged ions. This has been achieved in, e.g.,
cryogenic ion traps, and the method was particularly
well demonstrated when the Cf, ion became the first
identified carrier of diffuse interstellar bands [167,176].

Helium-tagged ions are readily produced from doped
He droplets, and this method was successfully used
to confirm the spectrum of Cf, [167,177]. With He
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droplets, it is possible to form ions solvated in essen-
tially any number of He atoms, which allows the action
spectrum of ions to be studied as a function of the
degree of solvation (see Fig. 10) more efficiently than
in traps. A benefit of this is that the gas-phase spec-
trum can be more accurately estimated from the action
spectra and it also provides information on the struc-
tures of solvation layers, which in turn can be used to
gain information of the structures of the ions them-
selves [178]. Here, a close cooperation between experi-
mentalists and theorists is important for the interpre-
tation of results and to identify details on the solvation
structures. The theoretical studies of ions solvated in
He present a number of technical challenges due to the
low binding energies involved as well as the low mass
of the He atoms. Because of this, quantum descriptions
of nuclear motion are generally required to properly
sample the dynamics of He solvation layers [170,179].
The advancement of experimental methods using highly
charged droplets has started to show improvements rel-
evant to these types of studies as well, in particular
with regard to controlling the number of tagged species
formed and in forming more challenging complexes such
as tagged anions.

12.3 Concluding remarks

Helium droplets have proven to be a very powerful tool
for producing cold ions and clusters. The development
of new techniques using charged droplets is enabling a
new generation experiments, the first of which having
recently been commissioned. Other applications being
investigated are the use of charged He droplets in pro-
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ducing well-defined beams of nanoparticles for technical
applications such as surface deposition.
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13 Electrostatic ion-beam storage rings

Henrik Cederquist and Henning T. Schmidt, Depart-
ment of Physics, Stockholm University, Sweden

13.1 Status: description of the state of the art

Worldwide, about ten electrostatic ion-beam storage
rings are in operation [180]. At DESIREE, the Double
ElectroStatic Ton Ring ExpEriment, at Stockholm uni-
versity, it is possible to store two keV ion beams—one
with negatively and one with positively charged ions—
on 8.7m circumference trajectories. These two beams
may be merged for studies of charge-, mass- and energy-
transfer processes down to sub-eV collision energies
[181,182]. The CSR, the Cryogenic Storage Ring, at the
Max Planck Institute in Heidelberg is larger, has a cir-
cumference of 35 m, and is equipped with a free-electron
target, a neutral-beam target and in the future it will be
equipped with a gas-jet target for kinematically com-
plete studies of ion—neutral reactions at keV-MeV ener-
gies [183]. By using the merged-beams technique, reac-
tions between the stored ions and free electrons or neu-
tral species can be studied down to micro- and millielec-
tronvolts in CSR. RICE, RIken Cryogenic Electrostatic
Ring, at the RIKEN laboratory in Japan [184], has, like
the CSR, a beam target for merging the stored ion beam
with neutral atoms or molecules. RICE is smaller with
a circumference of 2.9m. DESIREE, CSR and RICE
are operated at cryogenic temperatures between about
5K (RICE) and 13K (DESIREE). Thus, most stored
ions relax spontaneously toward thermal equilibrium
at these low temperatures such that rotational, vibra-
tional, and electronic excitations are strongly limited
after some time. Ideally, and in practice for favorable
cases, molecular-ion beams with all their molecules in a
single rovibrational quantum state may thus be formed.
The cryogenic cooling of DESIREE, CSR and RICE
also leads to very low residual gas densities (102-10%
Hy molecules per cm?®) and thus possibilities for very
long ion-beam storage lifetimes. The very low temper-
atures and pressures are similar to those in interstellar
space and action spectroscopy on internally cold ions is
a common highly attractive option at these three stor-
age rings. Furthermore, measurements of reaction rates
at low temperatures can be directly related to astro-
nomical observations of cold interstellar regions.

The era of electrostatic ion-beam storage rings began
with the construction and commissioning of ELISA at
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Aarhus University in the 1990s [185]. The develop-
ment of electrostatic—rather than magnetic—devices
was to a large extent motivated by the possibility to
store beams of different types of heavy ions. This is a
common advantage of all purely electrostatic ion-beam
storage rings, and also of the conceptually related ion-
beam traps [186,187] (see Sect. 15). For all the electro-
static storage devices, the settings on beam deflectors
and lenses for ion-beam storage only depend on the
kinetic energy per charge of the ions and not on the
mass. ELISA paved the way for other electrostatic ion-
beam storage devices through a range of highly suc-
cessful studies of properties of isolated biomolecules,
biomolecules in solution, clusters, and other molecules
and in particular fullerenes such as Cgo. In these stud-
ies, the action spectroscopy method, in which the
photo-absorption spectrum is recorded by measuring
the probability for photo-induced fragmentation or elec-
tron detachment as a function of the wavelength of
the photon, was often used [188] (see Sect. 14). ELISA
has a circumference of 7.1 m and is normally operated
at room temperature, as is the smaller electrostatic
ion-beam ring, SAPHIRA, which was commissioned at
Aarhus University in 2015 [189]. SAPHIRA is used for
photo-fragmentation studies by the action spectroscopy
method and it has a square-shaped structure with a
side length of 1.0 m. The World’s second and third elec-
trostatic ion-beam storage rings were, however, built
much earlier in Japan at KEK, Tsukuba [190] and at
the Tokyo Metropolitan University, TMU [191].

The TMU ring is similar to ELISA and mainly used
for photo-fragmentation and photo-detachment stud-
ies. A prominent example is the direct observation of
recurrent fluorescence [192], which is a very fast molec-
ular relaxation process driven by couplings between
vibrationally hot ions in the electronic ground state
and electronically excited states with less vibrational
excitations. This type of process has also been studied
at Mini-ring, a 75cm circumference ion-beam storage
ring, at Université Lyon 1 in Lyon [193]. The Mini-ring
has conical electrostatic ion-beam mirrors inspired by
the ion-beam trap, CONEtrap in Stockholm [187], and
its small size makes it easy to handle and operate at
a reasonably low cost. At TMU in Tokyo, the p-ring
with an 88 cm circumference was recently commissioned
and its usefulness for measurements of absolute charge
exchange cross sections was demonstrated [194]. The
smaller rings, Mini- and p-ring, are well suited for stud-
ies of decay processes on s and ms timescales whereas
the larger rings are used for measurements of slower or
much slower decay processes up to minutes or hours.

13.2 Challenges and new directions

Common challenges for the electrostatic ion-beam stor-
age rings are the preparation and loading of posi-
tively and negatively charged ions for in-ring exper-
iments. Here, the ongoing development aims for a
broad selection of atomic, molecular, cluster, fullerene,
and biomolecular ion-beams, as well as for meth-
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ods to handle micro-solvated ions and ions in He-
nanodroplets. A range of plasma-, sputter-, electron-
cyclotron-resonance- (ECR), cluster-, electrospray- and
nanodroplet sources are needed to fulfill these goals.
In addition, ion-mass selection devices with sufficient
resolution to separate ions, in particular heavy ions,
of nearby masses should be combined with accumula-
tion and pre-cooling traps in order to form ion bunches
of sufficient intensities and suitable duration for cyclic
injection in the storage rings. The latter is to be able
to inject sufficiently intense ion bunches—ideally with
all ions having the same mass, charge, internal energy,
and conformation—and to store them long enough for
further manipulation (e.g. with lasers) for experiments.
The preparation of beams of small molecular ions with
nearly all of them in a single ro-vibrational quantum
state has been demonstrated for OH™ at both CSR
and DESIREE [195,196]. Diatomic molecules, such as
OH™, have only one possible conformation, while larger
molecules may have many different forms. Ways to
select specific molecular isomers for injection and in-
ring storage have to be developed.

For the three cryogenic ion-beam storage rings [181—
184], the key aim is to be able to prepare ions—
in particular molecular ions—in a single well-defined
quantum state. Having ions in well-defined states is
a clear advantage as this strongly limits the num-
ber of calculations needed for comparisons with results
of newly developed quantum-state-specific models. A
very broad distribution of initial states in the experi-
ment could conceal distinct state-sensitive phenomena
through the need to average over many initial quan-
tum states when evaluating the model. The importance
of experiments on internally cold ions was recently
demonstrated through measurements of dissociative-
recombination rates as functions of the rotational state
in HeH" + e~ reactions (all HeH" ions in the vibra-
tional ground state v=0) at CSR [197]. It was then
found that the rate is a strong function of the rota-
tional excitation, which is in stark contrast to what
has been assumed in earlier astrophysical models. At
DESIREE, the branching fraction for the population of
the Li (3s) state—important for gauging the Li abun-
dance in stars—was measured in Li*™ 4+ D™ mutual neu-
tralization reactions [198] at meV energies. In the next
step, reactions between small internally cold molecu-
lar anions and atomic cations present in the interstel-
lar medium will be performed with improved methods
to control the overlap between the merged beams in
DESIREE. Additional trends in the field are studies
of stabilities of astrophysical reaction products. It is
of particular interest to study knockout fragments of
polycyclic aromatic hydrocarbon (PAH) molecules and
fullerenes, as these fragments of interstellar molecules
are highly reactive. Likewise, stabilities of molecular
fusion products, in particular fusions between fullerenes
or between PAH molecules, will also be studied for
comparisons with astronomical observations using the
action spectroscopy method.

Further challenges include studies of inherent prop-
erties of multiply charged anions, where stability issues

@ Springer

Eur. Phys. J. D (2021)75:152

are of large interest for, for example, CZ; . Inherent sta-
bilities of metal clusters and reactions with biomolec-
ular ions in vacuum will also be important fields of
study. Recent experiments unexpectedly revealed that
slow electron emission, rather than fragmentation, dom-
inates the decay of Ag; clusters of certain internal
excitations [199]. Molecules and atoms in charged nan-
odroplets of helium will be used for highly sensitive
action spectroscopy measurements using the so-called
tagging technique.

13.3 Concluding remarks

A key feature of electrostatic ion-beam storage rings
and traps is that ions of any mass can be conveniently
stored. Further key features of cryogenic, electrostatic
ion-beam rings are the possibilities to produce beams
of (light or heavy) ions in narrow ranges of, or in sin-
gle, quantum states. There are three cryogenic storage
rings in operation where it is possible to merge stored
ion beams with (i) stored beams of ions in the opposite
charge state (DESIREE); (ii) free electrons (CSR); (iii)
beams of neutral atoms or molecules (RICE and CSR);
and (iv) laser beams (RICE, CSR and DESIREE).
Major challenges involve beam preparation with iso-
mer selection and in-ring separations of molecular and
cluster reaction products with high mass resolution.
Acknowledgements We want to thank all colleagues
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14 Studies of photo-induced dynamics in
bio-chromophores using electrostatic
ion-storage rings

Elisabeth Gruber and Lars H. Andersen, Department of
Physics and Astronomy, Aarhus University, Denmark

14.1 Status: description of the state of the art

Many important processes in nature and in man-made
devices are light-driven and proceed with remarkably
high efficiency upon molecular photo-excitation. In con-
ventional spectroscopy, the absorption of light in a
sample of molecules is normally determined from the
intensity of incident and transmitted light according
to the Lambert—Beer law. To study the photo-physics
of (bio)molecules under vacuum conditions, free from
perturbation by nearby molecules, or in a well-defined
and controllable environment with known perturba-
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tions, gas-phase action spectroscopy has been estab-
lished as the first-choice method (see also Sects. 18,
19). Here, a detectable “action” induced by photo-
absorption, i.e. dissociation, electron detachment or flu-
orescence, is used to register absorption events with
high efficiency, hence determining absorption spectra,
and provide benchmark data for quantum-chemical cal-
culations.

In the last decades, several devices have been devel-
oped for action spectroscopy, including electrostatic
ion-storage devices, accelerator mass spectrometers,
reflectron time-of-flight mass spectrometers, ion traps
and photoelectron spectrometers. Here, we focus on
electrostatic ion storage rings [200]. The first electro-
static storage-ring ELISA was developed at Aarhus
University in 1997 [185] and was initially used for life-
time studies, including research on thermalization of
hot metal-cluster ions [201]. Later, other electrostatic
rings were constructed to study processes induced by
interactions with photons, ions or electrons [180]. The
general advantage of these electrostatic storage devices
is that they allow some relaxation of vibrationally
excited states, which is particularly relevant when a
hot ion source is used, as well as an efficient detection
of reaction products. Moreover, they are, in principle,
free from mass restrictions and therefore ideal tools for
studies on dilute targets of heavy molecular systems.

By combining an electrospray-ionization source with
an ion trap prior to ion injection into the ELISA stor-
age ring, the electronic absorption spectra of closed-
shell biomolecular ions were measured in ground-
breaking experiments [188,202]. The yield of neutral
products following either photo-detachment or photo-
fragmentation was taken to represent the gas-phase
absorption spectrum.

Studies on molecular chromophores, the photo-active
part of photo-active proteins, have attracted immense
attention not only because of their crucial role for the
functioning of living organisms and applications, but
also because they are excellent systems for studying ele-
mentary processes, such as photo-isomerization, light-
driven energy transfer and charge separation. These
processes proceed typically on a femto-to-picosecond
timescale, and hence ultrafast, optical techniques are
required to follow such reactions together with detec-
tion schemes to reveal the status of the molecular sys-
tem in real time.

14.2 Challenges and new directions

The development of laser pulses with short time dura-
tion has opened a new era of molecular research,
primarily for probing the nuclear dynamics in the
molecules. Zewail was awarded the Nobel prize for his
contributions in this field [7]. This type of work has later
been followed in many other groups, primarily working
with negative ions, where photoelectrons conveniently
may be detected [203-207].

The combination of ultrafast pump—probe schemes
with an electrostatic ion-storage ring technique gives
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Fig. 11 The SAPHIRA ion-storage ring, equipped with an
ESI source and an ion trap that optionally may be cooled
with liquid nitrogen. In the ring, stored ions may be stud-
ied by time-resolved action spectroscopy upon excitation by
tunable fs laser pulses. Figure adapted from [210]

a new approach to resolve ultrafast photo-initiated
dynamics of molecular ions in vacuum (see also contri-
butions on other gas-phase techniques in Sects. 2 and
3). It was recently successfully engineered and imple-
mented at the electrostatic ion-storage ring SAPHIRA
at Aarhus University, for details see Ref. [189].

At SAPHIRA (Fig. 11), a tunable femtosecond laser
system is used for fs-pump—probe spectroscopy on
stored molecular ions. The method combines the pump—
probe time delay with the action-response time regis-
tered in the ring, and is hence based on time in two
dimensions. In short, we register when a given molec-
ular system is capable of absorbing a (second) probe
photon upon initial pump excitation, by registering the
fast/prompt action in the ring, associated with the
extra energy gain provided by the absorption of two
photons (instead of one). The prompt molecular photo-
response is typically on the sub pws—ms timescale and
hence detected by a detector located immediately after
the interaction region. The method is highly advanta-
geous for mapping out the excited-state decay as well
as the ground-state recovery, and is applicable for neg-
ative as well as positive ions. First results with this new
technique have demonstrated the superiority of using fs-
laser pulses [208] and the applicability to study dynam-
ical processes of bio-chromophores [209,210].

Measurements have been performed with molecules
at room temperature or pre-cooled to 100 K in the
present ion trap. A significant temperature dependence
on the excited state lifetime reveals the role of energy
barriers in the electronically excited states [209,210]. It
was shown that the isolated deprotonated GFP chro-
mophore is trapped for 1.2 ns in the first excited state
when cooled to 100 K, establishing conditions for fluo-
rescence in the gas phase (see Fig. 12). Direct detection
of fluorescence from the gas-phase chromophore is, how-
ever, still lacking. Our next step is to pre-cool the ions in
a cryogenic multi-pole trap (liquid helium temperature)
before injection into the storage ring to further investi-
gate rate-limiting excited-state energy barriers and for
improved spectroscopy (less in-homogeneous broaden-
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ing). Other cooling schemes are discussed in Sects. 11
and 12.

Another approach to obtain cold molecular ions is
to use cryogenically cooled storage rings. Recently, the
facility at DESIREE at Stockholm University [182], at
CSR at the Max-Planck Institute for Nuclear Physics in
Heidelberg [183], and at RICE at RIKEN, Japan [184]
have become operational (see also Sects. 13, 15). Here,
the whole ring is cooled down to 10 K, which, in addi-
tion to cold ions, ensures very high vacuum conditions
and long storage lifetimes (up to an hour) which also
provides rotational cooling. Another exciting method
is to embed chromophores into superfluid helium nan-
odroplets [211,212]. With an equilibrium temperature
of ~0.4 K, superfluid helium droplets can serve as gentle
matrices to provide an isothermal environment at cryo-
genic temperature. The low temperature reduces the
number of populated quantum states and freezes out
structural fluctuations. Further, liquid helium is opti-
cal transparent from the deep UV to the far IR.

Another challenge is to move from single isolated
molecules to larger molecular complexes to study the
electronic coupling between multiple chromophores,
energy and charge transfer processes and the role of
interactions with a host medium. Such experimental
data provide benchmark values for quantum calcula-
tions, making theoretical progress possible and hope-
fully reliable for large-scale applications.

14.3 Concluding remarks

Action spectroscopy is a very powerful method to
explore spectroscopy and dynamics of gas-phase

7
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Probing recovery of ground state population S,
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Fig. 12 Excited-state decay (upper figure) and ground-
state recovery (lower figure) of GFP chromophore anions,
pumped at 480 nm, and probed at 800 nm (for the excited
state lifetime) or 480 nm (for the ground state recovery).
The data were recorded at 300 K (room temperature) and
at 100 K by pre-cooling them in an ion trap. The cooled
ions show a much longer decay due to trapping behind a

potential energy barrier in the first excited state. Data are
taken from [209]
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molecules. We have demonstrated how pump—probe
schemes may be combined with detection of time-
resolved action in ion-storage rings to reveal internal
dynamics of molecules. We have also shown that tem-
perature matters for the dynamics, and we foresee that
with new cooling schemes, exciting new photo-physics
will be revealed at the many ion-storage rings.

15 Electrostatic ion-beam traps

Oded Heber, Department of Particle Physics and Astro-
physics, Weizmann Institute of Science, Israel

Yoni Toker, Department of Physics and Institute for
Nanotechnology and Advanced Materials, Bar-Ilan Uni-
versity, Israel

15.1 Status: description of the state of the art

Electrostatic ion-beam traps (EIBTs) have been used
for studying the gas-phase internal dynamics of
molecules for many years [200]. Many EIBTs exist
worldwide for various usages including, for example,
high-resolution charge detection mass spectroscopy of
large molecules [213] and isotope separation [214].
EIBTs have an advantage as a tool for studying gas-
phase internal dynamics of molecules due to their com-
pact size which can fit into a university-size laboratory.
EIBTs are efficient tools for studying photon absorption
bands and photon emission of isolated ions as well as
controlling the molecular environmental temperature.
Also, as will be described below, they are efficient tools
for studying collisions including intra-beam collision,
collisions with electrons, gas targets and other beams.
The dynamics of molecules is strongly dependent on
the internal energy distribution (IED) of the molecules.
Therefore, control over the ions’ IED is important. Gen-
erally there are two ways to control the IED: (1) Condi-
tioning of the molecules before injection into the EIBT,
e.g., by buffer-gas cooling; (2) Manipulation of the ions’
IED inside the trap. For the former option care must
be taken that following conditioning and prior to injec-
tion the ions’ IED does not change, for example, due
to collisional heating during acceleration. For the latter
case, one process which occurs spontaneously is radia-
tive cooling which eventually results in the equilibration
of the ions with the EIBT’s temperature. For this goal
it is desirable to have the ability to control the EIBT’s
temperature and to be able to cool it down to cryogenic
temperatures. Indeed, recent years have seen the advent
of cryogenic electrostatic storage rings and EIBTs, with
EIBTSs being simpler to cool due to their compact size.
It is also desirable to be able to cool the kinetic
degrees of freedom of the trapped ions. One promising
avenue for achieving cooling is through autoresonance,
where ions within the EIBT are accelerated by chirping
a small oscillation frequency, which causes an enhance-
ment of the coldest population by ion—ion interactions.
Recently, the ability to cool the kinetic degrees of free-
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0-100ms

Fig. 13 Photoelectron image of trapped OH™. The inner
circle (red—orange) is from Q transitions, while the outer
disk (blue) is from P transitions. The left image is produced
by electrons from molecules trapped for 0-100 ms, and the
right is for 300-500 ms trapping time

dom using autoresonance was demonstrated [215]. It
remains to be seen whether the external kinetic tem-
perature and IED are coupled, and if autoresonance
can also be used to cool the IED.

15.2 Challenges and new directions

One of the challenges in studying the internal dynamics
of molecules is to characterize all the different reaction
products following an excitation or collision and do so
as a function of the ions internal energy distribution
and as a function of time. The EIBT can potentially
meet this challenge with a full reaction microscope:
with simultaneous detection of photons, electrons, neu-
tral and charged fragments. Detection of each of these
products has been implemented separately in EIBTs.
However, the full combination of all of them simul-
taneously is still a challenge. For example, in a few
groups a velocity map imaging (VMI) electron spec-
trometer has been combined with an EIBT, such that
upon photo-excitation one can detect the emitted elec-
trons and deduce their kinetic energy, and simultane-
ously also measure the neutral products [216]. Figure 13
shows a VMI image of electrons from OH™, measured
in coincidence with the neutral OH after laser interac-
tion for two different trapping time regimes [217]. The
image clearly shows the rotational cooling of OH™.
Following excitation by a short laser pulse or by col-
lisions, ions often dissociate (by emitting an electron
or fragmenting) on very long timescales ranging up to
milliseconds. This fascinating phenomena has been the
subject of a great deal of research in its own right, and is
important to account for in deducing the correct shape
of an absorption band due to kinetic shifts. Statisti-
cal dissociation has been used as a tool for studying
statistical properties of ions, for example, for radiative
cooling measurements [218], for calorimetry [219]. In a
recent work, it was shown that one can describe simul-
taneously the isomerization, the delayed electron emis-
sion and internal cooling for Cj, molecules [220]. Even
though statistical dissociation has been known for over
30 years, the proper methodology for modeling it is still
an ongoing research topic and currently depends on the
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simultaneous deduction of many molecular parameters
such as the ions activation energy, IED, polarizability,
etc. We expect that the study of statistical dissocia-
tion of ions photoexcited from their vibrational ground
state will provide a stringent test of theory and a sig-
nificant step forward. Moreover, we expect this goal to
be achieved in the near future thanks to cryogenically
cooled electrostatic storage devices.

As EIBTS, are purely electrostatic devices, they can
trap any molecular ion (positive, negative and multi-
ply charged) using the same electrode settings, as long
as the kinetic energy to charge ratio is the same. This
allows to trap many different molecules simultaneously,
and to study the interactions between them. For study-
ing collision dynamics, it is essential to control the rel-
ative velocities of the different ions. Recently, an EIBT
called hybrid EIBT (HEIBT) was designed with this
goal in mind [221]. The device, shown in Fig. 14, is com-
posed of two EIBTs: The inner EIBT traps ions with
lower kinetic energy and the outer for higher kinetic
energy ions. The relative energy can be tuned to match
the velocities. Moreover the HEIBT can trap simulta-
neously two different species with the same charge or
with opposite charges. It is expected that such a device
will be a new compact tool for time dependent studies
of molecular ion reactions at very low collision energies.

One complication that arises in studying molecules
composed of more than three atoms is that they may
have different stable conformations, different isomers,
which may possess very different dynamical properties.
For example, studies of the retinal protonated Schiff
base (RPSB), have shown that even when sprayed from
an all-trans solution the isomer distribution in the gas-
phase consists of many isomers, which have different
photon-absorption bands [222]. Notably, different iso-
mers have the same charge over mass ratio and can-
not be separated with conventional mass spectrometric
techniques. It is therefore highly desirable to have an
isomer selection stage prior to injection into the EIBT.
The most promising approach for achieving this goal is
through ion mobility spectroscopy (IMS). IMS enables
separation of isomers according to the differences in
their collisional cross section with a buffer gas. Conven-
tional drift tube IMS relies on long drift tubes. However,
novel developments such as trapped ion mobility spec-
troscopy (TIMS) and structures for lossless ion manip-
ulation (SLIM) offer compact methods for achieving
high-resolution IMS separation which potentially can
be mounted on ion source platforms and combined with
EIBTs. We expect in the coming years that the combi-
nation of EIBTs with IMS will permit isomer dependent
studies of the dynamics in molecular systems.

15.3 Concluding remarks

EIBTs are a versatile tool for studying time depen-
dent dynamics of molecules in the gas phase. New tech-
niques such as cryogenically cooled EIBTs, combination
of EIBTs with VMI photoelectron spectrometers, use
of sophisticated ion sources which include IMS separa-
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Fig. 14 A drawing of the HEIBT located at the Hebrew
University of Jerusalem, Israel. The four mirrors are in
green, and each mirror can be slid longitudinally to permit
different geometries

tion, sophisticated cooling techniques such as autoreso-
nance cooling and the hybrid trap for ion—ion collisions
promise to open new exciting new prospects and possi-
bilities.

Acknowledgements We would like to thank Michael
Rappaport for his help in writing this paper.

16 Cooling dynamics of molecules and
clusters

Klavs Hansen, Center for Joint Quantum Studies,
Tianjin University, Tianjin, P.R.China

16.1 Status: description of the state of the art

Molecules and clusters containing sufficient random-
ized (thermal) excitation energy can potentially decay
through a number of channels. These can often be mod-
eled in terms of an activation energy and a frequency
factor which multiplies what can be imagined as an
effective Boltzmann factor.

The most frequently encountered decays are the frag-
mentation processes that are known as unimolecu-
lar reactions. These include loss of a single atom or
larger moieties. The most commonly used description
is RRKM, which was suggested as a model for traver-
sal of a saddle point in the potential energy curve in
a one dimensional trajectory. This has been elaborated
with the addition of angular momentum to the channel
in the so-called phase space theory [223].

A third theory is based on detailed balance, origi-
nally derived to describe thermal decay in nuclei. It
is particularly useful for clusters as these very rarely
have any saddle point but absorb and emits monomers
without any reverse process activation barrier. Saddle
point transition states seem also to be much less fre-
quent occurrences for molecules than a naive considera-
tion of dynamics on Born-Oppenheimer surfaces would
suggest, as judged by measured kinetic energy release
distributions.
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The kinetic energy resolved detailed balance rate con-
stant for evaporation of a single atom is [224]

am

E—E,—
27,3 U(E)Epp( 2
v

pr(E)

k(E,e) = (1)

(ignoring angular momentum quantization and con-
straints imposed by its conservation). g is the atomic
electronic degeneracy, m the reduced mass of the chan-
nel, o the inverse reaction capture cross section, ¢ the
kinetic energy release, the p’s the level densities of the
species indicated by the subscripts (p for product, r for
reactant), and F, the evaporative activation energy.

Another potential channel is thermal electron emis-
sion, the molecular analogue of macroscopic thermionic
emission. In neutral systems it tends to be present in
clusters of highly refractory elements, because the acti-
vation energy for this channel is the ionization energy
versus the competing unimolecular dissociation energy,
and only for refractory elements will the difference in
these two values be in favor of electron emission. The
rate constant for this process is also derived by appli-
cation of detailed balance, and Eq. (1) only needs to
be modified for the mass, the level densities and the
degeneracy g [225]. As the process depends on ther-
mally excited electronic degrees of freedom, it may for
consistency be relevant to include these degrees of free-
dom into the level densities.

The third channel, thermal radiation, can also be
derived with detailed balance. It differs from the two
other channels both by having a lower activation energy,
which is simply the emitted photon energy, and by a
much smaller frequency factor. The latter is related
to the much smaller density of states of the emitted
photons compared to that of free atoms or electrons.
Combined, these two facts make the channel the dom-
inant one at low energies, and it is therefore of spe-
cial interest for experiments on long timescales, in par-
ticular but not restricted to storage-ring experiments
[182,183,185,192,226]. In addition, the quantum nature
of the photon modifies its emission rate constant with
the contribution from stimulated emission. The result-
ing photon emission rate constant is [225]

P(E(E’)W)

P

2 U(V)l — B2y (2)
p(E—hv)

kE(E,v)dv =

Figure 15 illustrates the typical behavior of the observ-
able emission rate constants for C; .

This equation describes both the radiation from
vibrational transitions and the radiation that originates
in thermally excited electronic states, a phenomenon
that has received some attention recently. The high
oscillator strength of electronic transitions can more
than compensate for the relatively low population of
these states, and the time constants of these processes,
for historical reasons called recurrent fluorescence, can
have time constants on the order of s, versus the typ-
ically ms values for vibrational transitions. The energy
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of the excited state plays the role of activation energy
for the process, and the emission rate constants can
therefore vary dramatically between molecules of simi-
lar kind but with an even very small difference in chem-
ical composition.

Decays of molecular beams come with a special fea-
ture when internal energy distributions have a width
that exceeds the relatively small value 6 F determined
by

T 3)
E ~ In(wt)

where w is the frequency factor of the dominant decay,
t is the time after production of the beam in the source,
and F is the energy of the decaying molecules. The right
hand side is around 0.05 for the microsecond timescales
of single pass devices and smaller for the long times
realized in ion traps and storage rings [182-185,189).
The range of rate constants across such distributions
produces a decay rate, R, which varies with time as a
power law [201]:

R= / k(E)e M ENAE < O/t (4)
0

where C' is the heat capacity of the decaying system.
The power of —1 on time will acquire corrections from
a finite heat capacity and the slow variation of the width
of the distribution, and the experimentally observed
power is often slightly below —1.

The power law decay can be derived independently
of the precise dependence of the rate constants on the
excitation energy. The only requirement is that it varies
rapidly with energy. This is the case for both thermionic
emission and the usual unimolecular decay rate con-
stants, and both types of decays have a propensity to
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Fig. 15 Calculated emission rate constants for C; for the
processes indicated in the frame, published in [226]. The
rate constant for fragmentation has a form similar to that
of electron emission. It is only appreciable at much higher
energy due to its high activation energy and does not com-
pete with electron emission for the anion. The slow variation
of both photon rates with energy is a common feature for
these channels
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show power law decay rates. Photon emission rate con-
stants, in contrast, usually have a much slower energy
dependence and can in general not be expected to fol-
low this simple behavior.

The power law decay also provides the expressions
for the amount of the metastable decay that is often
seen in time-of-flight mass spectrometers as a delayed
decay between mass selection and detection. The rela-
tive amount of this component of the beam is simply
the integrated and normalized decay rate. It contains
information about the relative dissociation energies of
the decaying cluster and it precursor, in addition to
their heat capacities. Some results on this were derived
by Klots [227], remarkably without the knowledge of
the power law decay which simplifies derivations.

The power law decay has likewise been extremely use-
ful as a tool to measure the presence and magnitude
of dark channels. A dark (non-observed) channels can
influence the power law decay in several different way,
depending on its nature. The first observation of this
kind was the thermionic emission rate of Cgy which
showed the expected power law nature, but with a
power around 0.65 [228]. The explanation was found in
the loss of Cy from the neutral molecule. The observed
power provided a value for the activation energy of this
channel, a value which is significant higher than the
number commonly accepted at the time, but which is
close to the currently accepted value.

Another channel for which the power law has pro-
vided a very powerful diagnostic tool is the thermal
photon emission [229,230]. Radiative cooling will mod-
ify the power law decay by suppressing it at long times
with an exponential factor. The precise form of the
factor depends on the magnitude of the emitted pho-
tons. In the small photon energy limit the emission
will cause a practically continuous energy loss. The
time constant for the exponential suppression in this
limit involves several quantities, such as the emitted
power, the molecular heat capacity, and the dissociation
energy. It should be emphasized that the measured time
constants for these cases are not the photon emission
time constants. In the other limit, of large photon ener-
gies, emission of a single high-energy photon will quench
any further unimolecular decay, and in this limit is the
measured quenching time constant equal to the photon
emission time constant. The quenched power law curves
that result from these two limits are slightly different,
but similar enough to prevent an experimental identi-
fication of the type of photon emission from the shape
of the quenched curves alone.

Although the two types of quenching have very sim-
ilar temporal behavior, the origins of the exponential
suppression are different. Emission of large energy pho-
tons will deplete the decaying part of the energy distri-
bution and is therefore similar to a normal exponential
decay, e.g., a radioactive decay of a nucleus. The small
photon energy cooling, in contrast, suppresses the decay
by introducing an exponential decay of the value of the
time constant.
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16.2 Challenges and new directions

The phenomenon of thermal high-energy photon emis-
sion results from a finite thermal population of the
emitting state, without any major restrictions on its
presence. The only important requirement is that radi-
ationless transitions after photo-excitation occur. This
ensures that the inverse process can happen by time
reversal. Radiationless transitions are indeed a very
common phenomenon and the thermal emission of vis-
ible and near-IR photons is therefore much more com-
mon for highly excited species than apparent from the
literature. At present the direct detection of photons
emitted in such processes have only been accomplished
for C; and Cg [192]. In both cases an optical filter was
used to select the emitted photon wavelength to corre-
spond to the absorbing value. This background elimi-
nation greatly supported the identification of the mea-
sured photons, but is an unnecessary limitation once
the assignment of the origin of the emitted photon
has been established. Future measurements of emis-
sion spectra in the visible and near-infrared sectors
will provide much more detailed information about the
emitting molecules, as will time resolved measurements.
This development will take place at traps and storage
rings [185,226,231]. Although photon detection efficien-
cies will remain below those of massive particles for
some time, the technique promises ultimately nonde-
structive information on a par with or surpassing the
one obtained by measurements of unimolecular frag-
mentation.

In parallel with such experimental activity, develop-
ments of unimolecular reaction rate theories will be
both necessary and fruitful. Although the subject is
more than a century old, it still harbors open ques-
tions. Some of these are posed particularly acutely for
decays of clusters. One question is the role of the tradi-
tional saddle point transition state which seems to be
absent in clusters and certainly is so in the bulk limit
for virtually all materials. (For the elements, only zinc is
known to be an exception to this rule.) Another ques-
tion is the role of angular momentum in the descrip-
tion of the particles. As a conserved quantity, angular
momentum must obviously enter a description of ther-
mal reactions in vacuum. Nevertheless, it is well known
that vibrational motion can carry angular momentum,
both on general grounds [232] and as described, e.g.,
for helium droplets [233]. Although rotational motion
in the transition state has attracted attention in the
past, this aspect of angular momentum in the descrip-
tion of reactivity is fairly unexplored.

Molecular beam studies share a good vacuum with
the interstellar and star-forming regions of space, and
the dynamics studied in the laboratory provides impor-
tant information for the quantitative description of the
interstellar molecular dynamics [234]. Molecules formed
by collisions in space are guaranteed to be born with
enough excess energy to fragment, and also to dissipate
energy through emission of photons and potentially also
electrons or atoms in channels that differ from that of
the formation process. As a competing channel to frag-
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mentation, radiative cooling therefore plays an essen-
tial role for the survival rate of the collision complexes.
The possibility to form surviving larger molecules in
a second collision step will then obviously also bene-
fit from radiative stabilization. The formation of large
molecules, including those of biological nature, will thus
be characterized by survival of the fittest on the funda-
mental molecular level.

16.3 Concluding remarks

The development of ion traps and storage rings, in par-
ticular of the cryogenic variety, has greatly extended the
time range for which it is possible to observe the decay
dynamics of mass selected gas-phase molecules and
clusters. In such studies, the non-exponential decays
have appeared as an important diagnostic tool. Com-
bined with the emerging field of spectroscopy of ther-
mally emitted photons, it promises to open new venues
for studies of highly excited molecules and clusters.

17 Photo-fragment and photo-detachment
spectroscopy in cryogenically cooled ion
traps

Jennifer A. Noble and Christophe Jouvet, PIIM Labo-
ratory, CNRS/Aix-Marseille Université, France

17.1 Status: description of the state of the art

The general principle of photo-fragment or photo-
detachment spectroscopy is as follows: ions generated
in different charge states (radical cation, protonated,
deprotonated, etc.) and different structures (isomeric
or tautomeric) using a source such as a discharge
or an electrospray ionization (ESI) source are guided
into a cryogenically cooled ion trap where they are
cooled to temperatures of a few Kelvin by collisions
with a buffer gas. Laser excitation induces fragmen-
tation and/or photodissociation, and the products are
extracted into a mass spectrometer for analysis. The
photo-fragment or photo-detachment process is moni-
tored as a function of the laser wavelength to generate
the spectrum.

Major advances in the experimental technique have
been made over the past 15 years, beginning with
the cooling of ions via cryogenic technology [235].
Compared to room temperature, at a few tens of
Kelvin, molecules present restricted isomers and dis-
crete vibrational /rotational levels can be distinguished
in their spectra. Contemporary cryogenic ion spectro-
scopic results are analogous to those achieved from
around 40 years ago onwards for neutrals in supersonic
jets, as is evident from the examples provided in mul-
tiple sections of this roadmap.

Advances in  mass resolution—before  and
after trapping—have allowed more precise selection or
measurement of individual masses. Ton mobility tech-
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Fig. 16 Using a cold ion trap, one can follow the molecular
relaxation dynamics over more than 12 orders of magnitude:
The ultrafast fs excited state lifetime prior to charge trans-
fer (CT) is obtained from line broadening; the ps, ns and
us evolutions of CT, internal conversion (IC) and intersys-
tem crossing (ISC) by pump probe methods using ps and ns
lasers; and the longer ms to s dynamics of ISC and ground
state (S0)/secondary fragmentation by delayed extraction
of the fragment(s) from the trap. The schematic is inspired
by the complicated time evolution of the dynamics of pro-
tonated cytosine, adapted from Ref. [242]

niques (see Sect. 19) allow the selection of a single iso-
mer or tautomer of a given mass, and thus the study, for
example, of its specific dynamics [236]. Most recently,
the coupling of a cold trap with orbitrap technology
has allowed the development of a combination of high
spectroscopic resolution with a high resolution in mass
[237].

Throughout the community, a multitude of photo-
fragment and photo-detachment spectroscopies are
applied to cold, trapped ions, from single laser UV—
visible photo-fragmentation to pump-—probe depletion/
gain spectroscopies. The coupling of ESI with advanced
light sources for the study of biomolecules over a wide
photon energy domain is reviewed in Sect. 5. Of par-
ticular note has been the development of hole-burning
spectroscopies, which allow the differentiation of bands

Page 37 of 53 152

belonging to different species by comparing the spec-
tral response of different channels to bleaching of a
selected transition. The latest variant to be adopted was
UV /UYV hole-burning spectroscopy, due to the compli-
cations arising from the pump and probe pulses both
generating the same product [238]. In this section we
concentrate on action spectroscopy methods, but the
nondestructive technique of fluorescence spectroscopy
can also provide complementary information on excited
state dynamics for certain (fluorescent!) ions, as dis-
cussed in the following section (Sect. 18).

In the case of negative ions, the cooling of the par-
ent coupled with the development of the high-resolution
photoelectron spectrometer has shed new light on the
photo-detachment process as well as allowing the char-
acterization of deprotonated ions and their photo-
detachments products—i.e. dehydrogenated radicals—
which are often the intermediates in reactions [239].
Following photo-detachment of the deprotonated ion,
the resulting dehydrogenated radical is not necessarily
stable. If the photo-detachment is performed after the
extraction of the deprotonated ion from the cold trap,
the detection of the fast neutrals formed upon fragmen-
tation of the dehydrogenated radical allows measure-
ment of the kinetic energy released by the fragmenta-
tion process [240].

The generation of size-selected clusters or larger
aggregates can be achieved by the addition of a sec-
ond cold trap between the ion source and the photo-
fragmentation trap. The systematic study of size-
selected clusters consisting of an ion surrounded by
increasing numbers of solvent molecules allows the
investigation of the influence of the solvent molecule on
the dynamics of the system [241]. This approach can,
to a first order, be considered analogous to a study of
the first solvation shell of the ion in a liquid solvent,
allowing parallels to be drawn between gas-phase and
solution-phase experiments.

One of the most remarkable outcomes of the work
produced by the community in recent years is the rev-
elation that the temporal range over which dynamics
in molecular ions and their clusters can be experimen-
tally observed extends more than 15 orders of magni-
tude. Indeed, it has been observed that the dynamics
of photo-fragmentation extend over this entire temporal
range—even for a molecule of a well-defined energy—
with excited state relaxation occurring on the femtosec-
ond timescale, ground state fragmentation of the parent
ions in the nanosecond to millisecond range, and sec-
ondary fragmentation occurring over seconds, as illus-
trated in Fig. 16.

17.2 Challenges and new directions

The wealth of spectroscopic studies performed to date
using cryogenic ion traps have revealed and charac-
terized photon-driven processes in molecular systems
of varying charge states. The interpretation of these
data represents a major challenge for ab initio calcu-
lation methods. Consider, for example, the experimen-
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tal evidence that different, highly selective, fragmen-
tation channels can be accessed upon the excitation
of extremely closely-spaced excited states, with selec-
tive fragmentation being observed not only between
two electronic states, but even between vibrational lev-
els within the same electronic excited state differing
in energy by less than 1 %. The assumption made in
the statistical fragmentation argument is that once in
the ground state, the whole potential surface can be
explored by the molecule. In this case, the selective
fragmentation cannot be attributed to overcoming cer-
tain barriers to fragmentation routes. Can the on-the-
fly method be applied to these molecular systems in
order to pinpoint the origin of the new fragmentation
channels opened up by the tiny change in energy? While
excited states of closed-shell molecules are typically
very well simulated in calculations, open-shell struc-
tures still offer an interesting conundrum. The devel-
opment of additional, more specialized, experimental
setups dedicated to the generation and characterization
of charged and/or neutral radical species is required to
provide a thorough benchmark for theoretical efforts in
this area.

Other experimental developments which promise to
revolutionize the field include the new analytical meth-
ods of mass spectrometry which combine mass with the
spectral fingerprint for a full diagnostic of the molecule
and its fragments. It has previously been demonstrated
that the development of a multi-step (UV/ms)™ pro-
cess, where the parent ion and fragment(s) are suc-
cessively excited then mass characterized, could go a
long way to resolving some of the outstanding issues of
molecular characterization in pharmaceutical research
and development [243]. Finally, the laser-induced inhi-
bition of complex growth (LIICG) method [244], in
which the internal energy introduced into the molecule
by the laser prevents it forming clusters with atoms
such as helium in the trap, is a technique which is
potentially universally-available but has not yet been
extensively applied. It is a very promising method for
the study of selectively excited molecules, although the
distribution of the injected energy across a large num-
ber of states means that, for certain larger molecular
systems, the experiment requires careful calibration in
order to extract an exploitable signal.

17.3 Concluding remarks

Since the pioneering work of the EPLF team [235],
photo-fragment and photo-detachment spectroscopy in
cryogenically cooled ion traps has flourished [175,245].
This method has opened the door to the high pre-
cision study of very big and “floppy” molecular sys-
tems; the characterization, for example, of decapep-
tide [246]—a polypeptide consisting of a chain of ten
amino acids—would previously have been inconceiv-
able. The technique has also allowed the study of
molecular species in different charge states which were
hitherto totally unexplored (protonated, deprotonated,
dehydrogenated, etc.), providing information on ions
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and radicals which represent reaction intermediates in
domains as diverse as biology and astrophysics.
Acknowledgements We thank Claude Dedonder for
her invaluable input.

18 Gas-phase fluorescence spectroscopy of
complex molecular ions

Christina Kjeer and Steen Brgndsted Nielsen, Depart-
ment of Physics and Astronomy, Aarhus University,
Denmark

18.1 Status: description of the state of the art

Action spectroscopy has for many years provided sig-
nificant information on electronic transition energies
of isolated molecular ions in vacuo. It is an indirect
technique based on either photodissociation, electron
detachment, or photoisomerization (see Sects. 14.1,
17.1, 19.1) to identify photon absorption, which is nec-
essary as the ion density is too low for traditional light-
transmission experiments. However, the requirement of
“action” is an inherent problem, in particular, in the
case of complex ions with many degrees of freedom
or strongly bound ones as there is limited dissociation
within the time frame of the mass spectrometer, typ-
ical a few microseconds to tens of milliseconds depen-
dent on the setup [247]. The result is no “action” or
spectra skewed toward the blue. A nondestructive tech-
nique is therefore advantageous such as fluorescence
spectroscopy where emitted photons are detected.

While there is no molecular size limitation in fluores-
cence spectroscopy, it is still challenging to measure flu-
orescence from a thin cloud of ions, say 1 million ions in
a volume of 1 mm?. To put things in perspective, com-
pare with the 6 x 10'3 ions in the same volume of a 0.1-
mM solution, a difference of seven orders of magnitude!
Clearly, the background counts of scattered photons
and the noise level have to be kept as low as possible in
the gas-phase experiment. Nevertheless, beautiful work
has been done by several groups to establish the intrin-
sic photophysics of many fluorescent molecular ions and
the impact of a microenvironment, including transition
energies determined from dispersed fluorescence spectra
and excited-state lifetimes (see, e.g. [248] and PIs listed
in Table 1). Also gas-phase Forster resonance energy
transfer (FRET) experiments on macromolecular ions
labeled with two fluorescent dyes have revealed impor-
tant information on folding motifs of peptides, proteins,
and nucleic acids [249,250], information that tradition-
ally is established in ion-mobility experiments.

One large advantage of the gas-phase experiment is
that the impact of individual perturbations can be dis-
entangled one at a time, e.g., how much a nearby charge
affects the spectroscopic properties as previously done
for rhodamine dyes [251]. Also noteworthy, even though
the ion density is much lower than in solution, the gas-
phase experiment is in itself much cleaner as only mass-
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Table 1 Summary of fluorescence setups for ions produced by ESI or MALDI and timeline

Year PI Trap Location

2002 J. H. Parks [255] Paul The Rowland Institute at Harvard
2004 A. G. Marshall [256] LQT Florida State University

2005 R. Zenobi [257] Penning ETH Ziirich

2009 J. I. Cline/K. M. Ervin [258] Paul University of Nevada

2009 R. A. Jockusch [250] Paul University of Toronto

2010 M. M. Kappes/D. Schooss [252] Paul KIT

2016 S. Brgndsted Nielsen [231] Paul Aarhus University

2018 A. Ferzoco [253] LQT The Rowland Institute at Harvard
2018 K. Honma [259] Paul University of Hyogo

2020 R. Zenobi [260] Paul ETH Ziirich

selected ions contribute to the fluorescence; there are no
impurities.

In a typical experiment, complex ions are formed
in the gas phase by electrospray ionization (ESI) and
transferred to an ion trap where they are stored, and
those of interest are mass selected. Often a Paul trap
is used as here the ions are located in the center after
collisional cooling and act as a point source for light
emission. Still, it is non-trivial to extract the emitted
photons after photo-excitation, and collection efficien-
cies are often less than half a percent. In our lumines-
cence setup (denoted LUNA [231]) we use a cylindrical
Paul trap where the exit electrode is a mesh grid to
allow as many photons as possible to exit the “fluo-
rescence cell.” This approach increases the collection
efficiency to about 5%.

A summary of laboratories that have reported fluo-
rescence from ions produced by ESI or MALDI (matrix-
assisted laser desorption/ionization) is given in Table 1
including the year of the first publication and the type
of trap (Paul, linear quadrupole trap (LQT), or Pen-
ning). Different lasers have been used in combination
with the mass spectrometers, both CW and pulsed ones
with low repetition rates (10-20 Hz) and very high rates
(80 MHz). A high repetition rate has obvious advan-
tages but does not allow for mass selection in between
each laser irradiation event, and collisional cooling can
also be an issue when the time between two laser pulses
is only 12.5 ns (cf., 80 MHz).

Most experiments are done at room temperature but
it is worth to mention two unique setups built by
Kappes, Schooss and their co-workers [252] and Fer-
zoco and co-workers [253] where ions are cooled to low
temperatures. The former operates close to 77 K (lig-
uid nitrogen temperature) while in the latter, ions are
stored in a LQT at ambient to cryogenic temperatures.
Indeed, the almost open geometry of the linear ion trap
and the collection optics gives an excellent signal; about
107 photons per second are collected from between the
trapping rods.

18.2 Challenges and new directions

A fluorescence experiment obviously only makes sense
if the ions are fluorescent! This is an obstacle in many

cases, in particular as it is hard to detect fluores-
cence if the quantum yield is too low (lower limit is
about 0.1% in our experiments). Fluorescence can be
quenched because of out-of-plane deformations of the
chromophore or twist motions, and freezing out this
motion as much as possible often increases the fluores-
cence. One prime example is the green fluorescent pro-
tein (GFP) chromophore anion that is non-fluorescent
in solution and in vacuo while fluorescence in solutions
is established at liquid nitrogen temperatures (see dis-
cussion in [254] with references). According to pump—
probe experiments, the excited-state lifetime of the iso-
lated chromophore anion is long (about 1 ns) at 100 K
[209], and a relevant experiment would be to establish
if the isolated anion is fluorescent at low temperatures.
It is in this regard important to reduce RF heating in
the trap, which is most easily done by mass selection at
a prior stage and not in the trap itself. Oxyluciferin is
another non-fluorescent ion at room temperature that
may become fluorescent upon cooling; this ion accounts
for the bioluminescence seen from many light-emitting
insects such as fireflies.

Another interesting aspect is how a single solvent
molecule (e.g., water) or a molecular dipole (e.g.,
betaine that has a dipole moment of 12 D) affects the
fluorescence, both the quantum yield and the spectrum
itself. Clearly, amino acid residues in a protein cavity
are crucial to suppress the intramolecular twist motions
that quickly brings the chromophore from the excited
state back to the ground state, either due to space
restrictions inside the cavity (steric crowding) or by pro-
viding high local electric fields at relevant chromophore
sites (for example, a protonated arginine residue close
to the phenolate oxygen in case of the GFP chro-
mophore anion). Experiments on ion-molecule com-
plexes are, however, non-trivial as unwanted reactions
such as photodissociation would quickly reduce the
number of ions in the trap to zero. One way could
be to seed the helium buffer gas with water vapor to
constantly reform the complexes. These experiments
would require a low frequency laser (e.g., 20 Hz) to
have enough time to remove bare ions between irradia-
tion events.

Finally, it is worth to emphasize that fluorescence
experiments can provide significant information on the
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Fig. 17 LUNA2 is a new setup to measure luminescence
from cold, photoexcited molecular ions that is under con-
struction in our laboratory. It contains two traps: Trapl is
used as a pretrap and to filter off unwanted ions. Ions of
interest are transferred to Trap2, placed in a copper block
cooled to 1g-Ng temperature. In Trap2, photo-excitation is
done, and emitted photons are collected and detected

excited-state dynamics as structural changes are evi-
denced from large Stokes shifts, one example being
the fluorescein anion. Indeed, being able to mea-
sure dispersed fluorescence spectra on a picosecond
timescale would provide unprecedented information
on the dynamics and associated microenvironmental
changes.

18.3 Concluding remarks

How to turn on fluorescence (or how to slow down
excited-state dynamics) is in our view an interesting
prospect for the future. Such fundamental understand-
ing is to be obtained from experiments done at low tem-
peratures and on cleverly designed ion—molecule com-
plexes and could be beneficial for the engineering of
new fluorophores, in particular in the red region of the
visible spectrum where light penetration through tissue
is high. In our laboratory, we are currently developing
LUNAZ2 that operates at 77-K temperature, and where
mass selection is done before the ions enter the cold
Paul trap (Fig. 17).

Gas-phase fluorescence spectroscopy of complex ions
is still in its infancy, involving a limited number of
groups worldwide. However, new instrumental develop-
ments could very well boost this area of research, and
in a few years, fluorescence detection may become a
standard method in the ever increasing toolkit of mass
spectrometry. We believe the future is bright.

19 Action spectroscopy of isomer-selected
molecules

Eduardo Carrascosa, Laboratoire de Chimie Physique
Moléculaire, Ecole Polytechnique Fédérale de Lau-
sanne, Switzerland

James Bull, School of Chemistry, University of East
Anglia, United Kingdom
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19.1 Status: description of the state of the art

Many gas-phase ions can exist in more than one iso-
meric form, each of which may have distinct absorp-
tion properties and excited-state dynamics. Examples
include carbon clusters, which have 1D linear chains,
2D rings, and 3D structures, polycyclic aromatic hydro-
carbons (Sect. 20) with structural isomers, and photo-
active protein chromophores or biomolecules (Sects. 4,
5, 14, 17), which often have several geometric iso-
mers, tautomeric and (de)protomeric forms. Biomolec-
ular ions typically have a high degree of conformational
fluxionality, ideally requiring action spectroscopy tech-
niques to sample this complexity in a sensitive man-
ner. However, the gas-phase abundance of each isomer
usually depends on many factors including the pre-
cursor form and any solvation environment, the ion
source (e.g. electrospray ionization (Sects.b5, 14, 17,
18), laser ablation, thermal evaporation), and the col-
lisional treatment of the ions as they are introduced
into vacuum. For example, energetic collisions between
the target ions and background gas by extraction,
acceleration or RF fields before spectroscopic inves-
tigation can increase the target ion’s internal vibra-
tional energy (temperature), inducing interconversion
between the isomers. On the other hand, if there are
substantial isomerization barriers, an ion source may
generate kinetically-trapped species. Although many
implementations of gas-phase action spectroscopy select
target ions based on their mass-to-charge (m/z) ratio,
e.g. time-of-flight, quadrupole, or sector mass spec-
trometers, these approaches are unable to distinguish
isomers.

The most common strategy for separating isomers
in the gas-phase is through ion mobility spectrometry
(IMS) [261]. In IMS, charged isomers propelled through
a buffer gas (e.g. He, N3 or CO2) under the influence
of an electric field are separated according to their col-
lision cross sections (2). §2, which represents the effec-
tive collisional surface area presented by an ion, typi-
cally has two contributions: a small impact parameter
(hard-sphere collision) component, and a large impact
parameter (glancing collision) component. Whereas He
buffer gas is best suited for distinguishing isomers with
substantially different shapes defined by the first con-
tribution, buffer gases such as Ny, COs, or those seeded
with organic dopants are suited for distinguishing iso-
mers with differing long-range intermolecular interac-
tions, including dipole-quadrupole and hydrogen bond-
ing.

There are four primary IMS techniques: drift-time
(or drift-tube) ion mobility spectrometry (DTIMS),
traveling-wave ion mobility spectrometry (TWIMS),
field-asymmetric ion mobility spectrometry (FAIMS),
and trapped ion mobility spectrometry (TIMS), with
each having certain advantages [261-263]. Selected
key properties are summarized in Table2. SLIM-IMS
(structures for lossless ion manipulations ion mobil-
ity spectrometry) is a promising development, which
involves isomer separation using printed circuit boards
[264].
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Fig. 18 Action spectroscopy with SLIM-IMS and cryogenic ion trapping: a schematic illustration of the instrumentation,
b arrival time distribution of two electrosprayed anomers (A and B), ¢ IR spectra of mobility-selected and cryocooled
anomer ions A and B. Molecular structures of A and B are shown with the arrows indicating the important equatorial (red)
and axial (blue) hydroxide groups. Key: ESI—electrospray ionization, TOF-MS—time-of-flight mass spectrometry, quad
MS—quadrupole mass filter, MCP—multi-channel plate detector, OPO—optical parametric oscillator. Figure adapted from

Ref. [274]

Several research groups have coupled IMS techniques
with tunable light sources to enable isomer-selected
action spectroscopy. Implementations include IMS cou-
pled with photoelectron spectroscopy [265,266], pho-
todissociation spectroscopy [267-272], and photoiso-
merization spectroscopy [273]. A recent example of
isomer-specific IR action spectroscopy is shown in Fig.
18 [274]. In this example, a SLIM-IMS device has been
coupled with a quadrupole mass filter, cryogenic ion
trap and time-of-flight (reflectron) mass spectrometer.
The study was able to separate and identify two gly-
can anomers from the ion’s arrival time distribution
(ATD, Fig. 18b). Glycan anomers are difficult to dis-
tinguish using other ion mobility techniques because
Q values for different anomers usually differ by less
than 1%. Cryogenic cooling of each isomer in the trap
and messenger tagging allowed acquisition of distinct
isomer-specific IR spectra in the hydroxide stretching
region (Fig. 18c). Supporting experiments on labelled

Table 2 Key properties of the main IMS techniques. 2 is the collision cross section and xg

and methylated analogues gave unambiguous assign-
ment of each ATD peak to an anomer structure.

19.2 Challenges and new directions

Current challenges in this field can be divided into two
categories: (1) development of universal and cost effec-
tive isomer-selection instrumentation that can be easily
coupled with existing action spectroscopy experiments,
(2) new strategies for improving information content
during spectral acquisition.

Currently, isomer-specific action spectroscopy instru-
mentation is either built by specialist research groups
[265,266,273], or is based on modified commercial mass
spectrometers [268,271,272]. General availability of a
well-characterized IMS device, such as SLIM-IMS with
ion trapping capacity, which could be easily integrated
into new or existing instrument, would be a decisive
step in setting isomer-selected action spectroscopy as
the standard. Cryocooling potential is highly desirable.

The second major challenge is improving the key per-
formance characteristics of IMS techniques (Table?2)
and the development of methodology to provide
enhanced information content. In the first instance, this

is the resolving power. Teg is

the ion effective temperature and T is the buffer gas temperature. Note, FAIMS separates isomers based on their difference

in mobility in high and low electric field

DTIMS TWIMS FAIMS TIMS SLIM-IMS

Resolving power > 100 < 300 < 100 < 500 < 650
Measure 2 Yes Partially No Partially Partially
Terr ~T >T >T >T >T
Portability Low Low Medium Medium High
Dynamic range Low Low High Medium Low
Sensitivity Low Medium High High Medium
Cryopotential Medium Low Very low Medium High
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could be through improving resolving power (e.g. cyclic
devices) combined with cryocooled buffer gas. While a
lower temperature of buffer gas improves isomer sepa-
ration, it also allows separation and isolation of isomers
with low barriers to interconversion (e.g. rotamers),
which rapidly interconvert at elevated temperatures.
This can be particularly important for resolving specific
biomolecule interactions and photochemistry, for exam-
ple, open versus m-stacked structures of DNA polynu-
cleotides [275]. Enhancing information content might
involve the use of several light sources to photogen-
erate and probe isomeric intermediates, or incorpora-
tion of additional orthogonal analysis techniques (e.g.
multi-dimensional action spectroscopy). A significant
development by the Bieske group involved coupling of
two ion mobility stages with laser spectroscopy, allow-
ing isomer-selection of a target ion [273]. This strategy
has enabled simultaneous monitoring of photoisomer-
ization, photodissociation, and photo-detachment (for
anions). Furthermore, the methodology can be adapted
to numerous IMS and photo stages, allowing the study
of multi-step photoreactions in the gas phase.

19.3 Concluding remarks

Isomer-resolved action spectroscopy is a rapidly evolv-
ing field, offering the capacity to study the photochem-
istry and photophysics of individual isomers. The pos-
sibility that an ion source could generate more than
one gas-phase isomer is an important, possibly cru-
cial, factor to consider for gas-phase systems such as
biomolecules due to the range of potential isomers.
There is an increasing expectation that robust action
spectroscopy investigations should include some degree
of isomer selectivity.

20 Deciphering the lifecycle of carbon
macromolecules in space

Alessandra Candian and Annemieke Petrignani, van ’t
Hoff Institute for Molecular Sciences, University of
Amsterdam, The Netherlands

20.1 Status: description of the state of the art

Carbon is one of the most abundant elements in the
Universe, produced by nucleosynthesis in dying low-
mass stars; this together with its unique ability to form
multiple stable bonds with itself and other elements,
makes carbon one of the building blocks of life. Under-
standing carbon chemistry, i.e., the path of carbon
species from their synthesis to their transformation and
destruction down to their delivery in exosolar system
is of paramount importance. Key organic species are
polycyclic aromatic hydrocarbon (PAH) molecules, in
which 10% of all cosmic carbon could be locked. PAHs
are detected in space through the aromatic infrared
bands (AIBs), a family of emission features in the mid-
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infrared (3-20 pm or 3100 to 500 cm~!) seen toward
different astronomical environments in our Galaxy and
beyond (see [276] for a recent review). Since their dis-
covery in the previous century, much effort had gone
into their spectroscopy and the development of astro-
nomical PAH models. As our understanding advances,
the importance of the underlying mechanisms driving
and affecting the spectral signatures, evolution, and the
role these large hydrocarbons play in the production of
other (organic) species, has become increasingly appar-
ent.

PAHs are efficient energy converters that absorb
UV /Vis photons coming from young stars and re-emit
them in the infrared, producing the AIBs. The high
spectral resolution achieved by past space observato-
ries (ISO and Spitzer) has allowed astronomers to have
a better grasp of the composition of the astronomi-
cal PAH population. Astro-PAHs have a size between
roughly 40 and 120 carbon atoms [277] and their charge
varies from — 1 to + 2 depending on a fine-tuned bal-
ance between the hardness of the radiation imping-
ing on PAHs and the density of the gas where they
reside. There is evidence that in astronomical environ-
ments PAHs can have heteroatom substitutions and
side groups [276]. The variations in the appearance
of the astronomical spectra hint to an active chem-
istry molding the populations of astro-PAH (Fig. 19),
originating from the photoevaporation of very small
(nanometer size) carbonaceous grains. The state-of-the-
art model of the photophysical evolution of astro-PAHs
(e.g. [278]) considers mostly charge and H-coverage.
The latter has implications for the formation of Hs, the
most abundant molecule in space. PAHs can also act
as source of smaller hydrocarbons, which importance
has recently also been assessed [279]. Not included in
astronomical modeling (yet), is the role of isomeriza-
tion, which has now also been shown to play a role in
the dynamics of photodissociation of astro-PAHs [280—
282].

In 2010, the Buckminsterfullerene Cgy was detected
through its vibrational modes in the planetary nebula
TC 1 [283]; since then Cgo have been discovered in many
other environments, including the diffuse interstellar
medium. Indeed, thanks to a state-of-the-art experi-
ment, the electronic transitions of the radical cation of
fullerene, C{, have been matched to four diffuse inter-
stellar bands (or DIBs) [176] a set of more than 200
unidentified absorption bands in the UV-visible that
have been named “the longest standing puzzle in astro-
nomical spectroscopy.” The discovery of Cgg in regions
where also PAHs are present has pushed forward the
idea that the lifecycle of these carbon macromolecules
is intertwined; the top-down formation of Cgy from the
photoprocessing of large PAHs has been proved exper-
imentally [284] but the details of the process and the
intermediates have yet to be characterized.
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20.2 Challenges and new directions

To model the processes driving PAHs evolution requires
detailed studies of these processes and correspond-
ing spectral behavior of the species involved. This
includes studies of vibrational normal modes, UV
photo-absorption cross sections and ionization yields,
electron attachment, recombination, reactivity to

atomic hydrogen, and photodissociation rates [279], to
name a few. In many cases, these processes have been
necessarily studied for only a handful of relatively small
PAHs, either neutral or positively charged, sometimes
with additional hydrogen atoms or substitutions, and
the results are applied to larger PAHs without fur-
ther adjustment. For fullerenes and carbon cages exper-
imental studies are limited to Cgg and Crg. Theoreti-
cal chemistry methods can be used to study molecu-
lar systems of astrochemical interest with less limits in
shape and charge. Statistical rate theory applications
are often used in kinetic studies for small molecules.
Such studies typically employ Density Functional The-
ory (DFT) for most properties (geometries, vibrational
frequencies) and, when the size of the system allows,
higher accuracy calculations, such as ab-initio or com-
posite methods, for, e.g., relative energies [286,287].
For large carbonaceous molecules, thorough investiga-
tion of dissociation channels using static DFT quickly
becomes unfeasible. In this situation, molecular dynam-
ics (MD) simulations provide a powerful tool, not only
to complement statistical theories, but also to tackle
other questions, for example, overlooked reactions path-
ways. The accuracy of MD simulations in predicting
the dynamics of a system depends on the method used
to compute the force. The reactive empirical bond
order (REBO) models and the adaptive interatomic

MOLECULAR
CLOUD

* > cawty PDR

*PAHZ PAH" PAH?
ISOMERISATION

GRAINS

DEHYDROGENATION & DESTRUCTION

HYDROGENATION

Fig. 19 Evolution of carbonaceous material across a star
forming region, adapted from Ref. [285]. The dominant
charge/type of material and the processes at play are indi-
cated in the bottom of the figure. Carbonaceous very small
grains, residing in the dense molecular cloud, are converted
to free flying PAHs in the photodissociation region (PDR)
that is created by photons below 13.6 eV illuminating the
outer layers of the cloud. Closer to star, in the so-called
cavity, the density and strength of photons change the PAH
populations and led to the formation of Cgg
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reactive empirical bond order (AIREBO) are natu-
ral choices when studying clustering and dimerization
of large carbon and hydrocarbon structures, because
these models enable bond formation or bond breaking
at relatively small computational cost [288]. Molecular
dynamics (MD) based on density functional tight bind-
ing (DFTB) (see Sect. 9) provides a computationally-
efficient tool to investigate photo-induces fragmentation
and isomerization; not only does it compare success-
fully with experimental results, it also gives energet-
ics comparable to standard DFT [280]. Alternatively,
isomerization pathways and equilibrium properties at
fixed total energy in the canonical or microcanonical
ensembles can be described using biased Monte-Carlo
methods [289]. Potential energy of specific molecular
configurations are determined using a reactive force
field, such as AIREBO, which includes also the effects
of anharmonicity, and the thermodynamical properties
are evaluated through the Wang-Landau approach; this
approach consists in random walk around the configura-
tions that is quickly able to visit all the available states
and build an estimate of the density of configurational
states.

To avoid the limitation of remaining trapped into
local free-energy-minimum conformations when explor-
ing the energy surface—a realistic problem for large
hydrocarbons—replica exchange MD simulations or
metadynamics should be considered [290]. MD calcu-
lations create a large amount of data that need to
be analyzed and processed in order to obtain results
such as reaction barriers that are ingredients for photo-
physical models. Automated software that uses graph
theory to extract reactive pathways from MD simula-
tions and then simulates the fragmentation dynamics
through kinetic approaches can thus be used to great
advantage.

Experiments on the fragmentation of large, non-
standard PAHs with different charge states and break-
fullerenes are fundamental to benchmark the results of
the simulations. Advances in experimental technique
have opened up new possibilities to study these species
and learn more about their isomerization and radiative
lifetimes. Ton mobility spectrometry (IMS) has under-
gone major developments (see Sect. 19) that allow for
increasingly improved separation and identification of
isomeric species. Combining IMS with the current state-
of-the-art mass spectrometric and spectroscopic tech-
niques offers much potential to study photo-induced
isomerization and fragmentation.

The anharmonic behavior of molecules strongly affect
the reaction rates through density of states and energy
barriers. Understanding the anharmonic behavior of
PAHs, which is now possible at least for small sizes
[291] thanks to synergy between state-of-the-art calcu-
lations and experiments, will allow an accurate mod-
eling of reaction rates with the exciting possibility to
implement machine learning techniques to extended the
knowledge to larger molecules [292] such as fullerene.
IR inactive normal modes are essential in the calcu-
lations of density of states. Here, techniques such as
zero-electron kinetic energy (ZEKE) spectroscopy could
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provide important information on not only IR-, but also
Raman-active modes.

Finally, a deeper understanding of the ultrafast radia-
tive and non-radiative processes occurring after photo-
excitation is fundamental to assess the stability of
molecules and correctly model their behavior. With the
emergence of electrostatic storage rings (see Sect. 13)
that allow for long storage times under ultrahigh vac-
uum conditions, experimental investigations on radia-
tive cooling of increasingly larger species are becoming
possible. At the same time, the field of excited state
quantum dynamics is rapidly evolving with the promise
of being applied to carbon macromolecules in the very
near future.

20.3 Concluding remarks

The James Webb Space Telescope (JWST), the next
infrared space telescope a joint European-Northern
American venture, is now scheduled to be launched in
Fall 2021. Thanks to its superior spectral sensitivity
and resolution, JWST is expected to deliver incredible
spectra, opening up a new window on the evolution of
carbonaceous material in space. A timely and concerted
effort on both experimental and theoretical sides is fun-
damental to exploit JWST capabilities and its promise
to revolutionize our view of the carbonaceous universe.
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Measurements of differential cross sections for elastic electron
scattering and electronic excitation of silver and lead atoms

S. D. Tos¢
Laboratory for Atomic Collision Processes, Institute of Physics,
University of Belgrade, Pregrevica 118, 11080 Belgrade, Serbia

E-mail: sanja.tosic@ipb.ac.rs

Abstract. This paper presents absolute differential cross sections (DCSs) and integrated cross
sections (ICSs) for both elastic and inelastic electron scattering by lead and silver atoms in the
energy range from 10 to 100 eV. The DCSs were measured as a function of scattering angle.
Scattering angles are fromi tb 150 for the excitations of the unresolvedeBp 2P1,2, 3 Silver

line and §7s °P,, lead line, while for the elastic scattering they span fromtd50. The
measurements utilize crossed beam technique with effusive atomic beam being perpendicularly
crossed by electron beam. Monoenergetic electron beam is obtained by means of hemispherical
selector and it is focused by cylindrical electrostatic lenses while effusive atomic beam is
formed by heating of Knudsen type oven. Absolute values for the resonance states are obtained
by normalization of relative differential cross sections to the optical oscillator strengths, while
the absolute values for the elastic scattering are obtained from the intensity ratios at particular
scattering angles. Obtained absolute DCSs were extrapolatécatal @86 and numerically
integrated to yield integral, momentum transfer and viscosity cross sections. The experimental
results have been compared with the corresponding calculations.

1. Introduction
Electron interaction with metal atom vapours provides fundamental information on the structure and
collisional dynamics of atomic system, as well as information on basic interaction between particles in
scattering process. The main observable in these processes is differential cross section (DCS) which
indicates the probability of specific interaction at certain electron energy and scattering angle and it is
given by:
K
DCS = r\Aﬁ (1)

‘ 2

where A, is a scattering amplitude arg and k; are wave vectors of scattered and incident particles,

respectively. Beside the general importance of both experimental and theoretical collisional electron
cross section data for understanding and explanation of fundamental electron interaction with isolated
metal atoms, there is also a particular relevance of these results for the biomedical radiation research
as well as for many plasma diagnostic and modeling techniques which require electron impact cross
sections as input data for the calculation of plasma parameters [1, 2]. Besides this, detailed electron-
metal atom collision data are very important in astrophysics for spectra’s analysis, for chemical
composition determination of various astrophysical objects and also for its abundance analysis [3-12].

Published under licence by IOP Publishing Ltd 1
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They are essential for determination of transport properties in astrophysical plasmas of some stellar
atmospheres and also for modeling of some metal rich stellar atmospheres (atmospheres of some DZ
white dwarfs) [13].

In metal atoms, DCS for resonant electron excitation is more pronounced than DCS for elastic
scattering. To determine the absolute DCS experimentally, it is necessary to know several parameters
[14]. Generally, experimental investigations are often limited by the high working temperature which

is necessary to vaporize the metal sample in order to produce a well collimated effusive atomic beam.
At the same time, at these temperatures, metal deposition can make contacts between electron lenses,
which can induce difficulties during the measurements.

Here we present experimentally obtained absolute differential cross sections (DCSs) for both elastic
and inelastic electron scattering by lead and silver atoms as well as corresponding integrated cross
sections. The DCSs were measured at intermediate electron impact energies from 10 eV to 100 eV and
scattering angles are froni tb 150 for the combined excitations of the unresolveé‘)@hﬂsz, a2

silver line and 6p73P,, lead line, while for the elastic scattering they span fromtd50. The
experimental results have been compared with the corresponding calculations.

2. Experimental technique and procedure

In the crossed beam arrangement where an electron beam has been perpendicularly crossed by the
effusive atomic beam, the scattered electrons have been analyzed in the high resolution electron
spectrometer ESMA which has been described in our previous papers dealing with electron scattering
by other metal targets [15-20].

A hairpin thermoelectron source was used and electron beam was formed by the electron
monochromator which consists of systems of cylindrical electrostatic lenses and hemispherical
electrostatic energy selector. Scattered electrons were analyzed by the hemispherical electron energy
analyzer which is of the same type as the monochromator. It can rotate around the atomic beam axis so
we could analyze and detect scattered electrons in the scattering angle range frmm1580 A

channel electron multiplier was used as a detector.

A metal vapor beam was produced by heating an oven crucible containing metal by two separate
heaters. In this way we separately heated the top and bottom of the oven and provided a variable
temperature difference at approximately 100 K. The working temperature was about 1170 K for Pb
and 1300 K for Ag and background pressure was of the orde”d?da.0The overall energy resolution
(FWHM) was typically 120 meV for Pb and 160 meV for Ag while the angular resolution was 1.5

The position of true zero scattering angle was determined before each angular distribution
measurement by checking the symmetry of the inelastically scattered electrons at negative and positive
scattering angles (usually from 2@ +10). The measured angular distributions were converted into
relative DCSs by using the appropriate effective length correction factors [21]. The absolute values of
differential cross sections for excitation are obtained through the normalization procedure to the
optical oscillator strengths (OOS) for the observed transition. Following the method described by
Felfli and Msezane [22], we normalized the relative DCSs by using the forward scattering function
(FSF) introduced by Avdoningt al. [23]. Due to this procedure which is based on Lassettre limiting
theorem and the fact that GOS tends to OOS as momentum transfer sq@jprenidd<to zero, relative

DCSs were converted to the generalized oscillator strengths according to formula:

GOS(K,, E) =%):—‘K2DCS(K,¢9) @)
f

where « is the excitation energyk; and k, are the electron momenta before and after the collision,
respectively, and the momentum trandfas defined by:
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K2 = E{Z—Q— %/1—90050} 3)
E E

where E is the impact energy. The obtained GOS values were fitted and extrapolated from the small
values of K obtained from zero scattering angle at each electron impact energy (Eq. 3) and
normalized to the FSF. These normalization factors were then used to obtain absolute DCS values.
FSF procedure was applied at all energies except at 10 eV for electron silver excitation where the
necessary conditiok > 2.5» is not satisfied ¢ is the excitation energy of the transition). A more
detailed description of the normalization procedure has been described in details in our previous
papers [15, 24]. Briefly, in the case of lead we generate FSF using the OOS value of 0.21 fas the 6p7
°p, state (6pZ °P, is optically forbidden). In the case of silver, contrary to the case of lead, both
unresolved states are optically allowed and have appropriate OOS values so we used R30S

of 0.452 for the?P), level and 0.223 for th&P,,, level. The absolute values for the elastic scattering

are obtained from the intensity ratios at particular scattering angles.

Obtained absolute DCSs were extrapolated %tcarid 180 using the measured values at small
scattering angles and corresponding calculations, relativistic distorted wave calculations (RDW) for
excitation processes [15, 16] and optical potential calculations for elastic electron scattering [17, 19].
After extrapolation, numerical integration was applied and integral, momentum transfer and viscosity
cross sections were derived using formulas

n

Q = [ a(6)sing do (4)
. i 1/2

Qu = 27| a6 1-(1-%} cod |sing d ()
0 0

Q = 2{]70(6){ }( }EﬁJ cog Q}Sinﬁ do (6)

wherego is the differential cross section (DCS) ands the excitation energy.

3. Results

3.1 Electron scattering by lead atom

Both the elastic electron scattering and electron-impact excitation of the unresolvéB,gp@gels of

Pb atom have been investigated. The measurements at small scattering angles for the ré$Bpant 6p

- 6p7s°P; transition in Pb are shown in Figure 1. One can see the normalized generalized oscillator
strengths (GOSs) determined through normalizations to the optical oscillator strength using the
forward scattering function (FSF) method [24]. It is evident that absolute GOS values for zero
scattering angles lie on the FSF curve and also that the normalized GOSs decrease with increasing
momentum transfer. At 20 eV we have linear dependencé bfiKthis linearity decreases at higher
energies.

The absolute DCSs values for the 6f#?s, excitation at 60, 80 and 100 eV electron impact energies

are presented in Figure 2 and compared with the relativistic distorted-wave (RDW) calculations using
multi-configuration (MCGS) and single-configuration (SCGS) wave functions for the atomic states
[16]. The comparison between our experimental data and theoretical results shows that there is
excellent agreement in both the shape and magnitude except at 100 eV and scattering angles between
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70° and 120 where the experiment gives somewhat smaller values. The good agreement is also
evident at small scattering angles (see inset in Figure 2).

10° ;_e) -

10* ’ Ow -

10° E

-1

10

10° E

GOS

K? (a.u.)

Figure 1. Generalized oscillator strengths (GOS) for the 6}, state of

lead atoms versus momentum transfer squaré)da(ﬂQO, 40, 60, 80 and 100

eV electron-impact energies. The stars show the appropriate minimal values
of K? for zero scattering angle and the solid line represents the forward
scattering function (FSF) generated using the optical oscillator strength
(O0S) value of 0.21 [24].
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Figure 2. Differential cross sections for the @pspo, , excitation of lead at

(a) 60 eV, (b) 80 eV and (c) 100 eV electron impact-energies. Filled circles

with error bars denote the present experimental results. The solid line shows
DCSs calculated by the MCGS approximation and the dashed line shows the
results obtained using the SCGS approximation [16]. In the insets, the low
angle parts of DCS are zoomed out.
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GOS

K? (a.u.)

Figure 3. Generalized oscillator strengths (GOS) for thé’sja Py, 31

state of silver atoms versus momentum transfer squar@@iR0, 40, 60,

80 and 100 eV electron-impact energies. Labels are the same as for the
Fig. 1. The colour solid lines represent corresponding RDW calculations

[15].
@ ‘ el;xg
1 T
: (b) e/‘Ag
T IEI 1 Figure 4. (a) Integral Q, (b)
S . 2 momentum transferQy, and (c)
e o] viscosity cross sectionsQ, for
L electron impact excitation of the
< { 4d"%p 2P, 5, State of silver atom.
S \\ Filled circles with error bars denote
S _— the present experimental results while
g SO S . 2 the solid line shows the combined
Energy (eV) ICSs calculated by the RDW method.
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Figure 5. Differential cross sections for the elastic electron scattering by
silver atoms at (a) 60 eV, (b) 80 eV and (c) 100 eV electron impact-
energies. Filled circles with error bars denote the present experimental
results. The dashed line shows the results obtained using the SEPSo
calculation while solid line shows DCSs calculated by the SEFASo
approximation [19].

3.2 Electron scattering by silver atom

We have also investigated the electron excitation of the first combined resoffaptstdte of silver

atom as well as the elastic electron scattering by this target [15, 19]. The obtained results for
generalized oscillator strengths (GOS) are presented in Figure 3 together with corresponding
relativistic distorted wave (RDW) calculations [15] where the atomic orbitals and wave functions for
both the ground and excited states (fine-structures levels) were calculated using the multiconfiguration
Dirac—Fock (MCDF) program [25]. Since both unresolved states of silver are optically allowed and
therefore they both have the OOS values, we generated FSF using OOS value of 0.675 which was
obtained as a sum of the OOS values of’fhg, (0.223) andPs, (0.452) levels of silver [19]. As
expected [22], the region of linearity of the GOS values decreageimazases from threshold. Good
agreement between experiment and theoretically obtained GOS results for combiné®btie; 44,
excitation using RDW calculations verify that our normalization is reliable. At 10 eV electron impact
energy where the necessary condition for normalization defindél =a22.5v is not satisfied, we
normalized our experimental results to the calculated RDW data.

In Figure 4 we present results for integrated cross sections. As one can see, both experiment and
theory predict decreasing €J, Qu and Qy with increasing incident electron energy and there is a
good agrrement in shape of ICS curves. At 10 eV and 20 eV theory gives slightly higher ICS values
but since the calculated DCSs are higher than the measured ones over the whole angular range this is
not surprising.

Figure 5 shows present measured DCSs for elastic electron scattering by silver together with optical
potential calculations [19]. There are two sets of calculated results, with (SEPAS0) and without
(SEPSO0) taking into account absorption effects (potential). It is evident that experimental data exhibit
the same shape as the theories and that both approximations give very similar results.
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4. Conclusion

The elastic and inelastic electron collisions with Pb and Ag atoms have been investigated. We have
obtained absolute values for generalized oscillator strengths (GOS), differential cross sections (DCS)
and integrated cross sections (ICS) for electron impact excitation of t&p Z@, s, silver line and

the 6p7s °Py, lead line, as well as DCSs and ICSs for elastic electron scattering by these targets.
Measurements were performed at electron energies of 10, 20, 40, 60, 80 and 100 eV and at scattering
angles up to 150 The measured results were put on the absolute scale using FSF method.
Conparisons with corresponding relativistic distorted wave (RDW) calculations for excitation [15, 16,
24] and optical potential calculations for elastic scattering [17, 19] were made. We found reasonably
good agreement between experiment and theory.

It is known that the data about electron metal atom cross sections are of particularly interest for
different applications in many fields such as the astrophysics, biomedicine, plasma physics, surface
and material science etc. In order to contribute to research in these areas by getting new reliable
results, our future work will be concentrated to the electron interaction with other metal atoms.
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Halothane (C,HBrCIF; 2-bromo-2-chloro-1,1,1-trifluoroethane) is one of the
most extensively used halogenated anesthetics in medicine and the only one
containing Br. It has a structure of a polyhalogenated organic molecule where
the two carbon atoms experience very different chemical environments due to
the bonding to different halogen atoms.

The fragmentation of C,HBrCIF; by high energy photons and electron beams
has been studied by De Souza et al. [1], while recently, Ferreira da Silva et al.
[2] investigated theoretically and experimentally the VUV photoabsorption
spectrum. Maljkovic et al. [3] reported the differential cross sections for elastic
electron scattering by halothane at 100 eV in a combined experimental and
theoretical work. Here we present the results of the photofragmentation study of
the halothane molecule obtained at Gas phase beamline of Elettra. NEXAFS as
well as mass spectra were measured at different photon energies across C s, Cl
2p, Cl 2s, Br 3d, Br 3p, Br3s and F s ionization edges.

Acknowledgements: This work is supported by Ministry of Education,
Science and Technological Development of Republic of Serbia (Project No. OI
171020) and by the Serbia — Italy Joint Research Project “A nanoview of
radiation-biomatter interaction”.
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Abstract. We have investigated the electron-impact excitation of the combined
(two fine-structure levels) resonant 4d105p2P1/2,3/2 state in silver from the ground
4d'%5s state both experimentally and theoretically. Measurements are presented
for the combined level while the relativistic distorted wave (RDW) calculations
were carried out for each level separately and for the combined level as well. Both
the experimental and theoretical results were obtained in the incident electron
energy (E,) range from 10 to 100 eV with experimental scattering angles (6) from
10° up to 150°. Experimental absolute differential cross sections (DCSs) were
determined through normalization of the relative DCSs at 10° to our previous
small angle experimental DCS values. The integrated cross sections which
include integral (Q;), momentum transfer (Qy;), and viscosity (Qy) cross sections
were determined by numerical integration of the absolute DCSs.

1. INTRODUCTION

In this paper, we continue our study of the combined resonant
4d105p2P1 nan state of the silver atom excited from the ground state by electron
impact [1]. Those results at small scattering angles show that the measured
differential cross sections were generally in quite good agreement with the
relativistic distorted-wave (RDW) calculations especially at higher energies and
smaller scattering angles. Thus, we established the experimental DCSs at 10° as a
base for the normalization of our present relative measurements of the DCSs
which are extended over a wide range of scattering angles up to 150° for
experiment and up to 180° for theory. The energy range remains the same (from
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10 to 100 eV). In this way, we obtained absolute DCS values which were
extrapolated to 0° and 180° and numerically integrated to obtain the integral (Q)),
momentum transfer (Q,,) and viscosity (Qy) cross sections. Since the observed
excited state has two fine-structure levels with total angular momentum J = 1/2
and 3/2 which cannot be distinguished in the present experiment, measured results
are presented for the excitation of the combined level. RDW calculations were
performed for both fine-structure levels and for the combined excitation.

2. EXPERIMENT

The apparatus used is a conventional crossed-beam electron
spectrometer described in more detail in our recent papers dealing with electron
scattering by silver and lead atoms [1-3]. In the crossed beam arrangement the
electron beam is formed in a system of cylindrical electrostatic lenses and
hemispherical energy selectors. The scattered electrons are detected by a rotating
analyzer that covers an angular range from —30° to 150° in the plane
perpendicular to the atomic beam. The analyzer is of the same construction as the
electron monochromator except that it has a channel electron multiplier as a
single-electron detector at the end.

A silver vapour beam was produced by heating a Knudsen-type oven
crucible containing silver metal by two separate coaxial heaters. The working
temperature was about 1300 K, the background pressure was of the order of 107
Pa, the overall energy resolution (FWHM) was typically 160 meV while the
angular resolution was 1.5°. The position of the true zero scattering angle was
determined before each angular distribution measurement by checking the
symmetry of the scattered electrons at negative and positive scattering angles
(usually from —10° to +10°). Due to the change of effective interaction volume
versus scattering angle, the effective path length correction factors Veff [4]
determined for the present experimental conditions were applied and corrections
of the measured scattered intensities was made. The obtained relative DCSs were
put on an absolute scale by normalization to the absolute DCSs for the same
excitation process at 10° [1]. Our experimental integrated cross sections are
obtained by the extrapolation of the absolute DCSs to 0° using our previously
reported results at small angles and to 180° using the appropriate RDW
calculation followed by numerical integration. Integral (Q;), momentum transfer
(Oy) and viscosity (Qy) cross sections are defined as:

0, =27rj|£DCS(6’)sin6 dé (1)
0

1/2
l—g)j cos® |siné do (2)

0

O, =27r]£DCS(6?) 1—[
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Oy =271'IDCS(9){1—(1—2)J0052 6}sin9 deo )

0

where DCS(g) is absolute differential cross section, w is excitation energy and
Ey is electron impact energy. The details of the RDW method for calculating the
DCSs were given in [1] and references therein.

3. RESULTS AND DISCUSSION
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Figure 1. (a) Integral, (b) momentum transfer, and (c) viscosity cross sections
for electron impact excitation of the 4d105p2P1 1.3 state of the silver atom. Filled
circles with error bars denote the present experimental results. The solid line
shows the combined DCSs calculated by the RDW method.

In Figure 1 we show the results for the integral (Q;) (a), momentum
transfer (Qy) (b) and viscosity (Qy) (c) cross sections for electron excitation of
the 4d105p2P1/2,3/2 state of silver. Experiment confirms a slow decrease of Q;, Qi
and Oy with increasing incident electron energy as is also predicted by theory.
One can see that reasonably good agreement was achieved between experiment
and theory concerning the shape of the energy dependences of all integral cross
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sections but theory gives slightly larger values of all integral cross sections at all
electron energies though they lie within the limits of the error bars in several
cases. The main reason for this behaviour is the fact that the present calculated
DCSs are higher than the normalized measured ones over the whole angular
range.

Considering excitation of the 4d105p2P1/2,3/2 fine structure levels, it
should be mentioned that there is also the 4d°55°Ds), state with an energy of
3.749 eV which is intermediate to these fine-structure doublet (with energies of
3.664 eV and 3.778 eV, respectively). One should expect that there must be
some contribution from the excitation of this level in our measurements.
However, since this excitation from the S ground level to the °D state belongs to
the electric quadrupole transition, we suppose that its contribution to the
excitation cross sections of the resonance P states is negligible. Also, as we
already reported in our previous paper [1], the DCS for the combined levels can
be represented as a sum of DCSs for excitation of the individual levels.

4. CONCLUSION

Electron impact excitation from the ground state of silver has been
studied both experimentally and theoretically. Measurements have been
performed at 10, 20, 40, 60, 80 and 100 ¢V electron energies and scattering
angles from 10° to 150°. Calculations were also carried out for the same energies
and scattering angles up to 180°. We conclude that good agreement is achieved
between the present two sets of data especially at higher energies.
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A nanoscale insight in radiation damage
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INTRODUCTION

The understanding that the macroscopic damage can be tracked down to a microscopic
scale, where the initial processes involving the elementary constituents are the same as
those studied in molecular physics and photochemistry, has been a key development in
the study of radiation damage (Garcia and Fuss 2012). The advent of new radiation
sources and novel instrumentation with the capability of imaging atoms and molecules
disclose the possibility to determine how matter functions during chemical reactions and
physical and biological processes.

One of the aims of the major importance project Italy-Serbia “Nanoscale insights in
radiation damage” is to study basic processes in benchmark molecules of biological
interest exploiting the potentiality of new instrumentation. In this paper the study of two
test cases are reported. In the first one the tunability and intensity of the synchrotron
radiation of Elettra (Trieste) in combination with high selective electron-ion coincidence
techniques has been used to study the fragmentation of 2Br-pyrimidine, while in the
second one angular resolved electron scattering experiments on alanine are reported.
Pyrimidine is one of the building blocks of DNA bases and its halogenated derivatives
represent prototype molecules of radiosensitizing compounds, given to patients who
undergo radiotherapy treatments. Alanine is one of twenty standard aminoacids encoded
by the human genetic code. The investigation of electron interaction with the main
constituents of proteins, like the aminoacids, provide valuable information on the
processes leading to radiation damage of a living cell.

2Br-PYRIMIDINE FRAGMENTATION

The experiments have been performed at the GasPhase photoemission beamline of the
Elettra synchrotron radiation facility, Trieste (Italy), which provides radiation from 13.6 to
above 1000 eV (Blyth et al. 1999). The end station is equipped with a hemispherical
electron energy analyzer (VG 220i) and a Wiley-McLaren Time of Flight (TOF) mass
spectrometer mounted opposite to each other. The electron and ion mass analysers can be
operated independently, for photoemission (PES) and mass spectroscopy measurements,
respectively, as well as simultaneously for electron-ion coincidence experiments.

We have studied the fragmentation of 2Br- pyrimidine following direct valence shell
photoionization as well as C and N 1s inner shell excitations (Bolognesi et al. 2015).
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The C and N atoms in the 2Br- pyrimidine ring structure are chemically different and
the Br atom, with its strong electronegativity, affects the electron cloud distribution. In
the case of valence ionization the detection of the fragment ions in coincidence with
energy selected photoelectrons, i.e. photoelectron-photoion coincidence experiments
(PEPICO), allows a state selected study on the fragmentation of different cation states.
In the case of inner shell excitation the fragment ions are detected in coincidence with
the resonant Auger electrons, the non-radiative decay that populates the same final
cation states as in direct valence photoionization. The advantage of these latter
experiments is that due to the inner shell absorption the selectivity on the atomic site of
the initial energy deposition is added, too.
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Fig.1 PES spectrum of 2Br-pyrimidine at hv=100 eV (bottom panel). PEPICO spectra,
i.e. mass spectra where the photoelectron kinetic energy selects the ionization of the 7,
n,; and m; valence orbitals (top panel).
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Fig.1 clearly shows that the type of fragmentation is strongly dependent on the ionic
state populated. For example, the loss of the Br atom occurs preferentially after the

ionization of the n, orbital, while the break of the ring is favoured by the ionization of
the m; orbital. This means that a preferential bond breaking and the production of a
certain fragment is ruled by the charge distribution and nuclear rearrangement of a
particular cation state. Similar results are observed (Bolognesi et al. 2015) when the
same cation state is populated via inner shell excitation and the following resonant
Auger process. This can be razionalized by the fact that the Auger decay occurs on a
time scale much faster than nuclear rearrangement. In summary these results show that,
similar to the pyrimidine case (Bolognesi et al. 2012) the fragmentation patterns of the
2Br-pyrimidine display a strong selectivity on the final ion states populated by direct
valence ionization or inner shell excitation/decay. The chemical and site sensitivity in
the initial energy deposition affects only the relative intensity of the different
fragmentation channels.

ELECTRON SCATTERING ON ALANINE

The electron scattering experiments have been performed with the modifided electron
spectrometer previously used for metal vapours (ESMA — Electron Spectrometer for
Metal Atoms) (Marinkovi¢ et al 2008) at the Institute of Physics in Belgrade. The
apparatus consists of a fixed hemispherical monochromator and a rotatable analyzer of
the same size, electrostatic lenses, a single electron channeltron as a detector. An oven
is used as a source of an effusive beam of sublimated alanine molecules. The powder
sample of 99% purity of DL-Alanine was heated to 460 K, a temperature where no
decomposition was observed. The molecular beam was crossed perpendicularly by the
mono-energetic electron beam and the scattered electrons were detected in the angular
range from 0° to 150°.

In the experiments both electron energy loss spectra and electron elastic scattering
differential cross sections (DCS) of alanine at incident energies from 20 to 80 eV have
been measured. In the case of the differential cross sections the measurements extended
from 10° to 150°. In Fig.2 the energy loss spectrum measured at 80 eV incident energy
and 2° scattering angle is reported. The spectrum in the region below the ionization
threshold of the molecule at about 9.6 eV, shows some features which correspond to the
excitation of a bound electron to m* or 6* empty orbitals which involve the CO bond in
the carboxylic group or the CH bonds, respectively. The DCSs for elastic scattering
have been measured on the absolute scale and span from two decades at 20 eV to three
decades at 80 eV. All of them are peaked in the forward direction and display a
minimum at approximately 100° scttaering angle. The full set of recorded data have
been deposited within the BEAMDB (Belgrade Electron Atom/Molecele DataBase
(Marinkovi¢ et al 2015). The BEAMDB is a part of the RADAM (Radiation Damage)
portal that contains several data bases covering specific interactions of photons,
electron/positrons and ions with biomolecules as well as multiscale and radiobiological
phenomena (Denifl et al, 2013).

35



Alg3: Italian - Serbian Cooperation on Science, Technology and Humanities

Wr—T——T1T T 1 > § * @& & T7 = |
e/alanine Eo=80 eV
250 |- -
CH,-CH(NH )-COOH Scatt.Angle=2"°
”Ww ‘
5 728 ¢e _ w ]
S 150 | ¥ “
8 _ - !
S 10rg29ev ' : 3
e
o

6 7 8 9 10 11 12 13 14

Energy-loss (eV)

Fig. 2. An energy loss spectrum of 80 eV electrons scattered at the angle of 2° from
alanine, CH3-CH(NH2)-COOH, molecule.

CONCLUSIONS

As far as the relative biological effectiveness of soft X-ray absorption in cells is
concerned, the results in 2Br-pyrimidine indicate that depending on the ionized orbital
the radiation can induce a direct damage (break of the ring) or an indirect one releasing
aradical (e.g. Br atom) that then can generate secondary damage.

In the interaction of photons or hadrons with cells electrons with a large spread of
energies are produced as the result of the ionization of the medium. These secondary
electrons are the key agents in any therapeutic process. The knowledge of their
scattering cross section and how they deposit energy in the basic constituents of the
cells is fundamental to develop proper Monte Carlo simulations aiming to determine
necessary doses in radiation treatments. The measurements in alanine shown here as
well in the other molecules of life contribute to the development of reliable database for
these simulations.
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Belgrade Electron-Atom/Molecule (BEAM) database [http://servo.aob.rs/emol]
has been created in order to curate cross sections for electron interactions with
atomic and molecular particles and with the aim to be a part (node) of other portals,
as well as to fulfil a broader task of maintaining A/M data in a comprehensive way.
It became an integral part of two portals: RADAM (Radiation Damage) database
[1] and VAMDC (Virtual Atomic and Molecular data Centre) [2,3]. A significant
number of entries within BEAM belongs to electron cross sections for metal vapor
atoms. Elastic cross sections (Mg, Hg, Ag, Yt, Bi, Rb, Pb, Sb, Cd) and excitation
cross sections (Mg, Hg, Ag, Yt, Na, Ca, Bi) have been compiled from the
published refereed sources. Data entries within BEAMD follow IAEA
classification scheme for processes [4] and use their standards for labelling of
atomic states according Pyvalem as a Python package [5].
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Silver is extensively employed in various scientific, technological and practical
applications [1-3]. In our previous papers we reported results (differential DCSs
and integrated ICSs cross sections) of combined experimental and theoretical study
of excitation of the silver atom from the ground 4d'°5s’S state to the first combined
resonant 4d 105p 2P1 1.3 state (fine-structure doublet with total angular momenta of J
=15 and 3/2 and energies of 3.664 and 3.778 eV, respectively) [4, 5]. Recently, we
published results for electron impact excitation of the 4d’5s* *D;), (4.304 V) and
4d"6s* ?S;, (5.276 eV) states [6]. Since McNamara et al. in their relativistic
convergent close coupling (RCCC) computation [7] raised queries about the
validity of our DCSs for resonant excitation, we have reanalyzed the earlier
experimental DCS data. We have found that DCSs at 20 and 40 eV need to be
renormalized due to incorrectly splicing our very forward-angular distributions
onto our middle and backward-angular distributions. The new appropriate
renormalization factor were applied and here we present new experimental DCSs
results and the comparison with calculated relativistic distorted wave (RDW) and
nonrelativistic atomic optical potential model data.
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Here we present integrated (integral Q;, momentum transfer Qy;, and viscosity
Qv) cross sections (ICSs) for electron-impact excitation of the (4d'°5s) *S;, —
(4d'5p) P23, (4d'%5s) Sy, — (4d°5s” ) *Dsp, and (4d'"5s) Sy, — (4d'%6s) %S,
transitions in atomic silver at impact energies E, from 10 to 100 eV.

ICSs for all states were derived from the corresponding differential cross
sections DCSs at each Ey. We extrapolated our experimental DCSs to 0° (using the
measured results at small scattering angles for resonant transition [1] and
corresponding theory for other two states [2]) and 180° (using the RDW
calculations for the given energy [2,3]), performed an interpolation, and then
undertake the appropriate integration. The new renormalized experimental DCSs
for resonant excitation at 20eV and 40 eV were used (see abstract Excitation of
silver atoms from the ground S state to the first excited P state by electron impact
by S. D. Tosi¢ et al.).
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The free-electron density equation and two temperature coupled equations
during laser-induced ablation of air at atmospheric pressure are solved. In doing so,
calculations were carried out to determine the comparative contribution of the
mechanisms responsible for electron gain and losses in LIB of air. The solutions
are initially obtained for the energy sources with a Gaussian distribution to describe
the contribution of different pulse-width regimes. More general results provided in
this study maintain the appealing aspects of other approximate solutions and reduce
them under the respective conditions. Obtained results agree well with the
numerical and experimental observations reported in the literature.
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PHOTO-INDUCED FRAGMENTATION OF THE TITANIUM (1V) ISO-PROPOXIDE
MOLECULE
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Emerging techniques in nanoscience and nanotechnologies have become an essential tool in
various disciplines. As a result, major improvements in the production new nanomaterials with
specific physical and chemical properties have been achieved using different physical and
chemical methods. Many of these methods lead to the deposition of arbitrarily shaped metallic,
semiconducting or insulating nano-structures. It is known that the TiO: nanoparticles have
good electrical, optical and magnetic properties and have found applications in optoelectronic
devices, sensors, alloy materials, solar cells, and self-cleaning surfaces [1]. We present both
experimental and theoretical results related to the photo-induced fragmentation of the core-
excited titamum (IV) iso-propoxide TifOCH(CHs;):]; molecule, which is an organometallic
precursor used for deposition of nano-sized TiO- films [2, 3]. The experiments were performed
at the gas-phase photoemission beamline of the Elettra synchrotron radiation source (Trieste,
Italy) [4-7]. Computational spectroscopy and extensive molecular dynamics (MD) simulations
were used to investigate and characterize the main fragmentation channels observed in the mass
spectra measured.
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171020, OI 172065).
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Inner-shell spectroscopy of titanium (IV) iso-propoxide
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The quality and properties of synthesized nano structure strongly depend on several factors, like
the choice of substrate and the appropriate precursors as well as the optimal conditions for
substrate-precursor reaction. For deposits such as TiO; these factors become particularly
important because directly affect properties such as magnetism and conductivity [1].

In the view of the intense activity related to synthesis of nanomaterials based on TiO», we
investigated inner-shell ionization and excitation in the titanium (IV) iso-propoxide
TiJOCH(CH3)2]4 molecule, which, due to its structure and chemical characteristics is considered
as an ecfficient precursor for deposition of TiO; thin films. Complementary experimental
techniques (XPS, NEXAFS, mass spectrometry) as well as extensive molecular dynamics (MD)
simulations have been used to investigate the photo induced fragmentation of Ti{OCH(CH3)z]4.
The experiments have been performed at the Gas Phase photoemission beamline of the Elettra
synchrotron radiation source (Trieste, Italy) [2, 3].

ACKNOWLEDGMENT: Work partially supported by the MAECI Serbia—Italy Joint Research
Project “A nanoview of radiation-biomatter interaction” and the MESTDRS (OI 171020, OI
172065).
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Halothane (C,HBrCIF;), one of the most commonly used halogenated
anesthetics, play a significant role in the destruction of the earth’s ozone layer
[1]. Photofragmentation experiments in the VUV and soft X-ray energy regions
performed at Elettra synchrotron have shown that the mass spectra of halothane
is dominated by lighter mass fragments. To explain the experimental findings
extensive computational studies were conducted. Low level, but fast and accurate
self-consistent charge density-functional tight-binding (SCC-DFTB) theoretical
method was employed to simulate the fragmentation of singly and doubly
charged halothane ions from their ground state electron configurations at
different temperatures. A number of fragmentation paths were simulated
producing almost all fragments found in the mass spectra. For the main
fragmentation pathways, the minima and the transition states on the potential
energy surface were described with more accurate computational methods.

In order to obtain a better insight in the photofragmentation pathways
nonadiabatic dynamics simulations were conducted using trajectory surface
hopping method (Newton-X program), combined with TD-DFT (Gaussian09)
and MCSCF (Columbus) electronic structure methods. The results have shown
the relevance of the cation excited states in the photofragmentation processes.

Acknowledgements: Work partially supported by the MESTDRS (Grant
Numbers 172065, 171020) and MAECI Serbia—Italy Joint Research Project “A
nanoview of radiation-biomatter interaction”.
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“Position” does matter : the photofragmentation of the nitroimidazole isomers
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Synopsis Experimental and theoretical spectroscopic methods have been combined to disentangle the fundamental mecha-
nism of VUV induced fragmentation of the three isomers of nitroimidazole radiosensitisers.

Radiotherapy is one of main techniques used in ~ Based on DFT calculations, a model is pro-
cancer treatment and radiosensitizers are drugs ~ posed which fully explains such differences,
used to selectively improve its effectiveness and reveals the subtle fragmentation mecha-
against tumour cells. Misonidazole and Ni-  nisms leading to the release of neutral species
morazole are two radiosensitizers with similar  like NO, CO and HCN. The present results
chemical structure. However clinical trials have

shown that they have different efficiency in the @ ON (b) —N
tumor treatment. In order to understand why I% f"\j [ »\NOZ
this happens we have studied the photo- ON N N N

fragmentation of 2-nitroimidazole and 4(5)-
nitroimidazole, which are the “building blocks”
of Misonidazole and Nimorazole, respectively.

To the purpose time of flight mass spectrome-
try has been used to investigate the fragmenta-
tion of these molecules. These measurements
have been then extended via the determination
of the Appearance Energies (AE) of the differ-
ent fragments and by Photelectrons-Photoions
Coincidences (PEPICO) experiments using

—— G-nitromedazole;
m 2-nitromedazole]

arbitrary units

Figure 1. Mass Spectra of 4(5)-nitroimidazole (red

synchrotron radiation [1]. To interpret the re- line and scheme a) and 2-nitroimidazole (grey area and
sults DFT calculations [1] have been also per- scheme b ) molecules measured with a He lamp.
formed.

The mas spectra of the two molecules display ~ suggest that the products of decomposition of the
many similar features and relative intensities, different nitroimidazole isomers migth play a role

in determining their distinctive degrees of effec-

but also a few intriguing peculiarities. The most ! ! :
tiveness in radiotherapy.

striking differences are the fragments at m/z
55" and 56, present exclusively in 4(5)NI and
2NI, respectively, and the fragment at m/z 83",
which is one of the leading fragmentation
channels in 2NI, but is almost absent in the
4(5)NI sample.The results of mass spectrome-

References

try are confirmed by the photoelectron—
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The photofragmentation of the core excited halothane molecule
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In recent years, great attention has been paid to halogenated anesthetics and their role in the
destruction of the earth’s ozone layer [1]. One of the most commonly used is halothane (CoHBrCIF3).
Compared to the other volatile anestethics from the same group (halogenated chlorofluorocarbons) this
bromide-containing agent is the most destructive against ozone.

We present both experimental and theoretical results related to the photofragmentation of the core-
excited halothane molecule. The experiments have been performed at the Gas Phase photoemission
beamline of the Elettra synchrotron radiation source (Trieste, Italy) using photons near the C 1s ionization
edge (~ 300 eV). The mass spectrum [as shown in Fig.1] is dominated by lighter mass fragments.

i

800 | 29742 eV

yioid (3}

Figure 1: The fragmentation mass spectra of halothane.

To explain the observed large number of lighter mass fragments extensive molecular dynamics (MD)
simulations of CgHBrClF%‘F jon at different temperatures were performed. All MD simulations were carried
out in the microcanonical (NVE) ensemble using Verlet algorithm for time integration. At each step of
the simulation the potential energy was calculated by minimizing the electronic energy with self-consistent
charge-density-functional tight-binding (SCC-DFTB) method as implemented in the DFTB+ code [2].
The results of MD simulations have confirmed the experimental findings: there are fragmentation paths
producing almost all fragments found in the mass spectra. For the main fragmentation pathways the
minima and the transition states on the potential energy surface were calculated with more accurate
quantum chemical methods.

Work partially supported by the MAECI Serbia-Italy Joint Research Project “A nanoview of radiation-
biomatter interaction” and the MESTDRS (OI 171020, OI 172065).

(1] A.C. Brown et al., Nature 341 (1989) 635.
(2] B. Aradi et al,, J. Phys. Chem. A 111 (2007) 5678.
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3™ XLIC General Meeting . Welcome

WELCOME

Welcome to the 3rd XLIC General Meeting XUV/X-ray light and fast ions for ultrafast
chemistry (XLIC), organized in Debrecen (Hungary}.

The workshop is an annual meeting of CM1204 action, which deals with physical and
chemical phenomena induced by electromagnetic fields and charged particles. The meeting is
planned for 2nd - 4th November, 2015, Tt will take place at Centrum Hotel, Debrecen,
Hungary. There will be 24 talks given by invited speakers, 12 oral presentations by early stage
scientists and 2 poster sessions.

The organization of this meeting and its funding with COST CM1204 budget was approved in
the 3rd MC meeting, held in Gdansk (Poland) on October 10th, 2014,

The objectives of the workshop are to assess the state of the art in the current understanding of
a variety of basic phenomena in the electron and atom dynamics such as charge-exchange
processes collective as well as single-particle excitation and ionization, energy loss, and
photon emission processes, collision induced physical, chemical and biological reactions
radiation damage and materials modification.

The XLIC conference is held for the 3rd time. Previous conferences were organized in Madrid
(Spain, 2013), Gdansk (Poland, 2014). It is a great honour for Debrecen to be the host of this
prestigious event in 2013,

Debrecen is the second largest city of Hungary, one of the most important educational,
research and cultural centres in Middle-Europe. Stadiums of Debrecen have given place to
great sport events (like Eurpoean Championship of Swimming, 2012) and the Carnival of
Flowers attracts thousands of visitors from all over Europe every year. In addition, there are a
lot of sights that must be seen, for instance the Great Church at the beautiful main square,
Déri Museum, Reformed College and its unique library, the Great Forest and the main
building of the University of Debrecen, but we could continue this list.

The 3rd XLIC conference is held at the Centrum Hotel. The hotel is located in the historic city
centre of Debrecen, enly 50 meters from the Great Reformed Church and the main square, the
venue of many cultural events, in the close vicinity of the most important attractions, office
buildings and institutions. It is one of the hotels of Eastern Hungary that provides ideal
conditions for the work and recreation of business travellers, while also satisfying the needs of
tourists in search of a lively atmosphere and vibrant experiences.

We hope that all participants will have a lively and successful meeting while enjoying the
attractive surroundings in this beautiful region of Hungary. We hope, furthermore, we may
offer exciting scientific programs in addition to various social and cultural programs, where
you can enjoy the famous Hungarian dishes and wing, too. Organizers have been doing their
best to guarantee pleasant experiences for everyone.

Karoly Tokési Andréas Csehi
Chair Co-Chair
3rd XLIC General Meeting 3rd XLIC General Meeting
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Search for the ‘molecular scissor’ via site- and state-selected molecular
fragmentation studies

P. Bolognes' A. Kettunen A. Cartoni>', R. Richter®, S. Tosic’, S. Maclot®, P. Rousseau®,
R. Delaunay® ,P Markus', H. Saadeh? Masa Masic®, B. Ma.rmkovlc K. Prince’ , L. Avaldi'

{CNR-Istituto di Struttura della Materia, Area della Ricerca di Romal, Monterotondo Scalo, Italy
“Department of Physics, University of Oulu, Finland
‘;Diparrfmemo di Chimica, Sapienza Universita di Roma, Roma, Italy
*Elettra-Sincrotrone Trieste, Basovizza, ltaly
*Institute of Physics, University of Belgrade, Belgrade, Serbia
SCIMAP, CEA'CNRS/ENSICAEN, Université de Caen Basse-Normandie, Caen, France

Department of Physics, The University of Jordan, Amman, Jordan

¥ Cardiff University, School of Chemistry, Cardiff, United Kingdom

‘Corresponding author: paola bolognesi@ecnr.it

The search for *molecular knife/scissors” i.e. the ability to selectively control molecular fragmentation,
is attracting a lot of interest [1,2]. This idea implies the possibility that the localization of the energy
deposition into specific atomic sites and/or molecular orbitals could be used to control and address the
fate of the molecule following photon absorption, i.e. the molecular fragmentation. Indeed, mass
spectra measured at photon energies across inner shell excitation thresholds display marked
differences (see Figure 1), suggesting a site-selected fragmentation. In this work we consider the cases
of halopyrimidines [3] and nitroimidazoles, two classes of radiosensitisers, to investigate and explain
the mechanisms of site- and state-selective fragmentation via a combination of spectroscopic
techniques (mass spectrometry, photoelectron, resonant Auger electron as well as electron-ion
coincidence spectroscopy) and tunable synchrotron radiation from the Gas Phase beamline of Elettra.
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Figure 1: a) The fragmentation mass spectra of 2Br-pyrimidine measured at the Cy(1s—n*) excitation (red
spectrum) and in the tonization continuum below/above the inner shell resonances. b) The difference spectrum
obtained by subtracting the direct ionization contribution from the resonance one.

Acknowledgments: Work partially supported by the XLIC COST Action, the Serbia — Italy Joint Research

Project “Nanoscale Insight in the Radiation Damage™, the MIUR FIRB RBFR10SQZI project 2010, the ICTP
TRIL Programme and project OI171020.
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(2] S. Nagaoka er al, J Phys. Chem A, 115, 8822-8831, (2011)

[3] P. Bolognest et al, Phys. Chem. Chem. Phys., DOI; 10.1039/C5CPO2601F, (2015)
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“Position” does matter: The photofragmentation of the nitroimidazole
isomers

P. Bolognesi,'* A. R. Casavola,'* A. Cartoni,"? R. Richter,? P. Markus,' S. Borocci,*

J. Chiarinelli,'® S. Togi¢,’ H. Sa’adeh,® M. Masig,’” B. P. Marinkovié,’ K. C. Prince,’ and L. Avaldi'

\CNR-Istituto di Struttura della Materia, Area della Ricerca di Romal, Monterotondo, Italy
 Dipartimento di Chimica, Sapienza Universit'a di Roma, Roma, Italy
3Elettra-Sincrotrone Trieste, Basovizza, ltaly
*Dipartimento per I'Innovazione nei Sistemi Biologici, Agroalimentari e Forestali (DIBAF),
Universita della Tuscia, Viterbo, Italy
SInstitute of Physics Belgrade, University of Belgrade, Belgrade, Serbia
Department of Physics, The University of Jordan, Amman, Jordan
School of Chemistry, Cardiff University, Cardiff, United Kingdom
8Dipartimento di Scienze, Universita di Roma Tre, Roma, Italy
*Corresponding author: paola.bolognesi@cnr.it and annarita.casavola@cnr.it

Radiotherapy is one of main techniques used in cancer treatment and radiosesitizers are drugs used
to selectively improve its effectiveness against tumor cells. Misonidazole and Nimorazole are two
radiosensitizers with similar chemical structure. However clinical trials have shown that they have
different efficiency in the tumor treatment. In order to understand why this happens we have studied
the photo-fragmentation of 2-nitroimidazole and 4(5)-nitroimidazole, which are the “building blocks”
of Misonidazole and Nimorazole, respectively. Time of Flight Mass spectrometry (fig 1) shows
important differences in their fragmentation, which can be linked with medical applications. To have
a better knowledge of these processes we have also measured Appearance Energy (AE) and
Photoelectron-Photoion Coincidences (PEPICO) with Synchrotron Light (Elettra, Trieste), and
performed theoretical calculations Ref. 1.
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Figure 1: Time of Flight Mass Spectrum (TOF-MS).

Acknowledgments: This work is partially supported by the XLIC COST Action M1204 via the
STSM program and the Serbia—Italy Joint Research Project “Nanoscale Insight in the Radiation
Damage”.
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Fragmentation of halopyrimidines and halouraciles by photoionization
and ion impact

P. Bolognesil, M.C. Castrovilli', A. Kettunen®, A. Cartoni’, R. Richter®, S. Tosic’, S. Maclot®,
P. Rousseau’,R. Delaunay®, A. Domaracka® B. Huber® and L. Avaldi'

!CNR-Istituto di Struttura della Materia, Area della Ricerca di Romal, Monterotondo Scalo, Italy
? Department of Physics, University of Oulu, Finland
? Dipartimento di Chimica, Sapienza Universita di Roma, Roma, Italy
* Elettra-Sincrotrone Trieste, Basovizza, Italy
7 Institute of Physics, University of Belgrade, Belgrade, Serbia
% CIMAP, CEA/CNRS/ENSICAEN, Université de Caen Basse-Normandie, Caen, France

In recent years we have focused our interest in processes induced in isolated molecules by soft X-
ray and ion beams. By photon ionization the site and state of the energy deposition are well defined
and the following chain of processes are characterized by coincidence techniques. In the
fragmentation induced by low energy ions, the effects of the increasing complexity of the target
and the role played by the ‘environment’ on the properties of the single molecule are addressed.

In the presentation two examples will be discussed. The first one is the photofragmentation of
2Cl-pyrimidine following inner shell excitation or direct valence ionization studied via
electron-ion coincidence techniques. The experiments have been performed at the Gasphase
photoemission beamline at Elettra, Trieste (Italy). The results show that the resonant Auger
process following inner shell excitation selectively populates the final states of the singly
charged ion and the site and state selected fragmentation patterns appear to depend only on the
final state of the singly charged ion. The comparison with state selected photofragmentation
after valence ionization confirms the role of the cationic state in the type of fragments
produced.

In the second example the fragmentation of 5Br-uracil isolated molecules, homogeneous
clusters and hydrated clusters by C* ions has been studied. The experiments have been
performed at the ARIBE beamline of the GANIL facility,Caen (France). The observation of
series of hydrated fragments provides the experimental evidence that a few water molecules
attached to the 5Br-uracil can induce a tautomerisation process. This process can lead to
mutagenesis and therefore to a different pairing in the DNA bases and can explain the
radiosensitizing effect of compounds bases on 5Br-uracil.
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Fig.1. Schematic of the main fragments whose hydrated series are observed and assigned in the mass
spectrum of hydrated clusters of 5Br-uracil. The blue arrows indicate the suggested site of hydration and the
red dashed lines surround the charged (detected) fragment; M indicates the parent ion.The proposed
tautomerisation processes mediated through the presence of a sufficient number of water moleculesis also
shown.
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Cross section set and transport properties of Nen CF,
Z. Raspopovit’, Z. Nikitovi¢', S. Tosé and V. Stojanovié *
“Institute of Physics Belgrade, University of Belgrade, P.O. Box 57, 11000 Zemun Serbia

SynopsisCross section set for scattering’Nens in Ck is assessed by using available experimental data for
charge transfer cross sections. Monte Carlo method is used to calculate transport propertiemsfiNER.

Charge transfer reactions of ions with molecules ard-urther, extrapolation of elastic momentum transfer
unavoidable elementary processes in modeling ki-cross section trend beyond crossing point of Lange-
neticsin terrestrial, industrial, and astrophysical plasmasvin’'s and hard sphere (HS) cross section [1] is done
In selected cases charge transfer reactions are known toy smoothly connecting to \F/trend [4] wherev is
represent the most significant part of a cross section sethe center-of-mass velocity (see Fig. 1).

Line spectra of excited atoms obtained in spectroat all ion kinetic energies above 50 eV reactive
metric measurements in CiRdicate that the charge cross sections are extrapolated by constant values.
transfer reaction is dominant process in collisionsgffect of various extrapolations (short dot-dashed or
with inert gas ions. Thus, in this work we assesse@ashed line in Fig. 1) of unusual behavior at low
cross section set for Nén CF, by using existing energy, observed with measurements of the cross
experimental data [1] for charge transfer collisions section leading to formation of GF(where irre-
producing radical ions of GF spective of the Nespin state exothermic behavior
Since no direct information is found in the literature of reaction is expected) is found negligible on mo-
how mobility of high recombination energy ions pjlity. Reduced mobility for Neions as a function
such as Neions behaves in GRve also calculated of E/N(E-electric field, N-gas density) compared
transport parameters by using Monte Carlo simulawith Langevin’s value is shown in Fig. 2.

tion technique [2].

The cross sections presented by Fisdenl [1] 24
were used to determine the elastic momentum trans- .
fer cross section (“elastic” in Fig. 1) assuming the — Langevin

total momentum transfer cross sectigpis known. o \
At low energies we assumed tlwaf is Langevin's H.‘” \
cross section and elastic momentum transfer cross > —o—Ne +CFE \,
section is determined by deducing all reactive cross Ng 1 : Y
sections. =

Average polarizability of CFis not well estab- ™ X,
lished [1] and may produce discrepancy for calcu-

lated mobility of ions in CF[3] and thus affect

plasma parameters prediction in modeling. We 0 . .
adopted value of 3.86°Aised by Stojano¥iet al 1 10 100 1000
[3] who found excellent agreement between ex- E/N [Td]

perimental and calculated mobility of €Fons in , . .
CF.. Figure 2. Reduced mobility for Nein CF, at 300 K.
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Electron scattering by silver: excitation of the 4°5° °D,, and 4d'%s °S,, states
S.D. Tosé !, V. Pefev, D. Sevé and B. P. Marinkovié
Institute of Physics, University of Belgrade, Pregrevica 118, Belgrade, Serbia

Synopsis Differential cross sections (DCSs) for electron impact excitation of des4’D,, and 4d%s’ %S,
states of silver atom have been measured. Relative DCSs have been obtained by comparing intensities of these
states relative to the resondRtstate at scattering angles fron? @150 and at electron impact energies from
10 eV to 60 eV.

The aim of our study is to provide reliable udng the effective path length correction factors [2]
electron scattering data which are of great im-determined for the present experimental conditions.
portance for a better understanding of electrorObtained relative inelastic DCSs for electron impact
interactions with silver atoms as well as for excitation of the 4%< D3, and 4d%6< %S, states
many scientific and practical applications [1]. of silver at 40 eV electron impact energy are pre-
The silver atom is very important in the field of sented in figure 1.
laser cooling and trapping techniques.

Here we present experimentally obtained rela- L B B L
tive differential cross sections (DCSs) for elec- 100L
tron impact excitation of theddss? ?Ds), (4.304 F
eV) and 41'%6s’ °S,;, (5.276 eV) states of silver
atom from the groundd4’ss °S state. The DCSs
have been determined by using inelastit’%4’
2D3/2, 4d10652 281/2)-t0-inelastic (tleSp 2P1/2’3/2 o 10
resonance state) intensity ratios and relative g 3
DCSs for the resonance state. The results haveAa
been obtained at electron impact energieg (E
of 10, 20, 40 and 60 eV and at scattering angles
from 1@ to 150 in steps of 10

Our scattering experiment is performed in
crossed electron-atom beam arrangement in S R T S T R
which an atomic beam is perpendicularly 0 20 40 60 80 100 120
crossed by monoenergetic electron beam. The Scattering angle(deg.)
electron spectrometer ESMA [1] consists of a
hemispherical electron energy selector with a
hair-pin thermo-electron source and an energy
analyzer of the same type with a channel elec-
tron multiplier as a detector. The analyzer can
rotate from -30 up to 150 with respect to the ¢ s interesting and important to continue in-
zero angle defined by the axis of the electronyestigations of electron excitation processes in
beam. _ _ silver atoms in order to obtain a more profound

The well collimated effusive Ag vapour beam ynowledge and to obtain more complete sets of

has been produced by heating oven cruciblecaitering data that could be used in theoretical
containing silver atoms. All the elements of the \odeling and numerical simulatians

system are placed inside a high vacuum

chamber. The real zero position of the scatteregkeferences

signal has been determined from the symmetry .

at positive and negative scattering angles. [;] 2' ':T)' TB_O.S‘:“(et al 20%]'2'8\”'}/'8.279’ ?381Ph E:
The inelastically scattered electron current inten2l R: T- Brinkman and S. Trajmar ys. &
-, : . ci. Instrum. 14, 245

sities are detected as a function of scattering anglé

up to 150 and then converted to relative DCSs

140 16(

Figure 1. Relative differential cross sections for the
excitation of the’D, and?S,/, states of silver atom
at 40 eV electron impact energy as a function of
scattering angle.
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Synopsis The fragmentation of 2Br-, 2CI- and 5Br-pyrimidine following direct valence photoionization or inner
shell excitation and decay has been studied by electron-ion coincidence experiments. The results show that the
fragmentation is strongly selective on the final singly charged ion state and the dominant fragmentation patterns

correlate to the nearest appearance potential.

Pyrimidines are an important class of organ-
ic molecules because the pyrimidine ring forms
the base structure of three nucleic acids (uracil,
cytosine and thymine) and their halogenated
substituted bases have found applications as ra-
diosensitizers in radiotherapy.

In a previous work on pyrimidine [1] it
has been observed that the resonant Auger spec-
trum shows a selective population of the final
states of the cation and the site and state select-
ed fragmentation patterns appear to depend only
on these final states. In this work we have stud-
ied the fragmentation of 2Br-, 2Cl- and 5Br-
pyrimidine following direct valence shell pho-
toionization as well as inner shell excitations. In
the case of valence ionization the detection of
the fragment ions in coincidence with energy
selected photoelectrons allows a state selected
study on the different cation states involved in
the process. In the case of inner shell excitation
the fragment ions are detected in coincidence
with the resonant Auger electrons. In this way
the selectivity on the site of the initial energy depo-
sition is added, too.

The experiments have been performed at the
Gas Phase Beamline at the Elettra Synchrotron
(Trieste).

In Figure 1 the electron-ion coincidence
yield for several 2Br-pyrimidine fragments as a
function of the binding energy of the cation
state measured either in direct photoionization
at 100 eV or following the inner shell excitation
are shown. Regardless of the initial process the
coincidence mass spectra show a very similar
behavior as long as the same final ionic state is
selected. This behavior of the fragmentation can

be explained by the fact that the fragmentation
occurs on a time scale longer than the non-
radiative relaxation of the inner shell vacancy. It
is also clear that a certain ionic state preferen-
tially correlates to the nearest fragmentation
threshold, even though other fragmentation
channels are energetically open.
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Figure 1. The PEPICO coincidence yields as a function
of the binding energy of the cation state. The black arrows
in the bottom panel indicate the position of the ion states ,
while the red ones the measured appearance energy of the
fragments.
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Pyrimidines are an important class of organic molecules because the pyrimidine ring forms
the base structure of three nucleic acids (uracil, cytosine and thymine) and their halogenated
substituted bases have found applications as radiosensitizers in radiotherapy. The observation of
high relative biological effectiveness of soft X-ray in cells [1] has raised the question whether this is
due to a specific physical/chemical effect or to the preferential localization of the ionizations in the
DNA bases. In the former case this implies a fragmentation process induced by the radiation, while
the latter implies that the bond breaks are due to the electron swarms produced following the
absorption of the soft X-ray. To answer these questions we have undertaken an extensive study of
the electron spectra from the inner shell ionized and excited molecules as well as their site selected
fragmentation patterns.

In a series of works on pyrimidine [2] it has been observed that the resonant Auger spectrum
shows a selective population of the final states of the singly charged ion and the site and state
selected fragmentation patterns appear to depend only on the final state of the singly charged ion.
Based on these previous results in this work we have studied the fragmentation of 2Br-, 2Cl- and
SBr-pyrimidine following direct valence shell photoionization as well as C and N 1s inner shell
excitations. In the case of valence ionization the detection of the fragment ions in coincidence with
energy selected photoelectrons allows a state selected study on the different cation states involved
in the process. In the case of inner shell excitation the fragment ions are detected in coincidence
with the resonant Auger electrons. In this way the selectivity on the site of the initial energy
deposition is added, too.

In figure 1 an example of the fragmentation of the 2Cl-pyridime after valence
photoionization is shown. The observation of the parent ion or its fragment ions strongly depends
on the excited cationic state. The comparison with the fragmentation following the population of the
same states via site-selective inner shell excitation indicates that the major role is played by the final
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cationic state. Similarities and differences in the fragmentation as a function of the excitation site
and halogenation will be presented in the poster.
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Figure 1: Photofragmentation of 2Cl-pyryimidine studied by a photoelectron-photoion
coincidence experiment at 100 eV. On the left panel the photoelectron spectrum of the
molecule is shown, while on the right panel some coincidence mass spectra at different
binding energies are reported.
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Photon interaction with (bio)molecules - Near-edge X-ray absorption fine-
structure (NEXAFS) spectroscopy
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Abstract. Binary collisions of molecules with energy selected atomic particles (photons,
elcgtrons, ions) are an ideal tool for determining the structure of molecules and ascertaining
their behaviour in the surrounding. Some of the experimental techniques that probe the inner
shell mplecular structure include Auger ejected electron spectroscopy [1] or Near-cdge X-ray
absprptlon fine-structure (NEXAFS) spectroscopy [2]. In NEXAFS an X-ray photon promotes
an inner-shell electron to an unoccupied molecular orbital forming a core excited state. When
the energy of photon equals to this difference the photoabsorption cross section (PAXC) 1s
enhanced i.e. exhibits the resonant behaviour. In the case when a molecule compriscs of atoms
of the same kind but having different surrounding atoms, the chemical shift is introduced in the

PAXC. Owing to this, the fundamental mechanisms of the fragmentation of different isomers
could be clucidated [3].

Figure 1. The photoelectron - photoion coincidence (PEPICO) spectrometer at th i
: o s e Gas Phase Miss
b'eamlme pf the Elettra synchrotron radiation facility. The electron energy hemispherical analzzzrszﬁ):s:lgxmz
time of flight mass spectrometer are mounted opposite to each other at the interaction region ‘ where the vapor
beam (light blue) and the photon beam (red) cross each other. [according to 3] ' § 1 pt

At the GasPhase beamline of the Elettra synchrotron facility in Trieste we have investigated
several classes of molecules: halo-pyrimidines; nitroimidazoles, and halothane. The rcsu%ts of
mass spectrometry as well as photoelectron—photoion and photoion—photoi(;n coincidence
spectroscopy display striking differences in the radiation-induced decomposition.
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C.A.P. 00015

Citta Monterotondo Scalo (Roma)
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Email secondaria paola.bolognesi@ism.cnr.it

C.V.

Paola Bolognesi (PhD in Physics 1999, Manchester University, UK) is CNR Researcher, member of the Molecular Dynamics group
(ISM,Rome), since 2001.

In her career she has been involved, initially as participant and then as PI, in many national (PRIN,FIRB) and international (FP7,Marie Curie
grants,COST actions, Galileo program, Bilateral initiatives) projects and successful beamtime applications at Large Scale Infrastructures
(Synchrotron, lonBeam and FEL sources). She has been visiting scientist in international labs (Daresbury,Paris, Caen,Sendai, Stanford).
This has allowed developing her expertise in atomic and molecular spectroscopy and dynamics of photon/ion/electron interaction with
species of increasing complexity. Her interests span from the characterization of electron correlations in atoms and molecules to the study
of collective excitations in highly symmetric systems like fullerenes or the mass spectrometry of environmental species. Now she is leading
the activity of the group for the study of the nanoscale processes in radiation damage and functioning of sensitizer molecules used in
radiotheraphy.

Her scientific activity is witnessed by more than 100 publications in int. journals of high IF, 17 oral presentations at Int. Conferences and
many seminars. She is ViceChair of the XLIC COST and active participant of another COST in the field of radiation damage and nanoscopic
approach to biology. She serves as referee for many journals of high IF,has been external evaluator of several PhD thesis, tutor of PhD
students and postdocs and evaluator for international laboratories (Canadian Light Source) and funding agencies (FWO, Netherlands).

Pubblicazioni

[1] M.C. Castrovilli, P. Bolognesi, A. Cartoni, D. Catone, P. O’Keeffe, A.Casavola, S. Turchini, N. Zema, L. Avaldi
Photofragmentation of halogenated pyrimidine molecules in the VUV range
J. Am. Soc. Mass Spectrom. 25 (2014) 351

[2] Murphy et al ‘Buckyball Explosion by Intense Femtosecond X-Ray Pulses: A Model System for Complex Molecules’
Nature Communications 5 (2014) 4281

[3] E. Sokell, P. Bolognesi, A. Kheifets, |. Bray, S. Safgren and L. Avaldi
Signature of two-electron interference in angular resolved double photoionization of Mg
Phys. Rev. Lett. 110 (2013) 083001

[4] P. Bolognesi, P. O’Keeffe and L. Avaldi ‘Soft X-ray interaction with organic molecules of biological interest’, Chapter X in
‘RadiationDamage In Biomolecular Systems’, SpringerVerlag (2012), G. Garcia and M.C. Fuss, edt.

[5] P. Bolognesi, G. Mattioli, P. O'Keeffe, V. Feyer, O. Plekan, E. Ovcharenko, K. Prince, M. Coreno, A. Amore Bonapasta and L. Avaldi
Investigation of halogenated pyrimidines by X-ray photoemission spectroscopy and theoretical DFT methods.
J. Phys. Chem. A 113 (2009) 13593
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Indirizzo Pregrevica 118,11080 Belgrade
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C.V.

Sanja Tosic (PhD in Physics 2012, Faculty of Phisics, University of Belgrade, Serbia) is experimental physisict working in the Laboratory for
Atomic Collision Processes at the Institute of Physics Belgrade, Serbia. She has been involved in many national and international projects
(COST MP1002 Nano-IBCT, COST CM1204 XLIC, bilateral research projects) and has a successful cooperation with several experimental
and theoretical research groups (Roma, Canberra, Toronto, Uzhgorod, Roorkee). Her scientific activity was initially focused on the study of
atomic collision processes technique of crossed beams, through the study of the scattering of electrons in complex atomic targets (Ca, Pb,
In, Ag). Her present interests are in basic processes on molecules of biological interest (research based on electron -atom/molecule
interactions, combined investigation on electron scattering and soft X-ray absorption by biomolecules etc). The obtained results she has
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published in international journals of high IF, invited lectures and contributions at the international and national conferences and seminars.
She was a member of the Organizing Committees of the several conferences (20th SPIG 2006, 1st CEAMPP 2008, 5th CEPAS 2011, 2nd
CEAMPP 2011, 27thSPIG 2014, WG2 Expert meeting on biomolecules 2015). She has also worked as an author of problems for high
school students contest at Serbian Physical Society.

Pubblicazioni

1. S.D. Tosic, V. Pejcev, D. Sevic, R.P. McEachran, A.D. Stauffer, B.P. Marinkovic
Electron-impact excitation of silver
Phys. Rev. A 91(2015)052703

2. P. Bolognesi, M.C. Castrovilli, A. Kettunen, A. Cartoni, R. Richter, S. Tosic, S. Maclot, P. Rousseau,R. Delaunay, A. Domaracka, B.
Huber, L. Avaldi,

Fragmentation of halopyrimidines and halouraciles by photoionization and ion impact

Proc. WG2 Expert Meeting on Biomolecules, COST CM1204, XLIC - XUV/X-ray Light and fast lons for ultrafast Chemistry, April 27-30,
2015, Book of Abstracts, Eds. P. Bolognesi and A. Milosavljevic, Invited Talk, p.41.

3. S.D. Tosic, V. Pejcev, D. Sevic, R.P. McEachran, A.D. Stauffer, B.P. Marinkovic

Integrated Cross Sections for Electron Excitation of the 4d105p State of the Ag Atom

Proc. 27th Summer School and Int. Symp. on Physics of lonized Gases — SPIG 2014, 26th - 29th August 2014, Belgrade, Serbia,
Contributed Papers & Abstracts of Invited Lectures, Topical Invited Lectures, Progress Reports and Workshop Lectures, (IOP Belgrade and
SASA, Belgrade, Serbia), pp.46-49.

ISBN: 978-86-7762-600-6.

4. S.D. Tosic, V. Pejcev, D. Sevic, R.P. McEachran, A.D. Stauffer, B.P. Marinkovic
Absolute differential cross sections for electron excitation of silver at small scattering angles
Nucl. Instrum. Meth. B. 279(2012)53

5. S.D. Tosic, V.I. Kelemen, D. Sevic, V. Pejcev, D. M. Filipovic, E. Yu. Remeta, B.P. Marinkovic
Elastic electron scattering by silver atom
Nucl. Instrum. Meth. B 267(2009)28

) ) Descrizione delle attivita in programma
Sintesi del progetto

A key development in the study of radiation damage has been triggered by the understanding that macroscopic alterations are originated at
the microscopic scale, where processes involving the elementary constituents are the same studied in molecular physics. The advent of
new radiation sources and instrumentation that allow to 'image molecules at work', discloses the possibility to determine how matter
functions during chemical reactions and biological processes. This, for example, has led to the establishment of the European Cost MP1002
‘Nanoscale insights into lon Beam Cancer Therapy’, just concluded, which aimed “to combine, using a multiscale approach, the unique
experimental and theoretical expertise available within Europe to acquire greater insight at the nanoscopic and molecular level into radiation
damage induced by ion impact”. The proponent groups represented their respective countries in the managing committee of the Action and
via this proposal would like to reinforce their common interests. Both groups have established experience on the detection of charged
particles produced by the interaction of radiation with building blocks of life molecules using laboratory sources and synchrotron radiation.
The Italian team has the scientific responsibility of the atomic and molecular physics programs at the synchrotron Elettra since 1994 and the
Serbian team has complementary expertise in electron collision experiments. Now they intend to exploit new opportunities to study the
structure and dynamics of complex biomolecules isolated, embedded in homogeneous or hydrated clusters as well as in interaction with
radiotherapy drugs. The project, which is organized in two parts, one devoted to the study basic processes in benchmark molecules using
existing instrumentation and the other one to the development of new techniques to produce beams of nanoaggregates will be the seed of
an ltalian-Serbian scientific platform for nanoscale insight into radiation damage.

Obiettivi fissati per I'anno 2016

The main objective of the project for the first year is to share the expertise of the two groups to study a) basic processes in benchmark
molecules and in b) biomolecules of increasing complexity developing new instrumentation and methods.

a) Basic processes in benchmark molecules.

The basic mechanisms of radiation damage will be investigated using electrons (Belgrade), VUV (Rome) and soft-X ray (Trieste).
Photoionisation and photofragmentation experiments of nitroimidazole radiosensitisers will be performed at Elettra to unravel basic
mechanisms of functioning of this class of molecules and to explain the fundamental reasons of the diverse effectiveness of the different
members of the family. Similar studies will be performed on halopyrimidines, another class of radiosensitiser. A VUV lab source will be
equipped with an oven source, and used to perform off-line tests to characterize the evaporation conditions of the biomolecules.

b) New instrumentation and methods to study nanoaggregates of increasing complexity.

In the study of gas phase biomolecules as well as in their potential applications to nanomedicine and material science, the thermal
evaporation to produce the target beam quickly reaches its limit of feasibility. This occurs already at the level of nucleosides and some
amino acids, due to their thermal liability. To move forwards in the study of larger and more realistic systems, the goal is to consider
biomolecules embedded in clusters as well as their selective deposition. The challenge is the construction of a multipurpose setup based on
the use of an ElectronSpraylonization, ESI, source for the production of the species. During this first year, a non-commercial ESI will be set-
up and characterized. This activity will benefit of the complementary expertise from the group of Belgrade, which has already experience in
the handling of a similar source.
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Gruppo di ricerca e metodologia prevista

a) Basic processes in benchmark molecules.

The experimental setups of the two teams are complementary. The Italian group has electro-electron and electron-ion coincidence
spectrometers in the lab in Rome and at Elettra, the Serbian group operates low energy spectrometers with high energy/angular resolutions
in the Belgrade lab. Together, they will tackle nanoscale investigations of radiation damage from different facets and with different ionizing
sources.

lonizing radiation damages a biological tissue mainly via secondary electrons produced by interaction of the radiation with the cells. Thus
most of the attention is paid to investigate the electron interaction with basic components of a biological sample. The Serbian team will run
electron impact experiments covering the range of low incident energies, where mainly electron capture in temporary negative ion
resonances occurs. Angle resolved experiments, in addition, will provide a more complete data set to simulation codes of radiation damage
used to determine dose delivery to biological tissues in radiotherapy. The ability to manipulate selective bond cleavage offers unique
chances to manage the local physics and chemistry. Inner shell photo- excitation/ionization are suitable candidates for a selective bond
cleavage because core electrons are localized near a particular atom. The two team jointly will exploit the properties of tunable synchrotron
radiation in combination with techniques where ions and electrons are time correlated, to provide unprecedented information on the
photofragmentation of biomolecules. This approach, supported by theoretical calculation performed by some members of the Italian team,
will be applied to nitroimidazole, studying their site- and state-selected photon induced fragmentation as function of the position of the nitro
substituent, NO2. The purpose is to characterise the radiation damage as well as the radiosensitising mechanisms of this class of
radiosensitisers, and to compare them with the mechanisms already identified in halopyrimidines and halouracils. Recent collaborations
with the group at Ganil (Caen) via the Italian-French program Galileo and the COST nanolBCT has opened up the possibility to study
radiation damage induced by ion impact. This allows on one hand to investigate different fragmentation mechanisms to be compared with
the ones active in photon absorption, and on the other hand to simulate the conditions used in hadron therapy near the Bragg peak via
proper choice of the incident ions and energy.

b) New instrumentation and methods for the study of nanoaggregates of increasing complexity.

Biomolecular nanoaggregates and nanoparticles (NP) find more and more applications in future enabling technologies from medicine to
bioelectronics. Among others, halosubstituted DNA bases and NP are very promising radiosensitisers, but their basic mechanisms of
functioning at the nanoscale still await explanations. The study of these elementary processes suffers by the fact that even simple
biomolecules are impossible to obtain in the gas phase by thermal evaporation. The combination of ESI and mass spectrometry will
overcome this limit allowing also the investigation of the effects of nanohydration, disentangling the role of the environment on the
radiosensitizing mechanisms. The Rome group is building a setup consisting of an ESI source, transport and focus system of the ion beam,
a quadrupole filter to mass-select the produced species and a trap to store and ionize them. The products will be analyzed by an orthogonal
TOF. Natural biomolecules of increasing complexity (nucleosides, nucleotides and oligonucleotide), isolated or nanosolvated as well as
drugs used in radiotherapy (gemcitabine, cisplatin and Au/Ag NP) will be studied, individually or in interaction. The same set-up can also be
used for ESI-MS studies of nanoclusters (NC), i.e. NP with a size <2nm, a metallic core with less than 100 atoms and amazing properties.

Fonti del cofinanziamento

The estimated cost of the project for CNR-ISM in 2016 is 56 k€. This will be covered by a co-funding from a CNR Progetto Premiale (26 k€).
The group at IPB in Belgrade will found the activity in their lab with a budget of approximately 10 k€.

Risultati attesi

The expected scientific results (2016) are:

Multi differential Electron impact cross section of biomolecules in different energy ranges. These will extend the database that has been
built within the European Cost Action MP1002 ‘Nanoscale insights into lon Beam Cancer Therapy (Nano-IBCT)'. Investigation of the
radiation damage mechanisms of 2 and 4(5)-nitroimidazole by photoemission, mass spectrometry and site- and state-selected photon
induced fragmentation studies, complemented by theoretical calculations.

The expected technological results (2016) are:

Implementation and characterization of a high throughput ESI source, that will be subsequently expanded into a versatile and multipurpose
laboratory setup for mass spectrometry of biomolecules, nanoaggregates, nanoparticles and nanoclusters produced by the ESI.
Development of a technology to deposit biomaterials on a substrate by soft landing.

Training and dissemination (2016).

The collaboration will allow the training of early stage researchers and PhD students in sophisticated spectroscopic and spectrometric
techniques with laboratory sources as well as with synchrotron radiation and ion beams available at international facilities, providing them
the opportunity to face an interdisciplinary activity with the challenge to develop new instrumentation and methodology. The results of the
joint activities will be presented in international conferences ECAMPXII, SPIG 2016 and MPS2016 as well as COST meetings.

Continuazione di progetto gia esistente:
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PIANO ECONOMICO - FINANZIARIO

TABELLA 1: PREVENTIVO
Importo
DESCRIZIONE Numero unita(ri€c)> Totale (€)
a. Viaggi e soggiorni ricercatori stranieri in Italia 2 1.000 2.000
b. Viaggi e soggiorni ricercatori italiani all'estero 2 750 1.500
c. Prestazioni professionali e/o di terzi 0 0 0
d. Contratti per personale non strutturato 1[ 20.000 20.000
e. Organizzazione di workshops 0
f. Pubblicazioni o altre forme di disseminazione 1.000
g. Materiale consumabile 25.000
h. Materiale inventariabile (max10% di TOTALE COSTI) 0| 0.00%
i. Altro 1.500
SUBTOTALE COSTI 51.000
j. Costi per personale strutturato (min 30% - max 45% di TOTALE COSTI) 25.000| 80.86%
k. Costi di gestione (max10% della somma SUBTOTALE COSTI + voce j) 5.000| 658%
TOTALE COSTI 81.000
TABELLA 2: FONTI DI FINANZIAMENTO
DESCRIZIONE IMPORTO (£) %
A. Cofiananziamento Ente Proponente 30.000 37,04%
B. Cofinanaziamento richiesto al MAECI 25.000 30,86%
C. Cofinanziamento Ente estero 0 0,00%
D. Cofinanziamento altro 26.000 32,10%
TOTALE FINANZIAMENTI 81.000

Specificare su quali voci della Tabella 1 sara attribuito il cofinanziamento alle voci C. e D. della Tabella 2

Consumable, dissemination, partial support for Contratti per personale non strutturato.

(1) Elenco materiale non inventariabile

Maintenance of instruments (vacuum pumps, gauges, power supplies), vacuum components (flanges, vacuum gauges), chemicals and
solvents, electrical components, detectors.

(2) Elenco materiale inventariabile

(3) Elenco altre spese

Travelling and living expenses of the members of the italian team for common activities of the italian and Serbian groups at Elettra.
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ELETTRA PROPOSAL DESCRIPTION
Proposal number: 20180158

Title: Investigation of the fragmentation mechanisms of halogenated anesthetics

Proposer: Sanja TOSIC

Beamline(s): GASPHASE

Required shifts: 30

Objectives: The photon induced radiation damage mechanisms of halogenated inhalational anesthetics sevoflurane, enflurane and
isoflurane will be investigated by mass spectrometry and compared to the results already obtained for the other volatile anesthetics.
The effect of photon interactions on these molecule systems will be studied both experimentally and theoretically. In combination
with DFT calculations we will explain the fragmentation mass spectra and completely describe main fragmentation pathways
including reactants, products, transition states, activation energies etc.

do not change anything above this line

1.Background

There are lot of forcing agents that dictate the direction and magnitude of the climate change. First of all, human activities result in
the release of a large amount of different chemical compounds into the atmosphere which impact the environment and human health.
So, substantial effort has been dedicated to assessing the direct and indirect impacts of human activities on climate. Global climate
change is caused primarily by the increased atmospheric concentrations of the major long-lived greenhouse gases CO,, CHs, N>O and
halogenated organic compounds. In recent years, the attention towards halogenated anesthetics and their overall contribution to global
climate change and the environment has increased [1,2]. The major atmospheric effects that may arise from emission of volatile
anesthetics are their contributions to ozone depletion in the stratosphere and to greenhouse warming in the troposphere [3]. The
stratospheric ozone layer is now known to be damaged by long living chlorine- and bromine-containing compounds. The most
commonly used inhaled anesthetics undergo very little in vivo metabolism in clinical use. More than 95% of these volatile anesthetics
is not metabolized by the patient and these agents remain in a form that may pollute the environment. These polutants will end up in
the atmosphere whereas those species with long lifetime in the troposphere will reach stratosphere in significant quantities.

2.Motivation for the present proposal

The purpose of the present experimental proposal is to investigate photon induced fragmentation of volatile halogenated agents
sevoflurane (halogenated with fluorine), enflurane and isoflurane (halogenated with fluorine and chlorine) molecules and to determine
their fragmentation pattern. To the best to our knowledge, no results appear in the present scientific literature on gas phase
photoionization of these molecules. Our proposed experimental work addresses their electronic structure, and it can offer important
insight on photon-driven reactions. The proposed research program will be carried out at Elettra with the group from CNR-ISM,
whom we already cooperated with in a recent series of measurements on halothane molecule (C,HBrCIF;) during a recent internal
beam times obtained at the Gas Phase beamline (March 2016, September 2017). We have performed extensive and detailed studies of
the fragmentation mechanisms of this molecule, one of the most commonly used halogenated anesthetics. Compared to the other
volatile anesthetics from the same group (halogenated chlorofluorocarbons) this bromide-containing agent is the most destructive
against ozone. Preliminary obtained results shows several different fragmentation pathways which contain fragments observed in the
atmosphere. Also, the mass spectra show a strong contribution of lighter mass fragments [4, 5] (Figure 1 a).
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a) b) ©) d)

Figure 1: a) Mass spectrum of halothane; Structural formulas of b) sevoflurane; c) enflurane; d) isoflurane

Building on the successful results of the previous study of the halothane molecule we will now continue the study of the halogenated
inhalational anesthetics sevoflurane (C4HsF;0) , enflurane (CsH,CIFs0) and isoflurane (CsH,CIFsO) which is the structural isomer of
enfluran. Our aim is to investigate the effects of the variations in the fragmentation patterns due to the substituent groups and their
position in the molecule. The proposed targets are shown in Figure 1: (b) sevoflurane; c) enflurane and d) isoflurane. This
complementary expertise will contribute to the successful realization of our project. More detailed insight in the ground state
electronic structure and properties as well as fragmentation pathways of investigated molecules can be obtained by analyzing
experimental results with state of the art quantum chemical methods [6, 7]. Members of our team at IPB are also experienced in
computational chemistry [8-11]. Beyond ground state geometries and molecular electronic properties, calculations on transition state
and intermediate species will provide potential energy profiles for most probable fragmentation pathway. Thus, based on mass
spectrometry results, we plan to develop a model for photon induced fragmentation pathways for investigated molecule.



3.Experimental plan

The targets that we will use for this experiment belong to the halogenated volatile anesthetics. An experiment on halothane molecule
has been recently performed at Gas Phase beam line using valence and inner shell photoionization. The experimental plan is to move
forward in the identification end explanation of fragmentation patterns of sevoflurane, enflurane and isoflurane molecules using the
same experimental approach. This proposal will focus on:

1. the measurements of the PES and NEXAFS of sevoflurane, enflurane and isoflurane molecules at several photon energies;

2. the study of the mass spectra via TOF mass spectrometry at several photon energies across the C(1s), F(1s), O(1s) and CI(2s)
thresholds and in the valence energy region;

3. the measurement of the photoelectron-ion coincidence (PEPICO) yield to investigate the state-selected fragmentation of valence
shell orbitals.

For these experiments, we would like to use the Gas Phase beamline and the end-station equipped with the VG electron analyser and
the ion TOF analyser mounted opposite to each other. A test tube mounted outside the vacuum chamber and connected to the gas line,
with a needle valve regulating the gas flow will be used. The electronic for PEPICO experiments, with pulsed extraction of the ions to
the TOF analyser triggered by the as pulse generator or by the discriminated signals of the six channeltrons of the VG analyser will be
needed.

4. Explain why this work calls for access to Elettra

The Gas Phase beamline at Elettra can provide both the high flux and good intensity for resolving the features in the recorded spectra.
Together with photon energy tunability we can obtain suitable experimental set-up essential for characterization of our samples.
Based on our previous experience with halogenated volatile anesthetics, for the present experiments we expect that we will need
about 3 shifts for setting up of the experiment, 4 shifts/molecule to perform the PES characterization of valence and core hole ionic
states and about 5 shifts/molecule to perform the proposed experiments of photoemission and photofragmentation.
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Ctpana 1 - OnwTty nogaun

Mporpam OCHOBHA HCTPAKHBATBA

06nact Gustika

Bpoj npojexta 171020

Hazue IpojexTa Suonka cyJapa 1 goTonpeLeca ¥ ATOMCKHM, (OHO )MONTeKYICKHUM H HAHO THMEH3MOHHM CHCTEMIMA
Tun npojexTa b-ExcniepumenTtamHit

CTtpana 2 - Onnc ncTpaxnearsa

LabeBA HCTPAKABARLA (MIpeMa J0CTABLeHOM INTAHY HCTPAKHBAKA) ocTBapeHn ¥ 2019, ronpHH aMajyha y BHAY 3HAUAj, KBAIHTET H HHBO 0cTBapeHHX pesyiaraTa. TEMA 1. MHTEPAKIIMIE ENEKTPOHA, JOHA
11 ®OTOHA CA ATOMUMA W (BHOWMONEKY JIMMA (KOHCTUTYEHTHMA M AHA JIOTOHUMA THK MOJEKYIIA) PAIM BOJBED PASYMEBAIRA ITPOLIECA PATMIAITMOHOL OINTEREBA. 3agaTak
1.1 a) Ha anapatypu OHRHA (Omicron High Resolution Hemispherical Analyser) H3MepeHH ¢y CIIeKTpH H30aueHHX eTeKTpOHa ay TOjOHH3alIHOHKX cTamka H Coster-Kronig npenasa y atoMy Ar, a my(IHKOBaHH ¥
mMehyHapomsom Yacormicy [P18. Energy analysis of ejected electrons in the region of the Ar L 1--L2,3M Coster-Kronig transitions (25-56 V) induced by electron impact, J. Electron Spectrosc. 237, 146398 (2019) 6pp]. 6) Ha
anapatypd ESMA sappiueHa ¢y 1 my (iIHKOBaHa Mepetba JU(epeHIMjaTHHX Tpeceka 3a eNacTHIHE pacejatbe eNeKTpoHa MPH YIIATHHM eHeprijaMa enekTpoHa o, 10-100 eV Ha atomy Zn [P12. Experimental and theoretical
cross sections for elastic electron scattering from zin, Phys. Rev. A 99, 062702 (2019) 10pp]. 3amatax 1.2 (pykoromnall 2ajatka ap Jenena Mamkorih). a) MaBpeiieHa cy Mepema elacTHUHOT Pacejarka eleKTPoHA Ha
MOTEKYITY TpH-eTHI-pocdaTy. Pesyntati ¢y oGpahenn 1 myGnukosanu [P43. Elastic electron scattering cross sections for triethy] phosphate molecule at intermediate electron energies from 30 to 230 eV, Eur. Phys. 1D 73, 27
2019) Spp]. 6) [TpenuMUHAPHA Mepera eNac THUHOT PACEjaka eNeKTPOHA HA MOMEKYTY MeTaHa CY MpeAcTaBIbeHA HA PECTIDKHIM MelyHapoarim konbeperermjama ECAMP 13 u XXXI ICPEAC [CI08. Integral cross
sections for elastic electron scattering by methane melecule; CIO1. Elastic electron scattering from methane melecule in the energy range from 30-3(X) eV] B) ¥V oKBHpY IOCT JOKTOpATa ¥ capaIiH ¢a kKoleraMa us Ilpara
0GaBbEeH je paj 0 JHUCOLMjATHRHO] jOHM3aITjH Moekyma dayoporutpuna [O02 Phys. Chem. Chem. Phys. 21(30) 16451-16458 (2019)]. 3agatax 1.3 H3yyapaHa je Teopija cyaapa TellkHX decTHI@: A) ITySnHKoRaH je paj y
KOME je MPHMebeHa JHHAMIMIKA aqHjadaTcka TeopHja cyjlapa ¥ OICY aToMa BOAOHHKA ¥ s-cTaby [P05. Classical representation for hydrogen atom in s-states, Quantum Stud.: Math, Found. 6(2)225-233 (2019)]. &)
pykoBomaIal 3agatka ap Henag Munojesuh): HeTpaskiBad je NAPLIJATHH H YKYITHH MPECEK 3@ 3aXBAT eTekTPoHa H3 K-Ibycke BHINeeNeKTPOHCKHY MeTa 01 CTPaHe MOTITYHO OTObeHHX MpojekTivia. Harmican je i myGmxoBaH
MperiieHA paj Ha OBY TeMY YV peHOMHpaHOoM YacomHey. [P13. State-selective and total cross sections for electron capture from the K-shell of multi-electron atoms by fully stripped projectiles. At. Data Nucl. Data Tables,
2019) 18pp]. TEMA 2. THTEPAKITHJE CA ITOBHAIMMHAMA HA HAHOMETAPCKOJ CKATIH (HAHOKATTMNAPE, HAHOTAYKE) KOJE BONE ©YHIMOHAJIA3ALIIA MATEPUIANIA 1JTA
MOJUOHKAITHIN HAHOOHIIMOBA. 3agatak 2.1: {pykoeomaiall 3ajatka Ap Mitom Pankosrh): 3appilicHa TeMaTHKa. 3ajatak 2.2 a) (pyKopoaunall safatka Jp Maja PaGacopuh): HsppiueHa ¢y Mepemna ONTHYKHX
ocobHHA TpalKacTHx Hano MaTepijana (Sr2Ce0d:Eu, GdVO4:Sm; Gd27r207.Fu, CaW04:Nd),kao 1 arkoxeepsnonor Matepijana{Gd203:Er, Yb). MoryhaocTi npusere Matepijata Y VO4:Eu3+ 3a Meperba mpoMeHe
TemMIepatype ¢y myonukoeadd [P22. 1. Phys. D: Appl. Phys. 33, 015106, 10pp, online 1st Oct. 2019]. PesynTtaTd aHanuse H KapakTepHsalje Matepijana Cd3e/ZnS-PMMA myGnuxopand ¢y y pagopy [P17. Optical properties
CaWO4:Nd3+PMMA composite layered structures, Opt. Mater. 96, 109361 (2019) 8pp]. Onivke ocoduue matepijana CaWO4:Nd cy npenctaeene y paxy [P11. Optical properties and fluorescence of quantum dots
CdSefZnS-PMMA composite films with interface modifications, Opt. Mater. 92, 403-410 (2019)]. 6) HacTap/beHo je H3yUaBame Nacepekd HHAYKOBAHOT MPodoja H MOCMATPAHH pasIuUTH BPeMeHCKH pasMalli y30PKoBakba
[PO1. Laser-Induced Plasma Measurements Using Nd:YAG Laser and Streak Camera: Timing Considerations, Atoms, 7(1), 6 (2019) 1 2pp]. B) HenuTHRaHA je TOKATH3AIM]A eEKTPOHA ¥ JBOETEKTPOHCKHM KBAHTHHM TalKAMA
[V 3ABUCHOCTH O ja4HHe CTIOJBAIILCT MarHETHOT 11074 M Be3a ¢a KBaHTHOM NpelUIeTeHOINY HajHUAHX cTatba H ITy OlikoBaH je pad. [P19. Effect of the magnetic field on electron density distributions in two-electron quantum
dots. J. Phys. A. Math. Theo. 52, 435303 (2019) 21pp]. 2.3 Hactaemkena je obpaga pesyirata TiO2 mMeMprctopa goSujerinx FEBID teximkom. TEMA 3. @OTOTIPOLIECH BE3AHH 3A UHTEPAKITUIE JTIACEPCKOT 1
CHHXPOTPOHCKOI 3PAYERA CA ATOMHMA, JOHHUMA H (BHOYWOJIEKYJIMMA. 3agatak 3.1 a) HHTepakupja Nacepekor 3padeiha ca CHOMOISKYIHMA {pyKoBoJUNall 3aJaTka Ap Maja PaSacoruh): HactapibeHo je
[H2Y YABAILE BPEMEHCKH PATORKEHHX Ty MHHECIIEHTHHX CIIEKTapa ankanouaa Gunke pyca [CI10. Nonlinear microscopy and time resolved fluorescence spectroscopy of Chelidonium majus L. Proc. PHOTONICA2019]. 6)
HHTepakiMja CHHXPOTPOHCKOT 3patetba ca (GHo IMONEKYIHMa {PYKOBO ALl 3aaTka ap Cama Tomnnth); Tlpoyuasanu ¢y MoryliH MexaHH3aMH (pparMeHTallHje MOJIeKyTTa Kao JHPEKTHE MOCTIeTHIIE ancopIiije X 3patucha
momohy MOJeCHBOT CHHXPOTPOHCKOT 3padeiba ¥ KOMOHHAIMIH Ca PATTHYMTHM eKCiepHMeHTATHHM TexHikana (PES, XPS, NEXAFS, PEPICO, PIPICO, maceHa ClIEKTPOMETPH]a) HA PABTHYHTHM MOIEKYTHMA: 1)
HuTporMigazonHMa [P10, Radiation Damage Mechanisms of Chemotherapeutically Active Nitreimidazole Derived Compounds, Front. Chem. 7, 329 (2019} 14pp: POG. Core shell investigation of 2-nitroimidazole, Front.
Chem. 7, 151 (2019) 13pp]; ii) THTAHMI]Y M-H30-IPOTIOKCH, ( OPTAHOMETAIHE, TIPEKYPCop 3a XeMHjcKy Jenozrinjy 1 OEBI]] TeXHHKY BHCOKe Pe30yIMje Koja oMoryhaBa cTRapame H ypehHBare HAHOC TPY KTy PHIX
mMateprjana) [CI13. Photo-induced fragmentation of the titanium (IV) ise-propoxide molecule, VEIT 2019: CI12. Inner-shell spectroscopy of titanium (I1V) iso-propoxide, PHOTONICA2019]. Opa HeTpakuBama Cy
MpeIcTARBLEHa H HA YEOJHOM MPeIapaiby ¥ OKBUPY NPBE eBPONCKE PaIHOHHIE KOPHCHHKA CHHXPOTPOHa ojpkade ¥ Beorpagy ESUQ Organization [IT02. Core Shell Investigation and Radiation Damage Mechanisms of
Nitroimidazole Compounds studies at the Gasphase Beamline (@ Elettra, Photonica 2019 and 1st ESUO Regional Meeting, Belgrade, 28.08.2019] 3agatak 3.2 (pykopojnar safatka ap [peapar Komapax): Herpaskena
eidekTHRHA 7072 O3padeHOCTH oje ity aenmoea Bankauna [O01. Effective Doses Estimated from the Results of Direct Radon and Thoron Progeny Sensors (DRPS/DTPS), Exposed in Selected Regions of Balkans, Radiation
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26™ Summer School and

International Symposium on

the Physics of Ionized Gases

Zrenjanin, Serbia

August, 27 — 31, 2012 Novi Sad, 4" January 2012

Dear Dr ToSi¢,

We are writing to you on behalf of the Scientific and Organizing Committees of the 26" Summer
School and International Symposium on the Physics of Ionized Gases (SPIG 2012), to be held
from August, 27 to 31, 2012 in Zrenjanin, Serbia.

It is our pleasure to invite you to attend SPIG 2012 and present a progress report in Section 1
with a title “MEASUREMENTS OF DIFFERENTIAL CROSS SECTIONS FOR ELASTIC
ELECTRON SCATTERING AND ELECTRONIC EXCITATION OF METAL ATOMS*. The
progress report (20 minutes, including questions and discussions) will be organized in the
corresponding section.

Unfortunately, due to the limited conference budget, we can not exempt you from paying the
conference fee and cover your accommodation and travel expenses.

Looking forward to see you in Zrenjanin.

Yours sincerely,

A

Milorad M. Kuraica
(Chairman of the Scientific Committee)
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Zoran Mijatovi¢
(Chairman of the Organizing Committee)
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SPIG 2016

X-ray Interaction with Biomolecules in Gas Phase (XiBiGP) workshop

Dr Sanja Tosi¢

Institute of Physics Belgrade,
University of Belgrade,
Pregrevica 118,

11080 Zemun,

Serbia

Belgrade, 18" May 2016

Dear Dr Tosi¢,

On behalf of the Scientific and Organizing Committees, we have the pleasure to invite you to
attend the 28" Summer School and International Symposium on the Physics of lonized Gases
(SPIG 2016) and present a lecture (30 min, including questions and discussions) at the
Workshop on X-ray Interaction with Biomolecules in Gas Phase (XiBiGP).

The SPIG 2016 will be held from 29" August to 2" September in Belgrade, Serbia. The
XiBiGP workshop is scheduled for 29" of August. The details of the conference are available
at www.spig2016.ipb.ac.rs. Unfortunately, due to the limited conference budget, the
organizers cannot commit to any financial support.

We hope that you will be able to accept our invitation. Please let us know by the 25" of May

2016 and, if possible, send us the title of your lecture.
We look forward to welcoming you to Belgrade in 2016.

Yours sincerely,
1/ 7
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Dragana Mari¢
(Co-Chair of the SPIG 2016 Scientific Committee)
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Aleksandar R. Milosavljevi¢ Paola Bolognesi

(Co-Chair of the SPIG 2016 Scientific Committee (Co-Chair of the
and Co-Chair of the XiBiGP Workshop) XiBiGP Workshop)

Local organizing Committee:

Faculty of Physics, University of Belgrade
Studentski trg 12
11000 Belgrade, Serbia

E-mail: spig2016@ff.bg.ac.rs

Tel:+381 11 715-8151 Web: www.spig2016.ipb.ac.rs

Fax:+381 11 328-2619



SAITUCHHUK
ca pegoBHe cenHune Hayuynor Beha UHcTuTyTa 32 Qusuky ogp:kane 15.11.2016. ronuHe
IIpucyTHH 4naHOBU:

Hayunu casetnunu: np dyman Apcenosuh, np AuTyH banax, ap Anekcannap borojesuh, ap
Henan Bykmuposuh, ap Jlparana Jouh Casuh, np Iparana Mapwuh, np 3opan [lerpoBuh, np
Cnob6omnan [Ipanosuh, np Mapwuja Pagmunosuh Pahenosuh, np Jbumana Cumuh

Bumm Hayunm capagaunu: np Mwupa Anmumh Ypomesuh, np Marnanena bBophesuh, np
Munusoje MBkosuh, np bojan Huxonuh, np Hymxka [Tonosuh, ap Bnagumup Cpehkosuh, ap
Hapxko Tanackosuh, np bpanucnas l{BeTkoBuh

Hayunu capagnunm: np MBana Bacuh, np [ejan Joxosuh, ap Cama JlazoBuh, np Jenena
MasskoBuh, ap 3opan Mwujuh, np Mapuja Mutposuh Jlankynos, np Mapko Huxommh, np
Huxona ITerpouh, np Mapko CnacenoBuh

OncyTHH 4IaHOBH:

Hayunu casernunu: ap Hajaan Anexcuh, ap Cama Jlyjko, np Pamomup XKukuh, np Jluamja
JKuskosuh, ap bpanucnas Jenenxosuh, ap Jlyman JoBanosuh, np bpatucnas Mapunkosuh, mp
Mununa MunoBanoBuh, ap Anekcannap MunocaBibeBuh, np Munan Ilerposuh ap 3opan
[Momoswuh, np He6ojma Pomuesuh, ap [ymanka Crojanosuh, np Hparyrun IlleBuh

By nayunu capanaunu: ap Ipenpar Konapx, np 3opuna Jlazapesuh
Hayunu capamavnm: np bopucnas Bacuh, ap Munan Pagomuh

Jlenonosanu ceoje enacoge “za’” uzbope y 3eara: Op Hajoan Anexcuh, op Cawa [Jyjxo, op
bpamucnas Mapunrxosuh, op Munuya Munosanosuh

3a paj Ha CeTHUIIM je YCBOjeH cienehu

THEBHM PE]

1. YcBajane 3anvcHuka ca npeTxogHe pegoBHe cegHuue HayvHor Beha MHcTuTyTa 3a hunanky koja je
ogpxaHa 13.09. 2016. rognHe.

2. YT1BphMBake npeanora 3a n3bop y Hay4yHO 3Bake U U300pP Y UCTPaXKMBAYKO 3BaH-€ (M3BELLTA)
Komucuje 3a BpeaHoBawe Hay4YHor paga):

2.1. ap Mapko CnaceHoBuh - n3bop y 3Bak-e BULLM Hay4YHM CapagHuK (M3BeLUTaj,npe3eHTaumja);
2.2. pp TatjaHa AratoHoBuh JOBUH - N360p Y 3Bare Hay4yHW capagHuk (M3BeLUTaj,npeseHTauuja);
2.3. gp Munow PaHkoBuh - n36op y 3Bake Hay4YHU capagHuk (M3BeLUTaj, npeseHTauuja);

2.4. op MwupjaHa lNepuwunh - n36op y 3Bare Hay4yHU capagHuk (M3BeLUTaj, Npe3eHTaumja);



2.5. pp bojaHa Buwumh - n3bop y 3Bake Hay4yHW capagHuK (M3BeLuTaj,MpeseHTauumja);
2.6. gp Maja KyamaHocku - pensbop y 3Bake Hay4Hu capagHuk (M3BeLUTaj,npe3eHTaumja);
2.7. Mapko MnageHoBuh - pen3bop y 3Bawe UCTpaxxuBay capagHuK (M3BeLUTaj,npeseHTaumja).

3. MNokpeTake nocrynaka 3a usbope y 3Barba (M3BeLLTaj] KoMucuje 3a BpeHOBaH-€ Hay4Hor paga o
MaTepujanuMa kaHgvaarta):

3.1. ap HeHapg Jlasapesuh - n36op y 3Bae BULLN HAYYHW capagHuk (matepujan);

3.2. ap Hemamsa Jlyumh - n3bop y 3Bame Hay4yHu capagHuk (matepujan);

3.3. ap OaHko bowhakoBuh - n3bop y 3Bake Hay4yHU capagHuk (Matepuvjan);

3.4. gp BpaHka Xaiumh - n3bop y 3Bare Hay4Hu capagHuk (Matepujan);

3.5. nuja CvmoHoBMh - N360p y 3Bare UCTpaxmBad capagHuk (Matepujan);

3.6. ap dapko BacurbeBuh - pensbop y 3Bare BULIN Hay4YHU capagHuk (matepujan);
3.7. ap HeHap CakaH - pens3bop y 3Bake Hay4yHU capagHuk (matepuvjan);

3.8. Bnagumup JloHyap - pensbop y 3Bake NCTpaxuBad capagHuk (matepujan);

3.9. Bojucnae Munolwueswuh -pensbop y 3Bake UcTpaxuBad capagHuk (matepujan);
3.10. npomeHa komucuje 3a nsbop gp Calle JlazoBuha y 3Bare BULIN HAYYHU CapagHUK

4. N36op npeacTtaBHUKa 3a Behe Hay4YHUX ob6racTv NpMpoaHO-MaTEMATUYKUX HayKka
(oonuc). Kangnpatu:

4.1. gp NopgaHa Manosuh (npeanor);
4.2. pp Xerbka Hukutosuh (npegnor).

5. N36op npeactaBHuka 3a pasnuunte ogceke Opgerbewa HMBO O®C (cnucak oaceka ca
Aocafalltbym YnaHoBuma):

5.1. Oacek 3a acTpOHOMUjy U acTpOPU3NKY
- ap Bnagnmup Cpehkosuh (npeaor);

5.2. Opcek 3a KBAHTHY Y MaTeMaTUYKy (OU3UKY
- ap Jbybuua Oasuaosuh (npegnor);
- op Wrop ®paHoBuh;

5.3. Ofacek 3a NpuMerseHy 1 padyHapcKy nsunKy
- ap Mapko Hukonuh (npegnor);
- ap Munow Pagowuh (npeanor);

5.4. Oncek 3a n3nKy KOHAE30BaHe MaTepuje U CTaTUCTUYKY PU3UKY
- ap Mapuja Mutposuh [daHkynos (npearnor);
- ap WeaHna Bacwh (npegnor);

5.5. Oacek 3a (pum3uky jesrpa, eneMeHTapH1X YecTuua U OCHOBHUX MHTepakuumja
- ap HeHag Bpawselw (npearor);
- op Mapko BojuHoBuh;

5.6. Oacek 3a onTUKY U DOTOHUKY
- ap MapwHa Jlekuh (npeanor);
- ap Anekcangap Kpmnot (npegnor);

5.7. Oacek 3a HacTaBy, UCTopujy U dunnosodujy pusmke
- op bojaH Hukonwuh;

6. ObaBelUTeHa, NUTaKA Y NPEAO3MN.



1.3anucHuk ca penpoBHe ceanuie Hayunor Beha MucTuTyTa 32 Qusuky oapxane 13.09.2016.
TOIMHE YCBO]j€H j€ jeTHOTIIACHO.

2. IIpe moueTka raacama 0 yTBphuBamy npeasora 3a u300p 0JHOCHO pen300p y HayyHa 3Barba
Komucuja 3a BpenHOBame Hay4HOT pajia MOJHENA je M3BEILITaj O MPUCTUIIMM H3BELITajuMa
Komucuja 3a u3bope y 3Bama. 3akibyuak Kommcuje je Ja CBM H3BEIITajU CaJpKE CBE
HEOITXO/IHE KBAJIUTATHBHE U KBAaHTUTATHBHE eJeMeHTe nponucane [IpaBuiaHnkoM o nzdopuma
y 3BamC.

KonctaToBaHo je 1a mocToju KBOPYM 3a IyHOBaXXHO YTBphHBame mpeyiora 3a n300p y 3Bambe
BUIII HAYYHU CapaTHHK.

2.1 Tlo ycmeHnoMm wsnarawmy Op Padowa [ajuhia, pedepeHra, HakoH Kpahe IUCKycCH]e,
jeaHOTIacHO je yTBpheH mpeasior 3a u300p y 3Bame BHUIIM HAYYHU CapaaHKK 3a ap Mapka
CnacenoBuha.

KoHcTaToBaHo je 1a mocToju KBOPYM 3a MyHOBAXXHO yTBphHBame Mpeajiora 3a u3dop/penszoop
y 3Bambe HAYYHU Capa/HUK.

2.2 Tlo ycmeHoMm wusnarawy Op Jenene Kpcmuh, pedepeHta, HakoH kpahe muckycuje,
jemHormacHo je yTBpheH mpeyior 3a u300p y 3Bame HAaydHW capaaHuk 3a aAp Tatjamy
AratoHoBuh JoBHuH.

2.3 Tlo ycmeHoM u3narawy Op Henmaoa Cumomnoeuha, pedepenrta, HakoH Kpahe JHMCKycHje,
jeTHOTIacHO je yTBpheH TMpeasior 3a W300p y 3Bame HAYYHU cCapaJHUK 3a Ap Muioma
Pankosuha.

2.4 Tlo ycmeHnoMm msnarawy Op Awuopeje Cmojulia, pedepenra, HakoH Kpahe auckycuje,
jemHornacHo je yTBpheH mpemior 3a u300p y 3Bamke HAYYHU capajHuK 3a Ap Mupjany
Hepummh.

2.5 Tlo ycmeHnoMm wusnaramwy op Henaoa Jlazapesuha, pedepeHtra HakoH kpahe quckycwuje,
jeaHoracHo je yTBpheH mpemsior 3a u300p y 3Bame HAyYHH capajHuk 3a Ap bojany Bumumh.

2.6 Tlo ycmenom wusznarawy Op 3opana Mujuha, HakoH kpahe IUCKycHje, jeTHOTIACHO je
yTBpheH mpezior 3a peu30op y 3Bame HaydHU capaaHuk 3a Ap Majy Ky3manocku.

KoncTaToBaHo je 1a mocToju KBOPYM 3a IyHOBA)KHO JTOHOIICH-E OJUTYKE 3a n300p/ pen3dop y
3BalkbC UCTPAXKUBAY CAPATHUK.

2.7 Tlo ycmenom wm3narawy 0p Henaoa Byxmuposuha, pedepenta, HakoH kpahe quckycuje,
JeHOTTIACHO je JOoHeTa OmIyka o pen3zdopy Mapka MaanenoBuha Yy 3Bame HCTpaKMBad
capaJiHUK.

3. Ilpe moueTrka Tinacama O IMOKpeTamHMa IIOCTyMaka 3a u30ope y 3Bama, Komucwja 3a
BpPEIHOBAK-C HAYYHOT paja IMOJHENA je M3BEIITaj O MPHUCTUIINM 3aXTeBUMa 3a MOKPETAHe
noctynaka. M3gemraj je npocneheH cBUM KaHAWJATHMA KOjU CY MOAHETH MOJOy 3a n300p y
3Bambe.



3.1. JenHornacHo je mMOKpeHyT mocTymnak 3a uzbop ap Henana JlazapeBuha y 3Bame BUIIN
Hay4YHH CapaJHUK.

VY Komucujy 3a nmucame u3Bemraja cy nmeHoBanu 1p Maja IllhenanoBuh, HaydHN CaBEeTHHK,
WuctutyT 3a pusuky, 1. pedepent, akanemuk 3opan B. [Tonosuh, Hayynn caBeTHHK, UHCTHTYT
3a Qu3MKy, akageMuk Mwuian JlammanoBuh, penoBHu npodecop Pusnukor pakynrera y
Beorpany

3.2. JegHormacHo je MOKpeHyT moctynak 3a uzoop aAp Hemame Jlyuunha y 3Bame HayuHu
capaJHuK.

YV Komucujy 3a nucame H3BellTaja cy MMeHOBaHUW: Jp bpanucnas JenenkoBuh, HaydHM
caBeTHUK, MHCTUTYT 32 Qm3uky, 1. pedepent, ap Jejan TumorujeBuh, HaydYHH CaBETHHK,
WucturyT 3a ¢pusuky, np JacHa Lpmancku, noueHt Enexrporexandkor ¢akynrera y beorpamy

3.3. JenHormacHo je MOKpeHyT nmoctynak 3a m30op Ap Janka bommwakoBuha y 3Bame HaydHU
capaJHUK.

VYV Kowmucujy 3a mucame n3pemraja cy umeHoaHu: ap Cama Jlyjko, HaydyHM CaBETHUK,
WucturyT 3a usuky, 1. pedepent, akanemuk 3opan [letposuh , Hayunu caBeTHUK, MHCTUTYT
3a ¢usuky, ap Josan Lisetuh, penoBan npodecop Enexrporexnuukor dakynrera y beorpamy

3.4. JemHOrnmacHo je TMOKPEHYT mocTymak 3a m36op Ap bpanke Xapuh y 3Bame HaydHH
capaJHVK.

V¥ Komucujy 3a nucame u3BelTaja cy uMeHoBaHu: Ap Jenena Tpajuh, BUILIM HAyYHU capaHHUK,
WucturyT 3a ¢pusuky, 1. pedepent, ap 3opuna Jlazapesuh, BUITM HAyYHU capajHuK, MHCTUTYT
3a ¢usuky, ap Jabnan Jlojumnosuh, pegosuu npodpecop Pusnukor pakynrera y beorpamxy

3.5 JemHornacHo je mokpeHyT nocTynak 3a nu3oop Mnuje Cumonosuha y 3Bame uctpaxupad
capaJHuK.

VYV Kowmmucujy 3a mmcame u3Bemraja cy uMmeHoanu: ap Cama Jlyjko, HaydHH CaBETHHK,
WucturyT 3a ¢pusuky, 1. pepepent, mpod. np Cphan byksuh, penoBan npodecop Ousmakor
¢dakynrera y beorpany, akanemuk 3opan [lerpoBuh , Hayunu caBeTHHK, UTHCTHUTYT 32 QU3HKY

3.6 JenHoTNacHO je MOKPEHYT mocTynak 3a peusbop ap dapka BacuseBuha y 3Bame BuIIM
HAay4HU CapaJHUK.

VY Komucujy 3a nucame u3Bemraja cy nmeHoBanu: ap Jlejan Ilanrenuh, HaydyHu caBeTHHK,
WuctutyT 3a ¢usuky, 1. pedepenr, np bpanucnas Jenenkosuh, HaydHu caBeTHUK, HCTHTYT
3a ¢pus3uKy, mpod. np behko Kacanumna, Banpeaan npodecop Pusnukor dpaxynrera y beorpamy

3.7. JeaHornacHo je MOKpeHYT mocTymnak 3a pen3dop ap Henmapa CakaHa y 3Bame HaydyHU
capaJHuK.

VY Komucujy 3a nucame u3BemTaja cy uMeHoBaHH: Jp Bragumup CpehkoBuh, Bumm HaydHH
capagnuk, MactutyT 3a Qusuky, 1. pedepent, np Jbyounko UrmaroBuh, HaydHH CaBETHUK,



Wucturyt 3a Pusuky, npod. ap Cphan byksuh, peaoun npodecop dusznukor dakynrera y
Beorpany, np 3opan Cumuh, Bunn HayqHH capaHUK, ACTPOHOMCKA OoricepBaTopuja, beorpan

3.8 JemHormacHO je TOKpeHYT mHoOcTymak 3a pem3Oop Buanumupa JloHuapa y 3Bame
UCTPaKUBAY CapaJ HUK.

VYV Komucujy 3a nucame U3BeIlITaja Cy MUMEHOBaHM: JIp AHTYH banax, HaydHH CaBeTHUK,
Wucturyt 3a ¢pusuky, 1. pedepent, ap Henan Bykmuposuh, Hayunn caBetHuK, MHCTUTYT 32
¢uzuky, npod. np Cphan Ilkpouh, Banpennu npodecop IlpupogHomaremaTryukor axyirera
y HoBom Cany

3.9 JemHoriacHO je TOKpEHYT MocTymak 3a pen3bop BojuciaBa MuuomeBuha y 3Bame
UCTPaXUBA4 CapaJHUK.

VY Kowmrcujy 3a micame n3BemiTaja cy nMeHoBaHu: Ap bpanka JokanoBuh, Hay4H! CaBETHHK,
Wucturyt 3a ¢msuky, 1. pedepent, nmpod. np Crnoboman BykoBuh, HaydHH CaBETHUK Y
nensuju, UXTM, beorpan, np ['opan Mcuh, nHayunu capaguuk, MHCTUTYT 32 husuKy

3.10. BehunowMm rnacoBa 3a y3 /Ba rjaca NpoTHB M TpH y3Ap:KaHa u3abpaHa je KoMHcHja 3a
nucame u3BelTaja 3a u3oop ap Came Jlazopuha y 3Bame BUIIIM HayYHU CapaHHUK.

VY Kommucujy 3a mucame H3BemTaja Cy UMEHOBaHH: 1p Jo3o Jypere, HaydyHH CaBETHHK, .
pedepent, Uuacturyr 3a pusuky, np bpanucnas JenenkoBuh, HaydyHH caBeTHHK, IHCTUTYT 3a
¢uzuky, npod. np CreBan CrojammHoBuh, BaHpemanu npodecop Pusmuxor Qaxynrera y
Beorpany.

4. 3a npejacTaBHUKa 3a Behe HaydyHUX 00JacTH MPUPOJHO-MATEMATHUKHUX HayKa u3adpaHa je
np l'opnana Manosuh

5. p Henax BykmmpoBuh je W3HEO CTaB ja OpraHmM3alija perucTpoBaHa kao JlpymTBo
¢usnuapa CpOuje HHUje pempe3eHTaTHBHA opraHu3anyja ¢usuyapa. Ta opraHmsandja je
peructpoBana 2012. roaune HakoH 1mTo je 201 1. roauHe yrameHo ApymTBO (U3ndapa Koje je
paawio roguHama. Y TpeHYTHOj opraHm3anuju aBotpehuHcky Behuny y CKyNmITHHU 4YWHE
HAacTaBHUIM (U3UKE KOju ¢y M m3abpanu npencennnka Onessera HUBO, mako HacTaBHUIN
¢u3uKe HEe MOTy OWTHM KOMIETEHTHH 3a MHUTamka BHCOKOT 00pa3oBama M HCTpakuBama. U
ocTaJa Teja Te OpraHu3allije He penpe3eHTy]y Ha paBu HaunH ¢pu3uky y Cpouju. C 063upom
Ha HaBeleHO, mpemnoxuo je na Hayuno Behe Mucturyra 3a (Qu3MKy HE HMMEHYyje CBOje
npeacraBHuke 3a Onesseme HUBO.

3a paznuuute ojaceke Onebera HUBO JIDC nzabpanu cy cienehu capaaHuim:

Ojicex 3a aCTPOHOMH]JY U aCTPOPHU3HUKY
- np Bnagumup Cpehkosuh;

Ojicek 3a KBaHTHY M MaTeMaTH4Ky GuU3nKy
- np Jbyouna JlaBunosuh;
- np Urop ®panoruh;



Opcex 3a IPUMEHEHY U pauyHApPCKy (QU3UKY
- 1p Mapko Hukonunh
- 1p Munom Panomuh;

Oncek 3a GU3MKY KOH/IE30BaHE MAaTEPHje M CTATHCTHUYKY (QU3HKY
- ip Mapuja Mutposuh Jlankynos;
- np VMBana Bacuh;

Opncex 3a GU3MUKY je3rpa, eJIeMEHTapHUX YECTHULA U OCHOBHUX MHTEpaKIHja
- np Henan Bpamern ;
- ip Mapko Bojunosuh;

Opcex 3a ONTHKY U (POTOHUKY
- 1p Mapuna Jlekuh;
- np Anekcanaap Kpmmnor;

Opcex 3a HacTaBy, UCTOPHjYy U QHI10300Hjy pU3NKe
- np bojan Huxommh;

Opicex 3a aTOMCKY U MOJIEKYJICKY (pr3uKy

- np Jenena MaspkoBuh;

- np Cama Tommh;

Oncek 3a GU3MKY I1a3Me M JOHN30BaHHUX racoBa

- np Hukona HIkopo;
- Cphan Mapjanosuh.

IIpencennuxk HayuHnor Beha

ap Mapuja Pagmuiosuh Pahenosuh
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Klikova od 7.2.2012. je bilo:

Komisija za takmiéenja srednjih £kola je u Skolskoj 2012/2013. godini imala sledeéi sastav: 58590917

Predsednik komisije:
dr Aleksandar Krmpot aleksandar krmpot@dfs.rs

Sekretar komisije:
dr Milovan Suvakov milovan.suvakov@dfs.rs

L. razred:
Autor: dr Zoran Miji¢ zoran.mijic@dfs.rs

Autor: Zoran Popovié zoran.popovic@dfs.rs
Recenzent: dr Nevena Puaé nevena.puac@dfs.rs

2.razred:

Autor: dr Sanja To$i¢ sanja.tosic@dfs.rs

Autor: dr Bojan Nikoli¢ bojan.nikolie@dfs.rs

Recenzent: dr Dragan Markufev dragan.markusev@dfs.rs

3.razred:

Autor: dr Milan Radonjié¢ milan.radonjic@dfs.rs
Autor: Vladimir Velji¢ vladimir.veljic@dfs.rs
Recenzent: dr Antun BalaZ antun.balaz@dfs.rs

razred:
Autor: dr Nenad Vukmirovi¢ nenad vukmirovie@dfs.rs
Autor: Veljko Jankovié veljko.jankovic@dfs.rs
Recenzent: dr Darko Tanaskovi¢ darko.tanaskovic@dfs.rs

Komisija za takmicenja srednjih $kola je u skolskoj 2011/2012. godini imala sledeéi sastav:

Predsednik komisije:
dr Aleksandar Krmpot aleksandar.krmpot@dfs.rs

Sekretar komisije:
dr Milovan Suvakov milovan.suvakov@dfs.rs

L. razred:
Autor: dr Zoran Mijié zoran.mijic@dfs.rs

Autor: Zoran Popovié¢ zoran.popovic@dfs.rs
Recenzent: dr Nevena Puac nevena.puac@dfs.rs

2.razred:

Autor: dr Sanja Tosi¢ sanja.tosic@dfs.rs

Autor: dr Bojan Nikoli¢ bojan.nikolic@dfs.rs

Recenzent: dr Dragan Markusev dragan.markusev@dfs.rs

a.razred:

Autor: Milan Radonji¢ milan.radonjic@dfs.rs
Autor: Milan ZeZelj milan.zezelj@dfs.rs
Recenzent: dr Antun BalaZ antun.balaz@dfs.rs

ragred:
Autor: dr Nenad Vukmirovi¢ nenad vukmirovic@dfs.rs
Autor: dr Mihailo Rabasovi¢ mihailo.rabasovic@dfs.rs
Recenzent: dr Darko Tanaskovié darko.tanaskovie@dfs.rs
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2nd general meeting of the COST Action CA18212

Date:

4th to 8th of October 2021, in virtual format

Deadlines:

25th August 2021 Registration open

Abstract submission deadline for Early Career Investigator (ECI) forum speaker selection and poster
5th September 2021

presenters
12th September

2021 Abstract submission deadline for poster presenters

26th September

2021 Registration deadline

Websites:
» Registration website
* Speakers

* Programme

Confirmed invited speakers:

Klavs Hansen, Tianjin University - Characterizing molecules with power law decays

Oksana Plekan, Elettra Sincrotrone Trieste - Molecular Dynamics at FERMI/LDM

Bratislav Marinkovic, Institute of Physics Belgrade - Electron scattering by metal atom vapours
Paul Scheier, Innsbruck University

Tomasz Wasowicz, Gdanisk University of Technology - Inner-shell fragmentation of molecules into neutral fragments in high-
Rydberg states induced by soft X-ray excitation with pulsed-field ionization

Sadia Bari, Deutsches Elektronen-Synchrotron DESY - Soft X-ray absorption spectroscopy of isolated biomolecules

Paulo Limao-Vieira, Universidade NOVA de Lishoa - Methanol negative ions fragmentation probed in electron transfer
experiments

Jesiis Gonzalez-Vazguez, Universidad Autdnoma de Madrid

Mathias Rapacioli, Laboratoire de Chimie et Physigue Quantiques - Investigating the dynamical evolution of Polycyclic
Aromatic Hydrocarbons (PAHs) and PAH clusters after energy deposition

Miroslav Poldsek, The Czech Academy of Sciences - The reactivity of cyanamide radical cation with simple hydrocarbons: a
quest for routes to complex organic malecules in the interstellar medium and Titan's atmosphere

Shirin Faraji, University of Groningen - Excited state on-the-fly hybrid quantum/classical dynamics

Moelle Walsh, MAX IV Laboratory

Michat Kochman, Institute of Physical Chemistry Polish Academy of Science - Excited-state relaxation dynamics of 4-(N,N-
Dimethylamino)benzonitrile (DMABN) - from the gas phase to polar solvents

Moa Kristiansson, Stockholm University - Photodetachment studies of atomic and molecular anions in DESIREE

Robin Schirmann, University of Potsdam - Insights into plasmon chemistry from gas-phase experiments

= Veljko Vujcic, Astronomical Observatory Belgrade - Characteristics of the atmospheric plasma: experiment and modelling

+ Diptesh Dey, University College London - Simulating photo-excitation with a laser pulse beyond the perturbative regime

* Ana Martin Somer, Universidad Autdnoma de Madrid - Photodissociation dynamics of a protonated peptide: the role of
microsolvation

MNéstor F. Aguirre, Software for Chemistry & Materials

Nicolas Sisourat, Université Pierre et Marie Curie - On the lodine plasma chemistry for space propulsion

Tomislav Pitesa, Ruder Boskovic Institute - Mixed quantum-classical approach to the simulation and assignment of the time-
resolved photoelectron spectra

» Emelie Olsson, University of Gothenburg - Unimolecular double photoionization-induced processes in iron pentacarbonyl

Selected EC| Speakers:
« Raj Singh, GANIL
» Péter Szabd, Université du Luxembourg
= Giovanna Salvitti, University of Bologna
» Krishnendu Gope, The Hebrew University of Jerusalem
» Dhanoj Gupta, Weizmann Institute of Science
» Hernan Velasquez, University of Amsterdam
« Musab Al-Ajaleen, Institute for Nuclear Research (ATOMKI)
= Vinitha Meloottayil, Université de Toulouse Il - Paul Sabatier
= Andrés Ordoniez, The Institute of Photonic Sciences
» Patricia Vindel Zandbergen, Rutgers University

Organising Committee:

» Ewa Erdmann: ewa erdmann@pg.edupl

» Henning Zettergren: henning@fysik su se

« Alicja Domaracka: domaracka@ganil fr

Scientific Committee:

Thomas Schlathiiter, Paola Bolognesi, Sergio Diaz-Tendero, Sanja ToSic, Marta tabuda, Amanda Steber, Dariusz G. Piekarski,
Sylvain Maclot, Mattea C. Castrovilli
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