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Hayunowm Behy

HHctuTyTa 32 dusuky, beorpan

MOJIBA

C oO3upoM Ja ucmywaBaM KpHTepUjyMe npormucaHe oa MMHHMCTapcTBa MPOCBETE, HAYKe M
TEXHOJIOUIKOT Pa3Boja 3a CTHLAaE 3Batba HAYYHHU capaJHUK, MOJUM Hay4HO Behe MHcTuTyTa 32
dusuky y beorpagy na nokpeHe nocTymnak 3a Moj u30op y HaBeI€HO 3Bakbe.

y [puaory AoCTtaBbaM:

Muusbeme pykoBoauoLa NPojeKTa ca MpeAIoroM WiaHoBa KOMHUCHje 3a U300p y 3Bambe,
Ctpyuny 6uorpadujy,

[Ipernen Hay4YHe aKTHBHOCTH,

EneMeHTe 3a KBaIMTaTHBHY aHAIK3Y paja,

EnemeHTe 3a KBAaHTHTaTHUBHY aHAJIN3Y pajia,

Cnucak 06jaB/beHHX paoBa,

ITopaTke 0 LUTHPAHOCTH,

Konuje o6jaBsbeHuX panoBa,

Pememe o npeTxoaHoM u3Gopy y 3Bame.

0PN L AW~

V beorpany
02.07.2018.
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Hpej By}ba:a



HAYYHOM BERY
HUHCTUTYTA 3A ®PU3BUKY
Y BEOI'PALLY

IIpeamer: Mul/beme pyKOBOIHOIIA MPOjeKTa 3a u300p aAp Anapej bymua y 3Bame HAyUHU
capaJHUK

Hp Aunpej bymar 3anocneH je y Jlaboparopuju 3a pusuky aTOMCKMX CyJIapHUX MpoIieca,
Wucturyra 3a ¢usuky y beorpagy u aHraxxoBaH je Ha IMPOjEKTY OCHOBHUX HMCTPaKHUBamba
¢buHaHCHpaHUM O] MUHHCTapCTBa MPOCBETE, HAyKe W TEXHOJOMKOr pa3soja: OU 171020
“@usuka cymapa u (HoTO Tpoleca y aTOMCKUM, (OMO) MOJEKYJIapHUM M HaHOAMMEH3UOHUM
cucteMuMa’”. Y OKBUpPY HaBEACHOT MPOjEKTa aHTAXKOBAH je TeMH 3. 3a1atak 3.3. @omonpoyecu y
jakum nacepckum nomuma u amocekyHoHu npoyecu. JIp Aunpej bymair ce 6aBu TEOPHjCKUM
UCTpaKMBambUMa Pe30HaHTHOT TuHaMUYKor [llTapkoBor moMaka y jakuM J1acepCKuM IOJbHMa ca
IpPUMEHaMa Y CEJEKTHBHO] MYITH(OTOHCKO] jOHM3ALMjU aTOMa HATPHUjyMa, H3PAuyHABAHEM
SHEprujCKOr CIEKTpa W pacmojielic MOMEHaTa HMITyJca (POTOENEKTpPOHA, Te HCTPaKHBAKHEM
npoiieca mpexkodapyrjepHe jOHU3AIM]e JIAKMX ajJKaJTHUX aToMa.

Hp Anapej bymar npemarinyje kputepujyme nponucane [IpaBumHnkoM 3a u300p y HaydHa
3Bamba MHUHHCTApCTBA MPOCBETE, HAyKe M TEXHOJIOIIKOT pa3Boja, Te caM caryiacad aa Hay4yno Behe

Wucturyra 3a ¢pusuky y beorpany mokpene moctymak 3a u30op ap Auzapej Bymwana y 3Bame
HAYYHM CapaJHHK.

[Ipeanaxem na komucujy 3a u3dop np Auapej bymarna y 3Bame Hay4YHU CapaJHUK YUHE:

1. nmp Henag CumonoBuh, Hayunu caBeTHHK, MHCTUTYT 3a ¢usuky y beorpamy
2. nap bparucnaB Mapunkosuh, HayuyHu caBeTHUK, UHCTUTYT 3a pusuky y beorpany, u
3. npod. ap I'opan Ilonapuh, Banpeanu npodecop, @usnuku daxynret y beorpany.

VY Beorpany, PykoBoauan npojexTa,

26.06.2018.

Hp bparucnaB Mapunkosuh,
HAaYYHU CaBETHHK

HuctutyT 3a pusuky y beorpany



bywan b. Anapej

Curriculum vitae

KoHTaKT:
E-mail: bunjac@ipb.ac.rs

JInunu moganu:
Harym pohema: 03. 12. 1988.
Mecro pohema: beorpan — Cascku Benar

Oopa3oBame:

2011 — Jmmnomupao ocHOBHe cTyamje ¢usuke Ha Duszmukom ¢akynrery y beorpany,
crynujcka rpyma: ""Teopujcka u excnepumenmanua ¢usuxa’.

2012 — Jlumuiomupao wmactep cryauje Ha Dusmukom dakynretry y beorpamy ca
IUIUIOMCKUM ~ paJoM 1oJ HasuBoM: "Moodepna meopuja nonapusayuje
ouenexmpuka'.

2012 — VYmwmcao nokrtopkce cryamje ¢usuke (rpyma "Keanmmua, mamemamuuxa u
Hano¢uzuka") mox mearopctBoM Jp Tatjane Bykosuh.

2014 — IlpomeHnno cmep IOKTOPCKUX CTyauja Ha "Qusuxa amoma u monexyra' noo
menmopcmeom [p Henaoa Cumonosuha.

2018 — Onb6paHno MTOKTOPCKY JUCEPTAIU]y MO HAa3UBOM ''HM3pauynasarbe Hace/beHoCmu
AMOMCKUX Cmarba, y2aoHe pacnooene u eHepaujckoz cnekmpa ¢homoenekmpona
KOO QMOMCKUX CUCmeMa Yy Jakum J1acepCcKum NobUMA NPUMEHOM BPeMeHCKU
3asucnux memooa' nox menropctBoM Jp Henana Cumonosuha.

IIpodecuonasiHa aHra:KOBaAHOCT:

* HosembOap 2012 — HomembOap 2014: 3amocneH Ha mpojekty “Kapbochke u
Heop2ancKke HAHOCMPYKmMype HuUcke OuMeH3uoHarHocmu’ oA pyKoBoACTBOM Jlp
Munana JlammanoBuha.

* V¥ nermem cemectpy 2013/2014 npxao eKcriepUMEHTalHE BexOe M3 MpeaMera
®usuka 1 Ha akynTery 3a QU3NUKY XEMU]Y.

* Hosemb0ap 2014 — caga: 3amocieH Ha MPOjeKTy “‘@usuxa cyoapa u hpomonpoyeca
y  amomcKum, (OUO)MONEKYICKUM U HAHOOUMEH3UOHUM cucmemuma’ TIOJ
pykoBojictBoM Jlp bpatucnaBa Mapunkosuha.

* Cenrembap 2014 — 2017: usBoauo HactaBy Mmatematuke y Brook Hill International
School y Beorpany.

* 2017 — caga: u3Boau HactaBy maremaruke y International School Savremena y
beorpany.

* UYnan opranmzauumoHor komutera kKoHdepenmuje "COST XLIC WG2 Expert
meeting on biomolecules, 27th — 30th April 2015, Fruska Gora".



Hpernez{ HAYYHC AaKTUBHOCTH KaH/IUJAaTa

Kannunaar je anraxoBaH Ha npojekTy MUHHCTapCcTBa MPOCBETE, HAYKE M TEXHOJIOIIKOT pa3Boja
op. 171020 u 6aBuO ce M3ydaBameM METOJa pellaBamba BpeMeHCKU 3aBucHe lllpeannrepose
jenHaunHe (METOZE MpoIaraiyje TaJacHUX IaKeTa) ¥ NPUMEHE MCTHX Ha aHalu3y JWHAMUKE
AaTOMCKHUX CUCTEMa y_]aKI/IM IoJpuMa.

Y ToM mepuoay KOMIUIETHPAO je U OJOpaHUO CBOJy JOKTOPCKY OUCEpTalldjy IO Ha3MBOM
Hspauynasarwe nacemenHocmu amomMcKux cmared, y2aoue pacnoeoene U eHepeujckoz cnekmpa
Gomoenekmpora K00 amoMCKUX cucmema y jakum 1dcepcKum No/buUMa NPUMEHOM 8PeMeHCKU
3asuchux memooa nox MmeHtopctBoM [Ip Henaga CumoHoBrha M TMME CTEKao 3Bame JOKTOpa
Hayka 3a (pU3NYKe HayKe.

WHTepakiuja aTOMCKUX M MOJICKYJICKHX CHCTEMa Ca eJICKTPOMArHeTHUM II0JbEM, Ipe CBera ca
JAKHM JIACEPCKHUM 3padyeHeM, YKIbydyje Iporece MyITH(POTOHCKE U TYHEJIHE jOHH3aLH]je, 3aTHM
HECEKBEHIIMjaJTHE JBOCTPYKE jOHHM3AllMje, €MHCHje XapMOHHMKAa BHUCOKOT pela, CTaOmiIu3aiuje
aToMa y eJIeKTPOMaraHeTHOM I0JbY, UTI.

KoHkpeTHH crcTeMu Koje je KaHIuAaT UCIUTHBAO Cy aTOMH HATPHjyMa U JIMTHjyMa Y jaKOM
JaCepCKOM IM0Jby, u3abpaHu 300r MOryhHOCTH padyHama y jeHOENEKTPOHCKO] ciaumu (300r
M3Y3€THO 3aXTEBHUX HYMEpPHUYKHX Mporenypa). Ha oBUM cucreMrUMa MCHUTHBAHU CYy €PEKTH
JOHM3aIMje y Pa3IMYUTUM PEKUMHMA CIIOJBAIIBEr €JIEeKTPOMArHeTHOT 10Jba, a padyHare Cy
BepoBaTHONE jOHM3alMje, YraoHE pacrojeie W EHEPrujcKH CIeKTap (OTOENeKTpOHa, Kao H
HACEJbCHOCTU TOOYheHHMX CTama HAaKOH MNPUMEHEHOT JIACEPCKOr IyJica, a CBE Yy IHJbY
UCNUTHBaka edekaTa MomyT Pe30HaHTHO mojadyaHe Myiatudoroncke jonusaimje (REMPI),
jonusanuje npeko npara (ATI), kao u pauyHamwa quHamudkor [ltapkoBor momaka. Pesynraru cy
o0jaBibeHn y 3 pama y Mel)yHapoJHMM YacONMMCHMMa U TPUKA3aHU KAao S5 CaolIITeHma Ha
MehyHapoaHuM KoH(pepeHuujama. Takohe cy Omnm U caapikaj jeHOT MpeiaBama Mo MO3MBY Ha
MelyHapoaHO] KOH(pEpEeHIIN]H.

1. PauyHame cTONE jOHM3AaLHje AaTOMa HATPjymMa Yy PpeXUMY TYyHeJHpama Yy
KBAa3MCTATHYKOj ANPOKCHUMAIUjH

Kangunat je ucnporpamuo HyMepHUKY HpOILEIypy 3a pauyHame CTOIa jJOHU3alfje U eHepruja
BE3aHUX CTama KOJ| aJIKAIHUX METalla y JIACEPCKOM I0JbY BEJIUKE TajlacHe JyXuHEe (0KO 14 pm)
Kopuctehu MojenHu XelMaHOB MOTEHLUjall 3a onuc cuctema. [Ipu oBako BENMKHUM TallaCHUM
ny*uHama Moryhe je KOpUCTUTH KBa3UCTAaTUUKY anpokcumanujy. Kanaunar je ucnurao JoMeH
Ba)KE€Hha KBA3UCTATHUKE alpOKCHMalMje KopucTehu cumynanujy peaisHor mysca 3a nopeheme.
[TokazaHo je ga ce oBa ampoKCHUMAaIMje MOKE€ KOPHUCTHTH Yy JoMeHy y koM je Kennuimes

w /21p

mapamerap y =—_— MawbH O] 0.2. Pesyntatu cumynangja cy y JI00poM craramby ca

00jaBJbeHUM pPE3yiTaTHMa Ha CIMYHUM cucTeMuMa. CBU JOOHjeHH pe3yaTaTu MpUKa3aHu Cy Ha
jenHoj mehyHapo1HO] KOH(pEepeHIIHjU 1 00jaBJLEHH Y JETHOM Pajy:

A. Bunjac, D. B. Popovi¢, and N. S. Simonovi¢,




“Wave-packet analysis of strong-field ionization of sodium in the quasistatic regime”,
Eur. Phys. J. D: At. Mol. Clusters & Opt. Phys. 70(5), 116 (2016). [6 pp]

Topical Issue: Advances in Positron and Electron Scattering, P. Limao -Vieira, G. Garcia,
E. Krishnakumar, J. Sullivan, H. Tanuma and Z. Petrovic (Guest editors)

DOI: 10.1140/epjd/e2016-60738-0
http://link.springer.com/article/10.1140%2Fepjd%2Fe2016-60738-0

ISSN: 1434-6060

(Kareropuja M23)

2. PauyHame yraoHmx pacmojejia U €HEePrujckKor cmnekrpa (oroejieKTpoHA aToMa
HATPHjyMa M JIMTHUjyMa Yy JAKUM JIaCePCKUM I0/bUMA.

VY OKBHpY MYATH(POTOHCKOT PeKMMa HYMEPUUKH j€ UCITUTaH aTOM HaTpHjyMa U3JI0KEH KPaTKUM
JIACEPCKHUM IyJICEBUMA Y IMPOKOM oOricery (ppeKBeHIMja U MHTEH3UTETa MoJba. Kanmupar je
OIET WCIPOTPAMHPA0 HYMEPHUYKY IMPOLEAypy 3a CBONYLHjy TajacHe (QyHKIHje ToMOohy
pemaBama BpeMeHcku 3aBucHe llpenunrepose jeqnaunne. Kao pesynrar oBe cumysianuje 1ajy
BEpOBAaTHOhE HACEJLCHOCTH AaTOMCKHX CTama W II0Ka3yjy YCIOBE MPH KOjUMa Ce OJIBHja
PE30HAHTHO TOIyWaBame. MHTepronanujoM J00UjeHUuX pe3yiTata MPEIIoNKEeH je METOA 3a
pauyHame muHamudkor lllTapkoBor momaka moj yCJIOBOM PE30HAHTHOCTH, Ka0 W METOI 3a
padyHame €HEepPrujcKor CreKkTpa (HOTOEJIeKTpOHA KOjU pernpoaykyje mnpoduie aodujeHe ycien
PE30HaHTHO Tojayane MyaTudoToHCKe joHu3anuje. Jlodujenu pesynratu ynopehenu cy HeraBHO
00jaBJbCHUM EKCIIEPUMEHTAITHUM IOJaluMa U 1ajy 1o0po ciarame. [lopen Tora, pauyHare cy
yraoHe pacmojeine (OTOETIeKTPOHAa aToMa HaTpUjyMmMa H JIMTHjyMa TPETHPAHUX HHTCH3UBHUM
JIACEPCKHUM IYJICEBHMA y Tpajarby HEKOJHMKO JeceTHHa deMTocekyHau. M3 nodujeHux npoduia
MMIIYJICHOM TpPOCTOpPY HM3padyHaTH Cy SHEPTUjCKU CIEeKTPH KOju Cy ymopeheHm ca HemaBHO
00jaBJbEHIM EKCIIEPUMEHTATHUM pe3yiTaTuMa W Jajy Jo0po ciarame. OBHM  pe3ynTaTtu
o0jaBspeHU Cy y 2 paja:

A. Bunjac, D. B. Popovi¢ and N. S. Simonovi¢,

“Resonant dynamic Stark shift as a tool in strong-field quantum control: calculation and application for
selective multiphoton ionization of sodium”,

Phys. Chem. Chem. Phys. 19, 19829-19836 (2017). [on-line 07.07.2017]
https://doi.org/10.1039/C7CP02146A

From themed collection XUV/X-ray light and fast ions for ultrafast chemistry

ISSN: 1463-9076

(Kareropuja M21)

A. Bunjac, D. B. Popovi¢ and N. S. Simonovi¢,

“Calculations of photoelectron momentum distributions and energy spectra at strong-field multiphoton
ionization of sodium”,

Eur. Phys. J D 71(8), 208 (2017). [6pp, online 8 Aug.2017]

doi: 10.1140/epjd/e2017-80276-5

Contribution to the Topical Issue: “Physics of Ionized Gases (SPIG 2016)”, Edited by G. Poparic,

B. Obradovic, D. Maric and A. Milosavljevic.

ISSN: 1434-6060

(Kareropuja M23)



http://dx.doi.org/10.1140/epjd/e2016-60738-0
http://link.springer.com/article/10.1140%2Fepjd%2Fe2016-60738-0
https://doi.org/10.1039/C7CP02146A
https://doi.org/10.1140/epjd/e2017-80276-5

EaemenTn 3a KBAJIUTATUBHY OLICHY HAYYHOI' TOIIPHUHOCa

1. KBajauTer HAyYHHMX pe3yJiTaTa

I.  3Hauaj HAyYHHMX pe3yJTaTa

Kannunatr Annpej bymar je yuecTBoBao y u3paimu 3 HayyHa pajia v Ha CBUMa je Kao MPBU
ayTop J1ao KJbydHH fomnpuHoc. Ox Tora je jenaH o0jaB/beH Yy BPXYHCKOM Mel)yHapoaHOM
yacomnucy kateropuje M21, a nea y mehynapoaguum yaconucuma kareropuje M23. Takole,
MMao je MeT caomiiTema Ha Mel)yHaponHuM KoH(epeHLHjamMa U jeHO IpelaBame I0
no3uBy. Haj3HauajHuxu pesynratu o0jaBJbeHU Cy y cineaehum pagoBuma:

A. Bunjac, D. B. Popovi¢, and N. S. Simonovi¢,

“Wave-packet analysis of strong-field ionization of sodium in the quasistatic regime”,
Eur. Phys. J. D: At. Mol. Clusters & Opt. Phys. 70(5), 116 (2016). [6 pp]

Topical Issue: Advances in Positron and Electron Scattering, P. Limao -Vieira, G. Garcia,
E. Krishnakumar, J. Sullivan, H. Tanuma and Z. Petrovic (Guest editors)

DOI: 10.1140/epjd/e2016-60738-0
http://link.springer.com/article/10.1140%2Fepjd%2Fe2016-60738-0

ISSN: 1434-6060

A. Bunjac, D. B. Popovi¢ and N. S. Simonovig,

“Resonant dynamic Stark shift as a tool in strong-field quantum control: calculation and
application for selective multiphoton ionization of sodium”,

Phys. Chem. Chem. Phys. 19, 19829-19836 (2017). [on-line 07.07.2017]
https://doi.org/10.1039/C7CP02146A

From themed collection XUV/X-ray light and fast ions for ultrafast chemistry

ISSN: 1463-9076

A. Bunjac, D. B. Popovi¢ and N. S. Simonovic,

“Calculations of photoelectron momentum distributions and energy spectra at strong-field
multiphoton ionization of sodium”,

Eur. Phys. J D 71(8), 208 (2017). [6pp, online 8 Aug.2017]

doi: 10.1140/epjd/e2017-80276-5

Contribution to the Topical Issue: “Physics of lonized Gases (SPIG 2016)”, Edited by G. Poparic,
B. Obradovic, D. Maric and A. Milosavljevic.

ISSN: 1434-6060

ii. Ilapamerpu KBajJHTEeTa Yacommca

Kangunat Anapej bymar je ykynHo o0jaBuo 3 HayyHa paja y Mel)yHapoJHUM
4aconucuma H To:


http://dx.doi.org/10.1140/epjd/e2016-60738-0
http://link.springer.com/article/10.1140%2Fepjd%2Fe2016-60738-0
https://doi.org/10.1039/C7CP02146A
https://doi.org/10.1140/epjd/e2017-80276-5

1 pan y BpxyHckom MelyHapoaaom gaconucy Physical Chemistry Chemical Physics
(M21, ummaxrt daxrop = 4.493, 2017 caumn = 1.089)

2 pana y mehynapoanom gacomnrcy European Physical Journal D
(M23, umnaxt daxrop = 1.228, 2016 cuumn = 0.784, 2017 caun = 0.716)

Uod M CHMUII
YKymHO 6.949 14 2.521
YcepeameHo mo 2.3163 4.67 0.863
YJIaHKY
YcepeameHo mo 2.3163 4.67 0.863
ayTopy

ii. ITomanm o HUTHPAHOCTH

[Tpema 6a3u Web of Science pagosu Anzapeja bymiia nutupanu 1 nmyt (u3y3umajyhu
ayronurate). [Ipema 6a3u Google Scholar uutupanu cy 4 myra ox dera 1 uzysumajyhu
ayToluTare.

. HopMupame 0poja K0ayTOPCKHMX pajoBa, NaTeHATAa U TEXHUYUX
peliema

Csu panoBu Anzpeja bymiia umajy 3 ayropa Te ce npu3Hajy ca IyHUM OpojeM MOeHa.
VYkymnan 6poj rnmoeHa Koje je KaHJauaaT OCTBAPHO je 25 IITO je BUIIE O] 3aXTEBAHOT

MuHuUMyMa (16) 3a U300p y 3Bame€ HAyYHU CapaJHUK.

. Yuemrhe y npojkeTuma, NoTNpojeKTUMA U MPOjeKTHUM 3a1a0MMAa

Kangunat je on 1.11.2012. no 31.10.2014. ydyectBoBao Ha mpojekTy MuHHCTapcTBa
MpOCBeTe, HAyKe W TEXHOJIOMKOT pa3Boja Pemybmuke Cpouje OU 171035 “T'padutae n
HEOpraHCKe HaHOCTPYKType HuCKe aumeH3uoHanmHoctu. On 1.11.2014. roaune
aHrakoBaH je Ha mpojekty OM 171020 "®dusuka cynapa u ¢oromporeca y aTOMCKHM,
(610)MONEKYJICKUM U HAHOJUMEH3MOHUM crucTeMuMa" MuHUCTapCcTBa IPOCBETE, HAYKE U
TEXHOJIONIKOT pa3Boja PemyOnuke CpOuje, uuju pykoBoawusianl je Jnp bpartucnas

Mapunkosuh.
. YTHuaj HayYHHMX pe3yJiTaTa

Criucak pajioBa M ITUTATa J1aT je y MPUJIoTy.



5. KonkperaHn J0npuHOC KAHAUIATA y peaJn3aliju pagoBa y HAYyYHUM
LHEHTPUMA Y 3eMJbH U HHOCTPAHCTBY

Kangunar je cBe cBoje HaydHE akTHBHOCTH peanu3oBao y MHctuTyty 3a ®usuky beorpar.
3Ha4ajHO je IOMPUHEO CBAKOM pajlly Y KOM je y4ecTBoBao. theros monmpuHoc je mpe cBera
y KpeHupamy HyMEpPHUKUX KOJIOBA 3a ONKC WHTEPAKIIH]e BAICHTHUX CJICKTPOHA AJTKATHUX
MeTajga (HaTpujymMa W JHTHjyMa) ca jaKHUM JIACEPCKUM TIOJbHMMa M pealiu3aliju
HYMEpPUYKHUX MMPOpadyHa, a 3aTUM U y aHAJIU3HU HCTUX, KAa0 U y TTHUCakYy PaioBa.



EnxemeHnTH 3a KBAHTUTATUBHY OLICHY HAYYHOI' JOIIPHUHOCA

PanoBu o0jaB/beHH y HAYyYHUM Hyaconucuma o mel)ynapoanor 3navaja, Hay4yHa KPUTHKA;

ypehuBame yaconuca (M20):

opoj BpPEIHOCT YKYITHO
M21 1 8 8
M23 2 3 6
30opHuum ca Mmeh)yHapoaHux HayuyHuX ckynosa (M30):
opoj BPEITHOCT YKYITHO
M32 1 1.5 1.5
M33 2 1 2
M34 3 0.5 1.5
Onopamena 1oKkTopcka qucepranuja (M70):
opoj BPEITHOCT YKYITHO
M70 1 6 6
ITopeheme ca 3axTeBaHUM KpUTEepHjyMa 0 MUHHCTAPCTBA HayKe:
Hay4ynu capagHuk IToenn koju Tpeda na npunanajy Heonxoano | OcTrBapeno
caenehnm kareropujama
O6age3nu (1) M10+M20+M31+M32+M33+M41+M42 10 19
Oo6age3nu (2) M11+M12+M21+M22+M23 6 14
YkynHo Cse kaTeropuje 16 25




bywan b. Anapej — Cniucak pagosa

PanoBu o0jaB/beHM y HAYYHMM Yaconmucuma oa Mel)ynapoanor 3uauaja,
Hay4Ha KpuTtuka; ypehusame yaconuca (M20):

(Pax y BpxyHckoMm Mel)yHapoaHom yaconucy - M21):

A. Bunjac, D. B. Popovi¢ and N. S. Simonovi¢,

“Resonant dynamic Stark shift as a tool in strong-field quantum control: calculation and application for
selective multiphoton ionization of sodium”,

Phys. Chem. Chem. Phys. 19, 19829-19836 (2017). [on-line 07.07.2017]
https://doi.org/10.1039/C7CP02146A

From themed collection XUV/X-ray light and fast ions for ultrafast chemistry

ISSN: 1463-9076

(Pax y mehynapoanom yaconucy - M23):

A. Bunjac, D. B. Popovi¢, and N. S. Simonovi¢,

“Wave-packet analysis of strong-feld ionization of sodium in the quasistatic regime”,
Eur. Phys. J. D: At. Mol. Clusters & Opt. Phys. 70(5), 116 (2016). [6 pp]

Topical Issue: Advances in Positron and Electron Scattering, P. Limao -Vieira, G. Garcia,
E. Krishnakumar, J. Sullivan, H. Tanuma and Z. Petrovic (Guest editors)

DOI: 10.1140/epjd/e2016-60738-0
http://link.springer.com/article/10.1140%2Fepjd%2Fe2016-60738-0

ISSN: 1434-6060

A. Bunjac, D. B. Popovi¢ and N. S. Simonovi¢,

“Calculations of photoelectron momentum distributions and energy spectra at strong-field multiphoton
ionization of sodium”,

Eur. Phys. J D 71(8), 208 (2017). [6pp, online 8 Aug.2017]

doi: 10.1140/epjd/e2017-80276-5

Contribution to the Topical Issue: “Physics of lonized Gases (SPIG 2016)”, Edited by G. Poparic,

B. Obradovic, D. Maric and A. Milosavljevic.

ISSN: 1434-6060

30opHnuu ca Mel)yHapoagHuX HAyYHUX cKynoBa (M30):

(ITpenaBame nmo no3uBy ca mehyHapoaHor ckyna mraMnaHo y u3soay - M32):
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Resonant dynamic Stark shift as a tool in
strong-field quantum control: calculation
and application for selective multiphoton

ionization of sodium

A. Bunjac, D. B. Popovi¢ and N. S. Simonovi¢ 2 *

A method for determining the resonant dynamic Stark shift (RDSS), based on wave-packet calculations

of the populations of quantum states, is presented. It is almost insensitive to variations of the laser pulse

profile, and this feature ensures generality in applications. This method is used to determine an RDSS
data set for 3s —» nl (n < 6) transitions in sodium induced by laser pulses with peak intensities up to

Received 3rd April 2017,
Accepted 7th July 2017

DOI: 10.1039/c7cp02146a

7.9 x 10 W cm~2 and wavelengths in the range from 455.6 to 1139 nm. The data are applied to
analyze the photoelectron spectra (electron yield versus excess energy) of the sodium atom interacting
with 800 nm laser radiation. Substructures observed in the experimentally measured spectra are

successfully reproduced and related to the resonantly enhanced multiphoton ionization via specific

rsc.li/pccp (P and F) intermediate states.

1 Introduction

Up to the middle of the 20th century, research on the disturbance
(shift and splitting) of atomic levels by an external electric field,
known as the Stark effect, was limited to the case of a static
electric field (the so-called dc Stark effect). The discovery and
development of lasers during the 1960s stimulated the research
on similar phenomena induced by alternating electromagnetic
fields. The first observation of this, the so-called dynamic (or ac)
Stark effect, initiated by a laser radiation field, was carried out
at the end of the same decade." Half a century later, a huge
experience and knowledge accumulated through numerous
experimental and theoretical studies gives us a detailed descrip-
tion of the dynamic Stark effect generated by laser radiation.
Although a number of reviews and monographs on this topic
have been published,”® accurate data related to the dynamic
Stark shift in a wide range of parameters are not available for
most of the systems studied. This is understandable in that the
dynamic Stark shift, apart from the intensity of the alternating
field, depends on the frequency as well. The situation becomes
more complicated when short laser pulses (ordinary or with a
chirp) are used, because in that case the intensity, or both the
intensity and frequency, of the radiation are fast varying para-
meters. The problem may be less demanding for the dynamic
Stark shift which occurs under a resonance condition, the
so-called resonant dynamic Stark shift (RDSS), since here the

Institute of Physics, University of Belgrade, P.O. Box 57, 11001 Belgrade, Serbia.
E-mail: simonovic@ipb.ac.rs

This journal is © the Owner Societies 2017

field strength and frequency are not independent parameters.
In that case, however, a perturbative treatment fails even at low
intensities and, in order to obtain accurate data, more sophis-
ticated methods must be applied.

Dynamic Stark shift, including the RDSS, today is considered
as an important mechanism in the strong-field coherent (quantum)
control of various atomic and molecular processes.”® The latter can
be implemented through modifications of the atomic states or
molecular potential surfaces such that new pathways or reaction
channels, which are inaccessible in weak fields, become
available.”'® Determination of RDSS is, for example, essential
for understanding and controlling the process of resonantly
enhanced multiphoton ionization (REMPI). The dynamic shift
of an atomic energy level into resonance, known as ‘“Freeman
resonance”,'™"* is an important phenomenon which enables
strong-field coherent control over these processes. The non-
static character of intermediate resonances,**'* however, makes
the experimental realization of REMPI more complicated. A parti-
cular challenge here is how to implement the selective ionization
of an atom through a single energy level and simultaneously
produce a high ion yield. By increasing the laser intensity, one
increases the yield, but also spreads the electron population over
multiple energy levels'* and, in turn, reduces the selectivity.

Krug et al'® recently showed, by considering the multi-
photon ionization of sodium, that chirped pulses can be an
efficient tool in strong-field coherent control of multiple states.
In a very recent paper, Hart and coworkers'® described how
improved selectivity and yield (again for sodium) can be
achieved by controlling the RDSS via intensity (up to 10" W cm™?)

Phys. Chem. Chem. Phys., 2017, 19, 19829-19836 | 19829
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of the laser pulse of an appropriate wavelength (800 nm).
Details of the experimental equipment have been reported
elsewhere."”

In this paper we present the results of the calculations of the
RDSS for the sodium atom in strong laser fields performed by
numerically solving the time-dependent Schrédinger equation
(TDSE) within the single-electron approximation. Recently
obtained experimental results>'® and a lack of numerical data
for sodium (beyond the perturbative approach and finite-state
models) in the corresponding range of laser field parameters
inspired our calculations and the analysis of the strong field
quantum control of considered ionization processes.

In the next section we describe a single-electron model
for alkali-metal atoms (valence electron plus atomic core),
a method for numerically solving the TDSE and a way how to
calculate the RDSS. In Section 3 we present the results and
demonstrate how they can be used to study the REMPI.
A summary and conclusions are given in Section 4.

2 Theory
2.1 The model

Singly-excited states and the single ionization of alkali-metal
atoms can be described with sufficient accuracy using one-
electron models. This follows from the structure of these
atoms, which is that of a single valence electron moving in an
orbital outside a core that consists of closed shells. In that case
the valence electron is weakly bound and can be considered as
moving in an effective core potential Viu(r), which at large
distances r approaches the Coulomb potential —1/r.

One of the simplest models for the effective core potential,
applicable for alkali-metal atoms, is the Hellmann pseudo-
potential:*®

14,
Vcore(r) = 7; =+ 76 . (1)

For the sodium atom the parameters A = 21 and a = 2.54920"°
provide the correct value of the ionization potential I, = 5.1391 eV =
0.18886 a.u. (ie. the ground state energy E,, = —I,) and reproduce
approximately the energies of singly-excited states® (deviations
are less than 1%). The applicability of pseudopotentials is
based on the assumption following from the quantum defect
theory”' that one obtains accurate approximations of the
valence wave functions v,,;,(r) outside the core if the effective
potential leads to correct energies for all the states of each
Rydberg series. These wave functions, both for the ground state
(for sodium g(r) = W300(r)) and excited states, have the
standard form ,;,(r) = Ru(7)Yim(Q2), where radial functions
R,(r) are determined numerically by solving the one-electron
radial equation with pseudopotential (1).

Here we use the one-electron approach to study the single-
electron excitations and the single ionization of the sodium
atom in strong laser fields. Assuming that the field effects on
the core electrons can be neglected (the so-called frozen-core
approximation'®), the Hamiltonian describing the dynamics
of the valence (active) electron of the sodium (or another

19830 | Phys. Chem. Chem. Phys., 2017, 19, 19829-19836
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alkali-metal) atom in an alternating electric field F(¢) reads
(in atomic units)

H= _%v2 + Veore(r) — F(1)z. 2)

We consider the linearly polarized laser pulse of the form

F@ZFMwW(%)w%”C_%)+4’ (3)

0<t<T,

(otherwise F(t) = 0). Here , Fpea, Tp and ¢ are, respectively, the
frequency of the laser field, the peak value of its electric
component, the pulse duration and the carrier envelope phase
which we set to zero. Due to the axial symmetry of the system
the magnetic quantum number m of the valence electron is a
good quantum number for any field strength. Since in the
sodium ground state (when F = 0) the orbital and magnetic
quantum numbers are equal to zero, in all calculations we
set m = 0.

2.2 Energy scheme

Fig. 1 shows the excitation and ionization scheme of sodium
based on energy levels corresponding to singly-excited states.
Depending on the laser wavelength, different multi-photon
pathways are accessible during the interaction of sodium atoms
with the laser radiation. In the case of 800 nm radiation there
are two dominant REMPI pathways: (i) 2 + 1 + 1 (or 3 + 1)
ionization via nearly resonant two-photon transition 3s — 4s*?
and subsequent (or direct) excitation of 5p, 6p and 7p states,
giving rise to photoelectrons with s- and d-symmetry,"> and
(ii) 3 + 1 ionization via three-photon excitation of 4f, 5f and 6f
states,> giving rise to photoelectrons with d- and g-symmetry.

energy (a.u.)

0 1 2 3 4
angular momentum

Fig. 1 Energy scheme showing the (unperturbed) lowest levels of sodium
(grey lines) and possible four-photon absorption pathways from the
ground state to continuum (red arrows), which arise during the interaction
with 800 nm (w = 0.05695 a.u.) laser radiation. The shift of the continuum
boundary (full black — dashed green line) that corresponds to the strength
of the laser field when the 5p level (highlighted) shifts into three-photon
resonance is shown.

This journal is © the Owner Societies 2017
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2.3 Numerical method

The photoexcitation and photoionization processes are simulated
by calculating the evolution of the initial wave function y(r,0) =
W (x), which is the lowest eigenstate of Hamiltonian (2) for F = 0,
from ¢ = 0 until a time Ty,ax > Tp. This can be done by taking an
adequate representation of the evolution operator U(t,t + At) and
integrating numerically the relation y(r,t + At) = U(t,t + At)(r,t)
with a sufficiently small time step A¢. Here we use the second-
order-difference (SOD) scheme:**

Yt + At) = y(r,t — At) — 2iAtHY(r,2). 4)

Since the system described by Hamiltonian (2) is axially
symmetric it is convenient to express the electron’s wave
function in cylindrical coordinates (p,¢,2). If we write

eim(p

Y(r, 1) = o(p,z, l)\/ﬁ

()

where m is the magnetic quantum number, eqn (4) reduces to

D(p,z,t + At) = O(p,z,t — At) — 2iIAtH D(p,z,t),  (6)

where
P 0
H = ) <a %z 2) + Verr(p,2) (7)
and
m>—1/4
Veir = T + Veore(r) — F(1)z (8)
with r = (p? + 22)"2.

The derivatives 3*®/dp> and 9>®/0z* which appear in the #'®
term in eqn (6) are calculated using the finite-difference
method (see Appendix A). This method, however, fails at p
values close to zero. The effective potential (8) with 7 = 0 in the
limit p — 0 behaves as —1/8p> where the solutions of the
Schrodinger equation are ¢ ~ ,/p and their second derivative
*@/op> ~ —p** - —co. Direct application of a finite-
difference formula for the determination of this derivative for
small p then leads to a large numerical error.

The problem can be regularized by introducing the function

u(p.z) = B(p.2)/\/p (9)

which slowly varies for p values close to zero. As a consequence,
the p-derivatives of u take small (finite) values and can be deter-
mined accurately using finite-difference formulae (Appendix A).
The corresponding values of 9°®/dp” are then obtained from
the relation

Po_ up) 1 0u 0
902~ 4p32 | pll2ap p dp?

(10)

This approach gives the best results if we use function (9) when
p < pe, where p. is a distance of the order of Bohr radius, and
calculate derivatives of @ directly for p > p..

This journal is © the Owner Societies 2017
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2.4 Calculation of populations of atomic states and
determination of RDSS

If the valence electron is initially in the ground state (3s), the
probability of finding it in a bound state nl after the end of
the laser pulse (the transition probability for this state or,
equivalently, the population of the state) is

Py = |(nl|U(0,Ty)|35)|* = [(nl|y/(Ty) |- (11)

Then the sum

Pionzl_zpnl (12)
nl

determines the probability of finding the electron in a continuum
(unbound) state, ie. it represents the ionization probability.

The probabilities P,; (populations) strongly depend on the
parameters of the laser pulse (w, Ty, Fpeax)- In particular, Py,
changes rapidly by varying the laser frequency w. The maxima
of functions P,,;(w) occur at frequencies for which an integer (K)
multiple of the photon energy (=) coincides with the separa-
tion between the lowest (3s) and a given (nl) level of the sodium
atom in the field (multi-photon resonance condition), i.e. when

Ko = Wy 35, (13)

where w35 = E,; — Ess. The additional condition (following
from the selection rules for the dipole approximation) is that
K + I must be an even integer.

The positions of the resonant peaks in P,(w) depend on the
field strength and this dependence is a manifestation of
the dynamic Stark shift. Generally, the dynamic Stark shift of
atomic levels depends both on the strength and on the frequency
of the field. If F is the amplitude of the alternating field, then the
shift of energy level E,; is

SE,(F,w) = Ep(F,w) — E, (14)

where E9 = E,[(0,0) is the energy of state nl when the field is absent
(F=0). In the weak field limit one has 8E,,; = —o,(w)F°/4, where o,,{(w)
is known as the dynamic polarizability of the given state.” In parti-
cular, in the weak-field/high-frequency limit (e.g. for highly excited
states nl) the polarizability «,,{(w) tends to the asymptotic value —1/c?,
giving 8E,; — F*/4w”. This value corresponds to the vibrational energy
of a free electron in the linearly polarized electromagnetic field,
known as the ponderomotive potential U,. In contrast, the shift of
the ground state, for which this radiation is low-frequency, is similar
to the static polarization of the atom - it is negative. Thus, the
ionization potential of the atom in the laser field is higher than that of
an unperturbed atom’ (see Fig. 11 in the cited reference).

Since all the experiments measure not the Stark shift of a
given level but the variation of the energy (frequency) of the
transition from one (initial) state to another state, and since in
our calculations the maxima of P,; give us the separations of
levels (w,;35), we shall consider the dynamic Stark shift of the
sodium atom energy levels relative to its ground state value, i.e.

5wnl,3s(l;'7('()) = SEnl(F»w) - BESS(wa) = wnl,Ss(wa) - wgzt?,?,sy (15)

where 0{7s, = B9 — E
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Fig. 2 Transition probabilities P, (populations) of sodium states with n = 3, 4, 5, and 6 calculated for 10 fs laser pulses (3) with Foea = 0.003 a.u. (a—c),
Foeak = 0.005 a.u. (d=f), Foeak = 0.007 a.u. (g=i), Fpeak = 0.010 a.u. (j=1) and Fpeax = 0.015 a.u. (m-o0) as functions of the laser frequency e (full lines
of different colors). Vertical lines denote the energy (frequency) of transitions from the ground state (3s) to other states (nl) divided by the
number of absorbed photons K when Fpeax — 0. The ionization probabilities Pion(w) (dashed-dotted lines) for the five field strengths are shown in
parts a, d, g, j and m.
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Further, if we consider this shift strictly under the resonance
condition (13), the parameters F and o are not independent
and we can write

6(szel,SSS(F = w:zel,SSS(F) - w%(?SSy (16)
where
w:S,SSS[F) = wnl,SS[wares) (17)

is the separation of levels under the multiphoton resonance
condition, ie. at the resonant frequency

Wres = wir’tf;,s3s(F)/I<- (18)

Formally, w};%(F) is a solution of systems (17) and (18). However,

since functions w,; ;5(F,w) are in principle not known, in practice
we obtain wp3s(F) from wyes values which are determined as the
positions of the resonant peaks of P,[(w) at different values of F

and relation (18) (which is equivalent to resonance condition (13)).

3 Results

3.1 Populations and RDSS of sodium states n < 6

In order to create an RDSS data set for sodium which might be
used in the study of various strong field phenomena, we
calculated the probabilities for populating the atomic levels
with n < 6 under the influence of a laser pulse of the form (3)
with Fyeqe < 0.015 a.u. (i.e. for peak intensities up to 7.90 x
10> W em™?), in the range of laser frequencies o between
0.04 and 0.1 a.u. (the corresponding wavelengths are from

(0)

0 0 0
©34,3¢/2 m(Sp),SS ‘Dap),ss/ 3 ‘”(4s),35/ 2

View Article Online

Paper

1139 to 455.6 nm), and for three values of the pulse duration:
T, =5, 10 and 20 fs (1 fs = 41.34 a.u.).

Fig. 2 shows the populations of the states with n = 3 (3s, 3p
and 3d), n = 4 (4s, 4p, 4d and 4f), n = 5 (5s, 5p, 5d and 5f) and
n =6 (6s, 6p and 6d) calculated for the laser pulse parameters:
T}, = 10 f5; Fpear = 0.003, 0.005, 0.007, 0.010, 0.015 a.u. and » €
(0.04, 0.10) a.u. As explained in Section 2.4, the positions of
maxima of P,(w) can be related to resonant frequencies wyes for
3s — nl transitions, which determine the transition energies
0n13s(Fpeak) at given field strengths (see eqn (18)). Once we have
these energies, the RDSS values can be obtained using eqn (16).

An important feature of this method is that the peak positions
of P,(w) remain approximately the same if we vary the pulse
length. For longer pulses, however, the peaks are more narrow and
the resonant maxima are expected to be localized more precisely.
This is demonstrated in Fig. 3 where the populations calculated for
Fpeak = 0.007 a.u. and three different pulse lengths (T}, = 5, 10, 20 fs)
are compared. The above mentioned properties can be explained
by the fact that the resonant frequency for a given transition
essentially varies during the laser pulse due to variation of the field
strength, but the . value corresponding to a probability maxi-
mum is always related to the peak value Fjeqi.

In our calculations we favored pulses of 10 fs duration,
which is for the considered problem estimated as an optimal
length. Longer pulses, despite the fact that computations
become more time consuming, give more complex probability
distributions where the peaks related to transitions between
different excited states become more pronounced. The results

res

(energy separations wp;3s(F)) for n < 6 and six values of the
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Fig. 3 Transition probabilities P, (populations) of sodium states with n = 3, 4, and 5 calculated for laser pulses (3) of 20 fs (a—c) and 5 fs (d—f) duration
with Frea = 0.007 a.u. as functions of the laser frequency o (full lines of different colors). For comparison, the populations of the same states in the case
of 10 fs laser pulses are shown (dotted lines).
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Table 1 Energies of excited states (nl) of sodium relative to its ground state (3s) which are in K-photon resonance with the applied laser field of strengths
F=0,...,0.015 a.u. These energies (wy3s(F)) are related (by condition (18)) to the resonant laser frequencies which are obtained from the positions of maxima of
the populations Pp(w). The calculations for F > 0 are performed using the laser pulse length T, = 10 fs (see Fig. 2), except for 4f, 5p, 5f and 6p states where T, =

20 fs. The energies for F = 0 are obtained by diagonalizing the one-electron Hamiltonian with pseudopotential (1) and agree well with experimental values?°

nl: 3p 3d 4s 4p 4d af 5s 5p 5d 5f 6s 6p 6d

K: 1 2 2 3 2 3 2 3 2 3 2 3 2
Fla.u.) Oniss (€V)

0 2.0800 3.6316 3.1772 3.7429 4.2912 4.2891 4.1095 4.3397 4.5966 4.5952 4.5061 4.6213 4.7620

0.003 2.1154 3.6663 3.1733 3.8297 4.2919 4.3145 4.0995 4.3813 4.6018 4.6206 4.4876 4.6532 4.7334
0.005 2.1707 3.7170 3.2346 3.9429 4.3299 4.3695 4.1535 4.4412 4.6183 4.6733 4.5219 4.7121 4.7643
0.007 2.2226 3.7889 3.3103 4.0803 4.3657 4.4540 4.1990 4.5288 4.6380 4.7545 4.5481 4.7948 4.7841
0.010 2.2912 3.9128 3.4546 4.2938 4.4123 4.6174 4.2609 4.6934 4.6643 4.9142 4.5772 4.9467 4.8053
0.015 2.5025 4.1176 3.7382 4.6655 4.4375 4.9304 4.3278 4.9962 4.6610 5.2001 4.5869 5.2287 4.8012

B4 1

| ®©
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Fig. 4 The field-strength dependence of excited state energies relative to the ground state energy for the sodium atom in the laser field which is in
K-photon resonance with 3s — nl transitions: (a) K = 2, and (b) K = 1 (for 3s — 3p) and K = 3. Horizontal dashed lines in parts (a) and (b) mark the two- and
three-photon energies, respectively, for a laser field of 800 nm wavelength.

A\

ds——" 2x1.55eV

field strength are given in Table 1 and shown (after inter-
polation) in Fig. 4. Although dynamic polarizabilities are in
principle complex functions of the laser field parameters,”™®
our calculations indicate that the energy separations in the
resonant case are rather smooth functions of the field strength.
It is found that they increase under stronger fields, but in the
perturbative regime the dynamic shift may be negative as in the
static field case, particularly for the states with lower values of
the polarizability (s-states, see Fig. 4a). We point out, however,
that in the F < 0.003 a.u. range this shift is small and thus
comparable to the error of locating the resonant peaks. Below
we demonstrate how these results can be used to explain the
structure of the photoelectron spectrum of sodium.

3.2 Analysis of the photoelectron spectrum of sodium
interacting with a 800 nm laser pulse

Freeman et al.** have shown that when atomic states during the
laser pulse transiently shift into resonance, they can be ener-
getically resolved in the photoelectron spectrum (electron
yield versus excess energy). Theoretically, if the multiphoton
ionization occurs by absorbing N photons, the photoelectron
excess energy in the weak field limit is E. = Now — I,. Under

19834 | Phys. Chem. Chem. Phys., 2017, 19, 19829-19836

stronger fields, however, the dynamic Stark shift of the ground
state and that of the continuum boundary (see eqn (14) and the
text below) change effectively the ionization potential I, to
I, — 0Eq(F,0) + Up(F,w) and E. becomes dependent on the field
strength (see Fig. 1). If an intermediate state at a field strength
F shifts into resonance, the photoelectron yield increases and
one observes a peak at the corresponding value of E.. Thus, the
peaks in the photoelectron spectra can be related to the REMPI
occurring via different intermediate states. If we apply the expres-
sion 0Eg, = —tg,{()F*/4 and approximate the dynamic polarizability
of the ground state by its static value (for sodium o3 = 162.7%),
the photoelectron excess energy is determined by the formula'*

1/
Ee =Nw— I:Ip + Z(g(:r“t + w*2)F2:| ) (19)

Using the data given above and eqn (19), in the following
we analyze the results of recent measurements of the photo-
electron yield for sodium interacting with a 800 nm laser field."®
Fig. 4(b) shows that at this wavelength (the corresponding
frequency/photon energy is @ = 0.05695 a.u. ~ 1.55 eV) func-

res

tions wy;3(F) for 4p, 4f, 5p, 5f and 6p states cross the triple
photon-energy (~3 x 1.55 eV), ie. shift into resonance with the
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Table 2 The values for laser field strength (electric component), laser
intensity and photoelectron excess energy which characterize resonant
three-photon excitation of sodium states 4p, 4f, 5p, 5f and 6p by an
800 nm laser field (v ~ 1.55 eV)

State F (a.u.) Intensity (W cm™?) E. (eV)
4p 0.0148 7.69 x 10" 0.358
af 0.0105 3.87 x 10" 0.707
5p 0.0092 2.97 x 10" 0.789
5f 0.0043 0.65 x 10*? 1.001
6p 0.0028 0.28 x 10" 1.035

laser frequency, at different values of F. These field strengths, the
corresponding laser intensities and the related photoelectron
excess energies are given in Table 2. Comparison with the experi-
mental results shown in Fig. 5 confirms that the most prominent
peak in the photoelectron yield (E. ~ 0.76 €V) is related to the
REMPI via 4f and 5p states, whereas the local peaks at E. ~ 0.35 eV
and 1 eV are related to the 4p state and 5f and 6p states,
respectively. (Referring to Hart et al.’s work'® the local peak around
1.2 eV is attributed to ionization via the 7p state, which is out of the
set of states we considered here.) Note that for these field para-
meters one- or two-photon resonant transitions are not possible.

Finally, we discuss the excitation of the 4s state. One can see
from Fig. 4(a) that the two-photon excitation of this state by an
800 nm laser is near resonant in the weak field limit. At higher
intensities, however, detuning of the laser frequency from the
resonant value increases and the transition probability for the
4s state decreases. Thus, we speculate that the 4s state does not
favor significantly the excitation of P states (5p, 6p, 7p) over F
states (4f, 5f, 6f), as has been expected."”*® Accordingly, Fig. 2
shows that the populations of nf states are of the same order or
larger than those for (n + 1)p states.

10% r

g /)
£ |
GJ -
@ d
%5 103~ r
5 /
Q
g |
3
c
2 ] -
10 4
4p 5p
10° T T T T I T T T

; .
0.2 0.4 0.6 0.8 1.0 1.2 1.4
energy (eV)

Fig. 5 Calculated values for photoelectron excess energies (vertical lines)
which characterize four-photon REMPI of sodium via 4p, 4f, 5p, 5f and 6p
states by an 800 nm laser field (from Table 2), shown together with
experimentally measured electron yields versus photoelectron excess
energies obtained for 57 fs laser pulses with peak intensities 3.5 x
10% W cm™2 (white gray, lower curve), 4.9 x 10 W cm™2 (gray, middle
curve), and 8.8 x 102 W cm~2 (black, upper curve).*®
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4 Summary and conclusions

We presented a method for calculating the resonant dynamic
Stark shift based on a wave-packet propagation technique. We
used a variant of the second-order-difference scheme that was
adapted to cylindrical coordinates and applied to calculate the
populations of the sodium ground and singly excited states. For
this purpose, a single-electron model of the atom in a strong
laser field is used. The calculations are performed for sodium
levels with n < 6 and for the peak intensities of the laser pulse up
t0 7.90 x 10" W em ™2 and wavelengths in the range from 455.6 to
1139 nm. These results are in the next step used to estimate the
resonant dynamic Stark shift for 3s — nl transitions. The latter
results are almost insensitive to variations of the laser pulse
parameters including the pulse length, envelope profile and initial
phase, and this fact ensures generality in applications.

We further demonstrated how the RDSS data can be used to
predict the REMPI peaks in the photoelectron spectra. We
performed an analysis of the strong-field ionization of sodium
interacting with an 800 nm laser pulse. The calculated positions of
the peaks (photoelectron excess energies) related to the REMPI
processes via excited P and F states (two main REMPI pathways)
agree very well with recent experimental findings.'® Our calcula-
tions, however, indicate that the REMPI pathway via F states is not
significantly suppressed, as has been expected. This conclusion is
based on two findings: (i) two-photon excitation of the intermedi-
ate 4s state by an 800 nm laser at higher intensities shifts out of
resonance and (ii) the populations of F states at this wavelength
are of the same order or larger than those for P states. To shed
light on this question, additional research, e.g. an accurate calcula-
tion of the photoelectron angular distribution, is recommended.

Finally, the results presented here demonstrate the ability of
the proposed method to explain physical mechanisms that play
an important role in the processes related to the interaction of
quantum systems with strong fields and predict their behaviour
under these conditions. This analysis highlights the importance of
studying simpler systems for better understanding mechanisms of
the strong-field coherent control of more complex systems and
processes.

This work was supported by COST Action No. CM1204
(XLIC). We acknowledge support from the Ministry of Educa-
tion, Science and Technological Development of Republic of
Serbia under Project No. 171020.

Appendix A. Finite-difference scheme
for derivatives

The first- and the second-order derivative of function f(x) can
be determined using finite-difference schemes:

1/1 4 ! 4
o Z(ﬁoﬁ‘*“ ~ 1053t gfk—z - gfk—l

4 1. 4 |
+§fk+1 - gfk+2 + Eka - %//644)7

o
ox

(20)

Phys. Chem. Chem. Phys., 2017, 19, 19829-19836 | 19835


http://dx.doi.org/10.1039/c7cp02146a

Published on 07 July 2017. Downloaded by National Library of Serbia on 6/28/2018 11:08:57 AM.

Paper
o*f 1 1 8 1, 8. 205 .
e k* ﬁ(_%fk—4 + mfkix - gfk—2 + gfk—l - ﬁfk
8 . 1 8 |
+gfk+l - gfk+2 + mfkﬁ - %}(kﬁ—“):
(21)

where x; and f; = f(x;) (k = 1,...,N) are the values of variables
x and fon a grid with spacing 4.
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Abstract. Strong field ionization of the sodium atom in the tunnelling and over-the-barrier regimes is
studied by examining the valence electron wave-packet dynamics in the static electric field. The lowest
state energy and the ionization rate determined by this method for different strengths of the applied field
agree well with the results obtained using other methods. The initial period of the nonstationary decay
after switching the field on is analyzed and discussed. It is demonstrated that, if the Keldysh parameter
is significantly lower than one (quasistatic regime), the probability of ionization by a laser pulse can be

obtained from the static rates.

1 Introduction

Interaction of atoms with strong laser fields results in a
number of interesting phenomena like the above threshold
ionization, high harmonic generation, atomic stabilization,
non-sequential double ionization, etc. (for a review see e.g.
Ref. [1] and references therein) that are unexpected from
the point of view of a standard perturbative treatment.
Such a treatment is in principle applicable in the case of
single photon processes when the ionization rate is large
even at low field intensities. It can be used partially to
study multiphoton processes, but it is not applicable at
sufficiently large intensities. Particularly, a more accurate
approach is necessary in the case when it comes to tunnel
ionization as the field becomes comparable to the atomic
potential. Then the field distorts the atomic potential
forming a potential barrier through which the electron can
tunnel. The limiting case of this process, when the barrier
is suppressed below the energy of the atomic state, is usu-
ally referred to as over-the-barrier ionization (OBI). The
transition between multiphoton and tunnelling regimes is
governed by the Keldysh parameter v = w/w; [2], where
wy ' = T, = (21,)Y/?/F is the so-called tunnelling time
and w, F' and I, are the frequency of electromagnetic
field, the peak value of electric component of the field and
the ionization potential of the atom, respectively (for the
sake of simplicity here and thereafter we use the atomic
system of units: e = me, = h = 4megp = 1). This parame-
ter characterizes the degree of adiabaticity of the motion
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Tanuma and Zoran Petrovic.
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through (over) the barrier: if v > 1 (low-intensity/short-
wavelength limit) the multiphoton ionization dominates,
whereas for v < 1 (high-intensity/long-wavelength limit)
the tunnel ionization or OBI does. An overview of dif-
ferent strong-field ionization regimes can be found e.g. in
reference [3].

Tunnel ionization is successfully described by the semi-
classical theory due to Ammosov, Delone and Krainov
(ADK) [4]. It is based on two approximations: (i) the
single-electron description of tunnelling; and (ii) the qua-
sistatic approximation. The first approximation uses the
fact that most many-electron atoms can be treated as
nearly hydrogenic when one of their electrons finds itself
away from the core. In this single-electron picture, quan-
tum numbers will become nonintegers. Replacing the inte-
ger quantum numbers in the rate formula for one-electron
(hydrogenic) atoms [5] by these effective values one ob-
tains the ionization rate for a given atom. The quasistatic
approximation assumes that for v < 1 the electric field
changes slowly enough that the static tunnelling rate can
be calculated for each instantaneous value of the field.
Then the tunnelling rate for the alternating field can be
obtained by averaging the static rates over the field period.
The ADK theory accurately predicts tunnelling rates in
experiments with atomic ionization in strong fields [6,7].
It also shows excellent agreement with numerical calcula-
tions in the low field limit of the tunnelling regime, i.e.
for the field strengths much below the OBI domain (for
hydrogen and helium see Refs. [8,9]).

Even for atoms with low ionization potentials like al-
kali metals, for which the tunnelling regime is reduced
to a narrow interval of relatively weak fields, the ADK
tunnelling rates with a correction which accounts for the
Stark shift of the ground state energy agree well with nu-
merical results obtained by the so-called complex-rotation
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method [10]. In the OBI domain, however, these results
differ significantly and, in the absence of adequate ex-
perimental data, a check of their accuracy is welcome.
In this paper we calculate the lowest state energy and
ionization rate of the sodium atom in a quasistatic field
as functions of the field strength by applying a wave-
packet propagation technique. In addition, contrary to
the complex-rotation method used in reference [10], wave-
packet methods provide information about the wave func-
tion behaviour for the entire duration of the ionization
process, particularly in the initial period when the decay
is still nonstationary.

The paper is organized in the following way. In the
next section we introduce a single electron model for the
sodium atom (valence electron + atomic core) and study
the strong field ionization regimes (tunnelling and OBI) in
the quasistatic approximation. A time-dependent method
is briefly described in Section 3. In Section 4 the results for
the lowest state energies and ionization rates for sodium
obtained by this method are compared with the results
provided by other methods. In the same section the ini-
tial period of the nonstationary decay is analysed and
discussed. Finally, it is demonstrated how the ionization
probability for a given laser pulse can be obtained from
the static rates.

2 The model

Chemical and optical properties of atoms depend mainly
on the dynamics of the valence electrons. Particularly,
in the case of alkali-metal atoms a single valence elec-
tron moves in an orbital outside a core which consists of
closed shells with the total orbital momentum and spin
equal to zero. Compared to the core electrons, the va-
lence electron is weakly bound and can be considered
as moving in an effective core potential (ECP) Viore(r),
which at large distances r approaches the Coulomb po-

tential Vo = —1/r (the total charge of the core for al-
kali is 1). The ECP is usually calibrated to produce the
value Ey = —I, for the ground-state energy (for sodium

I, = 5.1391 eV = 0.18886 a.u. [11]). The energies of single-
electron excitations can be represented by the Rydberg-
like formula E,; = —1/2n*2, where n* = n — i, is
the effective principal quantum number and pu,; are the
corresponding quantum defects. Here n > ng, where ng
is the lowest value of the principal quantum number n
of the valence electron. The effective principal quantum
number that corresponds to the ground state is therefore
n* = (2I,)~'/? (for sodium ng = 3 and n* = 1.6271).

One of the simplest ECP models applicable for alkali
metal atoms is the Hellmann’s pseudopotential [12] (see
Fig. 1a)

1A7ar
+ e .

‘/COI‘E (T) - _7" r

(1)
The parameters A and a for a given atom are not uniquely
determined and one can find various values proposed by
different authors in reference [13,14]. For sodium, we shall
use the values A = 21 and a = 2.54920 from reference [10]
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with which the potential (1) reproduces exactly its ioniza-
tion potential and, as close as possible, the eigenenergies
of the lowest two excited states.

Using this single-electron model we study the sodium
atom under the influence of a quasistatic electric field.
Here we assume that the field effects to core electrons
can be neglected. This so-called frozen core approxima-
tion, is good if the field is not extremely strong. Then,
the dynamics of the valence electron of sodium atom in a
(quasi)static electric field F' is described by Hamiltonian
p?
2

H= + V(r), (2)

where
V(r) = Veore(r) — Fz (3)

denotes the total potential energy. Due to the axial sym-
metry of the problem the z-projection of the orbital mo-
mentum I, is an integral of motion (i.e. m is a good quan-
tum number) and it is convenient to express all dynamical
quantities in cylindrical coordinates.

The core potential and the external electric field in
the total potential (3) form a potential barrier with the
saddle point at the z-axis. Both the position of this point
z = zgp (given the rule (0V/0z)z—y—o = 0) and its height
Vip = V(rsp) depend on the field strength (see Figs. 1b
and 1c). Since the electron can tunnel through or escape
over the barrier, the atom has a nonzero probability of ion-
izing, even when the saddle point is well above the bound
state. Thus, all states of the system described by Hamilto-
nian (2) have a resonant character. We shall consider here
the resonance with the lowest energy. As the valence elec-
tron of an alkali-metal atom in the ground state (when
F = 0) has its orbital and magnetic quantum numbers
Il =m = 0, the lowest resonance will be characterized by
m = 0.

If the field is not too strong, the energy of the low-
est state E(F) lies below the saddle point of the barrier
(see Fig. 1b) and the electron can ionize by tunnelling
through the barrier. By increasing the field strength the
saddle point shifts down and for strengths larger than a
specific value Fy it is suppressed below the energy E(F')
(see Fig. 1¢). Then OBI occurs. From the quantum me-
chanical point of view, however, there is not an essential
difference between these two kinds of ionization processes.

The value of the field strength F' = F; which separates
the tunnelling and OBI regimes is defined by the condi-
tion E(F) = Vi (F). This value for sodium (but also for
other alkali) is small enough that the core potentials at dis-
tances r = |zsp (Fs)| can be well approximated by the pure
Coulomb potential [10]. Then zy, = 1/VF, Vip = —2VF
and the separating value Fy is the solution of equation
E(F) = —2V/F. By taking E(F) ~ E(0) = —I,, one ob-
tains Fy ~ I2 /4 = 0.00892.

A more accurate value for Fy can be obtained by tak-
ing into account the Stark shift of the lowest energy level.
For F' < 1 the Stark shift can be expanded in a Maclaurin
series AE = —aF?/2! — yF* /4! — ..., where the first two
coefficients, o and +y, are known as the dipole polarizabil-
ity and the second dipole hyperpolarizability, respectively.
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Fig. 1. Potential energy V = Veore(r) — Fz (€. its x = y = 0 cut — full lines) and the lowest energy level E (horizontal full
lines) of the valence electron of sodium atom for three different strengths of applied electric field: (a) F' = 0, (b) F = 0.008 a.u.
and (c) F = 0.015 a.u. The effective core potential Veore(r) is represented by the Hellmann’s pseudopotential (1). The cases (b)
and (c) correspond to the tunnelling and OBI regimes, respectively. For comparison, the sums (dotted lines) of the Coulomb
potential Vo = —1/r and the corresponding field contributions —Fz (dashed lines) are shown in the same graphs.

Thus
E(F)=E(0)+ AE = —I, — laF? - JyF*  (4)

For sodium o = 162.7 &+ 0.8 [15] and v = (9.56 £
0.48) x 10° [16]. The solution of equation E(F) = —2v/F
with expansion (4) is Fy = 0.00969. The laser peak in-
tensity that corresponds to this field strength is about
3.3 x 102 W /cm?.

Note that, since the core potential Veore(r) approaches
Ve(r) in the domain r > |z, (Fy)|, the value Fy essentially
does not depend on the ECP model. For the same reason
the shape of the potential barrier and the ionization rate
at weak fields (tunnelling regime) are almost independent
on the form of the core potential. Thus, although there
are more accurate ECP models for alkali-metal atoms, in
the present analysis we are limited to the Hellmann pseu-
dopotential as one of the simplest.

Recall that the ADK theory, which is also based on a
single-electron approach, assumes the above mentioned in-
sensitivity to the core potential. In this theory the ioniza-
tion rate is given in terms of the ionization potential, quan-
tum numbers of the atomic state and the field strength [4].
For alkali-metal atoms in the ground state the valence elec-
tron is characterized by | = m = 0 and the ADK formula
(the variant for static fields) reduces to

2n*—1
B (R) T e

where n* = (21,)"Y2, Fy = (2I,)%?, and |Cpol® =
227" /[n* T'(n* 4+ 1) I'(n*)]. Since for alkali metals the en-
ergy of the lowest state changes rapidly with F, the ADK
rates can be significantly improved by applying the cor-
rection I, — —E(F) = I, — AE(F) in (5), which accounts
for the Stark shift [10].

U)=|C%w

3 The method

Resonant states can be studied efficiently using a time-
dependent approach. For a known initial state wave func-
tion (r,0) one can obtain the wave function (r,?)

at an arbitrary time t by solving the time-dependent
Schrodinger equation (TDSE). In practice this is done by
taking an adequate representation of the evolution oper-
ator U(t,t + At) and integrating numerically the relation
P(r,t+ At) = U(t,t + At)y(r,t) with a sufficiently small
time step At.

To study the evolution of the ground state of sodium
atom after the field is switched on, we chose for the initial
function ¢ (r,0) the lowest eigenstate of Hamiltonian (2)
when F' = 0 (i.e. the unperturbed ground state wave func-
tion of sodium within the single-electron model) and cal-
culate its evolution at a given field strength F' > 0 by the
use of the second-order-difference (SOD) scheme [17]

(e, b+ At) = d(r,t — At) — 2AtHY(r, 1) (6)

that is for this purpose adapted for cylindrical coordinates.
Due to the axial symmetry of the system described by the
Hamiltonian (2) this observable as well as the electron’s
wave function do not depend on the azimuthal angle and
the dynamics reduces to two degrees of freedom (p and z).

The energy spectrum for a given system can be ob-
tained from the autocorrelation function

c(t) = (P 0)|4 (1)) (7)

by calculating its power spectrum (i.e. |FT[c(t)]|?, where
FT[e(t)] is the Fourier transform of ¢(t)). In this spec-
trum resonances appear as (approximate) Lorentzian pro-
files containing the information about their positions (F)
and widths (I"). If the power spectrum contains only one
resonance (depending on the choice of the initial state)
one has |c(t)|? = e~*!, where w = I'/h is the correspond-
ing decay rate (hereafter we put i = 1). Then I" (or w)
can be determined more precisely by calculating the gradi-
ent of In(|c(t)|?). This method will be used here to obtain
the widths of the lowest state of sodium at different field
strengths.

4 Results and discussion

The function In(|e(t)]?) for the sodium atom at different
values of the applied electric field, calculated using the
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Fig. 2. Functions In |c(t)|? calculated for the sodium atom at
different strength of the static electric field F', corresponding
to: (a) the tunnelling and (b) OBI regime. The initial state
1(0) used in the autocorrelation function c(t) = (¢(0)])(t)) is
the unperturbed ground state of the free atom.

model and the method described in Sections 2 and 3, re-
spectively, is shown in Figure 2. During an initial period of
the nonstationary decay the function shows damping oscil-
lations whose relaxation time decreases by increasing the
field strength. This behaviour is a consequence of the fact
that the chosen initial wave function — the ground state
of the unperturbed atom — is not a stationary state when
the field is switched on (since in that case V' # Viore) and
behaves in the total potential as a wave packet. It can
be treated as a superposition of eigenstates of Hamilto-
nian (2) at a given field strength F'. The higher the energy
of a composite eigenstate, the faster its decay through or
over the potential barrier. Thus, at each reflection from
the potential barrier a part of the wave packet transmits
in the outer region and after some time it reduces to the
lowest stationary state with a well-defined outgoing wave
— the resonance wave function (see Fig. 3). This process is
much faster in OBI (Fig. 2b) than in the tunnelling regime
(Fig. 2a). At F' = F the duration of the nonstationary pe-
riod is a few femtoseconds (1 fs = 41.34 a.u.).

Although the initial phase of the ionization process
in a static field is not relevant for calculating the corre-
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Fig. 3. The real part of the wave function v (r) representing
the lowest stationary state of sodium atom (the single-electron
model) in the electric field of strength F' = 0.01 a.u. This
resonant state is determined by the time-propagation of the
field-free sodium ground state in the total potential (3) until
the state becomes stationary in the later (¢ ~ 400 a.u.).

sponding rate (we get it from |c(¢)|* in the asymptotic
domain), note that instant switching the field on at t = 0
is not a realistic situation either in the case of a static
field or for laser beams. For this reason we examine the
behaviour of function |¢()|? when the field is switched on
gradually. We consider the saturation function of the form
F(t) = Fystat|1 — exp(—t/7)], which describes the process
of establishing the electric field between two parallel con-
ducting plates (which act as a capacitor) when connected
to a dc voltage source. The time constant 7 is determined
by the circuit parameters. For example, if the total re-
sistance and capacity are R = 0.1 Q and C = 1 pF, re-
spectively, then 7 = RC = 100 fs. The adiabaticity of
switching the field in comparison with the tunnelling pro-
cess can be expressed by the ratio T;/7 (in analogy with
the Keldysh parameter for ac fields). It is found that for
T./7 < 1 the oscillations are almost suppressed and the
function |c(t)|? takes the exponentially decreasing form
after the period of a few 7 (see Fig. 4).

The lowest state energy and width (ionization rate)
for the sodium atom in the static electric field, calcu-
lated by the wave-packet method, are shown in Table 1
for different field strengths, together with the values ob-
tained recently by the complex-rotation method [10]. The
results are in a good agreement in the field domain consid-
ered F' € (0,0.03). The numerical values from Table 1 are
shown in Figure 5 together with the analytical estimations
for energies and rates based on the Stark shift expansion
and the ADK theory, respectively. The lowest state energy
formula (4), which accounts for the Stark shift expansion
up to the fourth order, agrees with numerical results ap-
proximately for F' < 1.75F; (see Fig. 5a). The ionization
rate obtained using the corrected ADK formula (see the
last paragraph in Sect. 2) is in a very good agreement
with numerical values in the tunnelling domain (F < Fg,
see Fig. 5b).

Finally, we demonstrate that in the quasistatic regime
(v < 1) the ionization probability for the atom irradiated
by a laser pulse can be accurately determined from the
static rates. At the field strength F' = Fy the condition
v < 1 is fulfilled for sodium at wavelengths A > 3 um,
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Fig. 4. Functions In |¢(t)|? for the sodium atom in the grad-
ually switched electric field on (see the text) of the strength:
(a) Fitar = 0.001 a.u. (=5.14 MV /cm, Ty = 614.6 a.u.) and (b)
Fiar = 0.01 a.u. (=51.4 MV /cm, Ty = 61.46 a.u.) for different
values of the time constant 7.

whereas in the tunnelling domain A must be even longer.
We consider the linearly polarized laser pulse of the form

) {Fpeak sin?(nt/T},) cos(27t/Te), 0 <t <T,

0, otherwise

and take the peak value of field strength Fje.x = 0.01 a.u.
(i.e. the laser peak intensity ~ 3.5 x 1015 W /cm?) that
is close to the Fy value. We choose the optical cycle pe-
riod T, = 1931 a.u. (=46.7 fs, A = 14 pm) that pro-
vides v = 0.2 and the total pulse duration of four op-
tical cycles (T, = 4T.). The quasistatic rate w(F(t)) for
this pulse, obtained using the corrected ADK formula (see
Eq. (5) and the text below), is shown in Figure 6a. In
part (b) of the same figure the corresponding ionization
probability P]E;:) = fg w(F(t))dt (quasistatic approxima-
tion) is compared to formula P, = 1 — |c(t)|?, where
¢(t) is the autocorrelation function obtained by solving
the TDSE for the total potential (3) with the alternating
field F(t) of the form equation (8) (the expression for Py
is the special case of general formula (see e.g. Eq. (4.28)
in Ref. [18]) when the occupation probabilities for excited
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Table 1. The comparison between the lowest state energies
and widths I" of sodium obtained by the wave packet (WP) and
the complex rotation (CR) method within the single-electron
picture for different strengths of applied electric field F'.

WP method CR method
F E r E r
0.000 —0.1887 0 —0.18886 0
0.001 —0.1888 - —0.18894 -
0.002 —0.1889 — —0.18919 -
0.003 —0.1894 - —0.18961 —
0.004 —0.1900 — —0.19020 —
0.005 —0.1908 - —0.19096 —
0.006 —0.1916 6x107% —0.19190 —
0.007 —0.1928 1.32 x 10°%® —0.19303 1.276 x 10~¢
0.008 —0.1941 1.42 x 107° —0.19437 1.279 x 107°
0.009 —0.1957 7.59 x 107° —0.19595 7.426 x 107°
0.010 —0.1976 2.78 x 10°* —0.19778 2.684 x 10~*
0.011 —0.1998 7.28 x 10°* —0.19986 7.097 x 10~*
0.012 —0.2021 1.53 x 1073 —0.20215 1.503 x 1073
0.013 —0.2046 2.74 x 1072 —0.20461 2.691 x 1073
0.014 —0.2071 4.36 x 107°% —0.20717 4.287 x 1073
0.015 —0.2097 6.37 x 1073 —0.20979 6.261 x 1073
0.016 —0.2123 8.69 x 107 —0.21245 8.577 x 1073
0.017 —0.2150 0.0113 —0.21513 0.01120
0.018 —0.2176 0.0142 —0.21780 0.01409
0.019 —0.2201 0.0174 —0.22047 0.01721
0.020 —0.2227  0.0208 —0.22312 0.02051
0.021 —0.2252 0.0243 —0.22575 0.02400
0.022 —0.2278 0.0280 —0.22836 0.02763
0.023 —0.2302 0.0317 —0.23094 0.03139
0.024 —0.2327  0.0356 —0.23351 0.03527
0.025 —0.2351 0.0395 —0.23605 0.03928
0.026 —0.2376 0.0434 —0.23856 0.04331
0.027 —0.2399 0.0475 —0.24106 0.04745
0.028 —0.2423 0.0517 —0.24353 0.05166
0.029 —0.2446 0.0561 —0.24598 0.05595
0.030 —0.2469 0.0608 —0.24841 0.06025

atomic states are almost zero, which is the case in this

example). Functions PIE;E)(t) and P, (t) are significantly
different during the laser pulse because the former repre-
sents the probability of transition from the initial atomic
state to the asymptotic continuum state (outgoing wave),
whereas the latter is the probability of transition from the
initial state to any unbound state, including those when
the electron is temporary ejected and recaptured in the
next half-cycle of the field. These two functions, however,
approach each other whenever the field becomes zero and
this fact allows us to determine the total ionization prob-
ability (when the pulse is over) from the static rates. The

difference between Pion (1)) and P(qs)(Tp) in this example

ion
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Fig. 5. The energies (a) and widths (b) of the lowest state of the sodium atom at different strengths of applied electric field.
The results obtained by the wave-packet propagation method (present work) are marked by full circles. For comparison, the
corresponding results obtained by the complex-rotation method [10] are shown (open ‘diamonds’). In addition, the lowest state
energy as a function of the field strength determined by the 4th order expansion formula (4) (full line) is shown in part (a), and
the ionization rates determined by the original ADK formula (5) (dashed line) as well as by the ADK formula with the Stark
shift correction (4) (full line) are shown in part (b). Vertical dotted lines mark the field strengths Fy dividing the tunnelling and

OBI areas.
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Fig. 6. (a) The laser pulse of the form (8) with Fpeax =
0.01 a.u., Tc = 1931 au., T, = 47. (dashed line) and the
corresponding quasistatic ionization rate w(F'(t)) for sodium
(full line). (b) The ionization probability determined by inte-
grating the quasistatic rate (full line) and by solving the TDSE
with the alternating field (8) exactly (dash-dot line).

(v = 0.2) is less than one percent, but it increases signifi-
cantly for larger values of the Keldysh parameter.

We dedicate this paper to the occasion of Professor Michael
Allan’s retirement, in recognition of his scientific contributions
to the field of electron scattering. One of us (DBP) would also
like to express her deep gratitude to Professor Michael Allan,
her post-doc research supervisor, for his patient guidance, en-
thusiastic encouragement and useful critiques during her years
working with him. This work was supported by the COST Ac-
tion No. CM1204 (XLIC). We acknowledge support from the
Ministry of Education, Science and Technological Development
of Republic or Serbia under Project No. 171020.
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Abstract. Multiphoton ionization of sodium by a femtosecond laser pulse of 760 nm wavelength and dif-
ferent peak intensities is studied by inspecting the photoelectron angular and momentum distributions
and the energy spectra. For this purpose a single-electron model of the atom interacting with the electro-
magnetic field is used, and the distributions are determined by calculating the evolution of the electron
wave function. Beside the most prominent distribution maxima related to the four-photon ionization, the
five-photon (above-threshold) ionization peaks are observed. Substructures in the main (nonresonant) max-
imum in the photoelectron spectra at the four-photon ionization are related to the resonantly enhanced
multiphoton ionization via intermediate 4s,4f, 5p,5f and 6p states.

1 Introduction

Interaction of strong laser fields with atoms may lead to
their photoionization even when the single photon energy
is lower than the ionization potential of atom. In that case
the atom absorbs several photons simultaneously and this
process is known as the multiphoton ionization (MPI, see
e.g. Refs. [1-4]). Contrary to the single photon ionization,
where the ionization rate is large even at very low inten-
sities, the probability for multiphoton processes is much
lower and they occur only at sufficiently strong fields. For
this reason a perturbative treatment, which is a valid ap-
proach in describing the single photon ionization, in the
case of MPI usually fails.

A clear indication of the non-perturbative regime in
the interaction of an atom with the radiation is the so-
called above threshold ionization (ATI), in which the atom
absorbs more photons than the minimum required [5] (see
also Refs. [1-4]). Another phenomenon of a particular in-
terest is the resonantly enhanced multiphoton ionization
(REMPI) [6] (see also Refs. [1-4]). It takes place if the MPI
process occurs via an intermediate state whose excitation
energy coincides with an integer multiple of the photon en-
ergy. Although these phenomena can be recognized in the
photoelectron energy spectrum, for their deeper analysis
it is recommended to calculate the photoelectron angular
and momentum distributions (PAD and PMD) containing
the information about multiphoton absorption pathways.

* Contribution to the Topical Issue “Physics of Ionized Gases
(SPIG 2016)”, edited by Goran Poparic, Bratislav Obradovic,
Dragana Maric and Aleksandar Milosavljevic.
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Here we study the MPI of the sodium atom induced by
a short (10 fs) laser pulse of 760 nm wavelength. Using the
single-electron model we calculate the PAD and PMD by
solving numerically the time-dependent Schrodinger equa-
tion. At the considered wavelength at least four photons
must be absorbed to ionize the atom and, depending on
the laser intensity, the REMPI via several intermediate
states may occur. A similar theoretical analysis, together
with experimental results, has been reported earlier for
lithium [7]. Recent measurements on sodium [8,9] revealed
REMPI structures in its photoelectron spectra, stimulat-
ing the analysis presented in this paper.

In the next section we describe the model and in Sec-
tion 3 consider the excitation and ionization schemes. A
method for calculating the photoelectron angular and mo-
mentum distributions is briefly described in Section 4. In
Section 5 we present the calculated distributions and ana-
lyze the photoelectron energy spectra. A summary is given
in Section 6.

2 The model

Singly-excited states and the single ionization of the alkali-
metal atoms are, for most purposes, described in a sat-
isfactory manner using one-electron models. This follows
from the structure of these atoms, which is that of a single
valence electron moving in an orbital outside a core con-
sisting of closed shells. In that case the valence electron
is weakly bound and can be considered as moving in an
effective core potential V,oe(r), which at large distances r
approaches the Coulomb potential —1/7. One of the sim-
plest models for the effective core potential, applicable
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for the alkali-metal atoms, is the Hellmann pseudopoten-
tial [10] (in atomic units)

1
+ 7 emar, (1)

In the case of sodium the parameters A = 21 and a =
2.54920 [11] provide the correct value for the ionization
potential [, = 5.1391eV = 0.18886 a.u. and reproduce
approximately the energies of singly-excited states [12]
(deviations are less than 1%). The associated eigenfunc-
tions are one-electron approximations of these states and
have the form ¢, (r) = Rpi(r)Yim (£2). Radial functions
R, (r) can be determined numerically by solving the cor-
responding radial equation.

Here we use the one-electron approach to study the
single-electron excitations and the single ionization of the
sodium atom in a strong laser field. Assuming that the
field effects on the core electrons can be neglected (the so-
called frozen-core approximation [11]), the Hamiltonian
describing the dynamics of valence (active) electron of the
sodium atom in an alternating electric field F'(¢) reads (in
atomic units)

H=— ;v2 Vo (r) — F(£)-. @)

We consider the linearly polarized laser pulse of the form

F(t) = Fpeaxsin®(nt/T,) coswt, 0<t<T, (3)
(otherwise F'(t) = 0). Here w, Fpeax and T}, are the fre-
quency of the laser field, the peak value of its electric com-
ponent and the pulse duration, respectively. Due to axial
symmetry of the system the magnetic quantum number m
of the valence electron is a good quantum number for any
field strength. Since in the sodium ground state (when
F = 0) the orbital and magnetic quantum numbers are
equal to zero, in our calculations we set m = 0.

3 Excitation scheme and photoelectron
excess energy

Figure 1 shows the lowest energy levels corresponding to
singly-excited states of sodium and possible multiphoton
absorption pathways during the interaction of the atom
with a 760nm laser radiation (w = 0.06 a.u.). Generally,
if the MPI occurs by absorbing N photons, the photoelec-
tron excess energy in the weak field limit is

E® = Nw—1, (4)

In a strong field case, however, the dynamic Stark shift
of the ground state 0Eg,, as well as that of the contin-
uum boundary 0Fcont, change effectively the ionization
potential I, to I, — 0 Eg(F,w) + 6 Egont (F,w) and E. be-
comes dependent on the field strength. Using expression
§Eg = —ag(w)F?/4 for the ground state shift [13], in
which the dynamic polarizability is approximated by its
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Fig. 1. Energy scheme of sodium showing the lowest singly
excited states [12] and possible four-photon and five-photon
(ATTI) absorption pathways (w = 0.06 a.u.) from the 3s ground
state to the continuum.

static value (for sodium o5* = 162.7 a.u. [14]), and rela-
tion 0Econt =~ U, for the continuum boundary shift [13],
where U, = F?*/4w? is the ponderomotive potential of
electromagnetic field, the photoelectron excess energy is

approximately given by formula
Ee=Nw—[I,+ } (af* +w ) F?]. (5)

The energy level diagram in Figure 1 illustrates that
from the ground state (3s) at least four photons with
w = 0.06 a.u. are required to reach the continuum. In
the low-intensity regime, this nonresonant MPI is a dom-
inating process and E, ~ Eéo) = 0.051 a.u. = 1.39eV.
If five photons are absorbed, the photoelectron excess en-
ergy will be B = E” 4w = 0.111 au. = 3.02¢V (the
first ATI peak). By increasing the field strength the excess
energy F. decreases, but on the other hand the REMPI
via different intermediate states take place. The latter can
be recognized as a substructure in the main (nonresonant)
peak in the photoelectron spectrum. This spectrum can be
obtained from the PMD, whose calculation is described in
the next section.

4 Numerical method

The photoionization process is simulated by calculating
the evolution of the initial wave function (r,0), which
is the lowest eigenstate of Hamiltonian (2) at ¢ = 0 (and
F =0), until a time ¢ > T},. This can be done by taking an
adequate representation of the evolution operator U (¢, +
At) and integrating numerically the relation ¢ (r, t+ At) =
U(t,t + At)i(r,t) with a sufficiently small time step At.
Here we use the second-order-difference (SOD) scheme [15]

B(r,t+ At) = (e, t — At) — 2iAtHY(r,t).  (6)
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Since the system described by Hamiltonian (2) is axially
symmetric, it is convenient to express the electron’s wave
function in cylindrical coordinates (p, ¢, z). If we write

elme

v =250 by

(7)

equation (6) reduces to

D(p,z,t + At) = P(p, z,t — At) — 20AtHP(p, z,t), (8)

where o2 o2
1
H:_2<3p2 +822>+%ﬁ(p,z) 9)
and )
—1/4
Ve = 4y Veore(r) — F(t)z (10)

2p

with 7 = (p? + 22)1/2.

The second order derivatives of ¢ (appearing in term
HP in Eq. (8)) are calculated using the finite-difference
scheme

0*f
0x?

1 1 8 1
T (- g0 k4t g1 fk-3 = o Jo2

8 205 8

+ 5fk—1 = 09 fr+ 5fk+1
1 8 1

_ — , 11
5fk+2+315fk+3 560fk+4>, (11)

where zp and fr = f(xx) (k = 1,...,N) are the val-
ues of variables x and f on a grid with spacing h. This
method, however, fails at p — 0 because there effective
potential (10) with m = 0 behaves as —1/8p?, where the
solutions of the Schrédinger equation are ¢ ~ /p and
0?°®/0p? ~

The problem can be regularized by introducing the

function
u(p,z) = P(p,z)/\/p

which is slowly varying for values of p close to zero and
the p-derivatives of u can be calculated with a sufficient
accuracy. The corresponding values of 92®/9p? are then
obtained from the relation
PP ulp,z)
Op2 — 4p3/2

—p_?’/2 — —OQ.

(12)

1 Ou

1/2 5‘2u
p'/% 0p '

e 19)

The first-order derivatives are calculated using the scheme

of
ox

1( 1 4 1 4
Th (280fk—4 ~ o5kt g2 L fe

4 1 4 1
— — . (14
+ 5fk+1 5fk+2 + 105fk+3 280fk+4> (14)

The presented approach gives the best results if we use
function (12) when p < p., where p. is a distance of
the order of Bohr radius, and calculate derivatives of @
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directly for p > p.. In our calculation the wave func-
tions are represented by N, x N, = 1024 x 2048 discrete
values on the grid covering the area 0 < p < 500 a.u.,
—500 a.u. < z < 500 a.u. In order to suppress the edge
effects such as reflection, an absorbing potential have been
added at outer part of the area.

The momentum distribution of photoelectrons is de-
termined from the electron probability density in the mo-
mentum space [¢)(k,t)|? at t > T),. In order to make this
distribution well visible, it is important to separate the
outgoing wave out(r,t) from the inner (bound) part of
the wave function. This can be done by propagating the
wave function until the time when the overlap between
these two parts becomes insignificant. The transforma-
tion of the outgoing wave from the coordinate to mo-
mentum representation is done by the Fourier transform.
In our case, due to axial symmetry of the problem, it is
not necessary to calculate the full 3D Fourier transform.
The momentum distribution in the (k,, k.)-subspace can
be obtained directly from the function ot (p, z) by the
transformation

1 oo . oo
D) = oo [ dze= [ Cpdodthyp)uio. ),

0
(15)
where Jy is the Bessel function of the first kind of order
zero. The integral in terms of z-coordinate, which appears
in this expression, can be evaluated by applying the FFT
algorithm.

The photoelectron energy spectrum can be obtained by
averaging the probability distribution [¢(k,, k., t)|* at a
time ¢ > T}, along semicircles ki—i—kz = 2F, corresponding
to different photoelectron excess energies E..

5 Results
5.1 Angular and momentum distributions

We consider the photoionization of the sodium atom by
760 nm (w = 0.06 a.u.) laser pulse of the form (3)
and 10 fs duration (7, = 413.4 a.u.) for three values of
the field strength: F' = 0.007, 0.01 and 0.015 a.u. (the
corresponding laser peak intensities are: 1.72, 3.51 and
7.90 TW/cm?).

Figure 2 shows the probability distribution [ (r,)|?
of the active (valence) electron at ¢ = 1000 a.u. and
t = 1200 a.u. for the strength F = 0.007 a.u. The out-
going wave determines the PAD. Apart from the strong
emission along the laser polarization direction (¢ = 0°
and 180°) the distribution also shows maxima at ¥ & 45°,
¥ = 90° and ¥ ~ 135°. The observed PAD relates to a su-
perposition of the accessible emitted partial waves. In the
case of four-photon absorption s, d and g partial waves
can be emitted (see Fig. 1). The nodal structure of the
outgoing wave in Figure 2 indicates that in this case the g
partial wave is dominant (four-minima/five-maxima), i.e.
the main pathway goes via F-states. This conclusion is in
agreement with the nodal structure of the inner (bound)
part of wave function (having four maxima), indicating
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Fig. 2. Probability distribution | (r,¢)|* of the active electron
of sodium atom irradiated by the 10fs duration laser pulse of
the form (3) with w = 0.06 a.u. and F = 0.007 a.u. at: (a) t =
1000 a.u. and (b) ¢ = 1200 a.u. The outgoing wave (with five
maxima) determines the photoelectron angular distribution.

that, when the pulse is over, unionized atoms are in a
coherent state with a significant contribution of F-states.

The PMD shows a similar structure as the PAD, but
the maxima are located at semicircles of radius k. =~
Y = (2E§0))1/2 = 0.32 a.u. Shortly after the ioniza-
tion, when photoelectrons did not yet reach the asymp-

totic area, their momenta are larger than kéo) (see Fig. 3a),
but later they approach the asymptotic value (Fig. 3b).
The remaining difference (ke — kY &~ —0.02 a.u.) can be
attributed to the dynamic Stark shift.

Besides the MPI with four photons, in Figure 3 the
ATT structure related to the five-photon absorption can be
observed. In the later case, according to the energy level
diagram in Figure 1, the photoelectron momentum in the
weak field limit is kéo)/ = (QES))/)U2 = 0.47 a.u. and p,
f and h partial waves can be emitted. The ATI structure
in Figure 3 is indeed located near k‘éo)' and contains five
minima which is a feature of h waves. It is noticed that
ATI peaks are more prominent shortly after the end of
the pulse (compare Figs. 2a and 2b). This feature may be
explained by the fact that the electrons which absorb more
photons than required have larger momenta (k. > k.) and,
thus, escape faster.

5.2 Resonantly enhanced multiphoton ionization
of sodium

Freeman et al. [6] have shown that when atomic states dur-
ing the laser pulse transiently shift into resonance, they
can be energetically resolved in the photoelectron spec-
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Fig. 3. The photoelectron momentum distribution for the pro-
cess shown in Figure 2 at: (a) ¢ = 800 a.u. and (b) ¢ = 1000 a.u.
Dashed semicircles denote the expected values of the momen-
tum for the four-photon (MPI) and five-photon (ATI) pro-
cesses in the weak field limit (kéo) = (2E£0))1/2 = 0.32 a.u.
and k" = (2E{")'/2 = 0.47 ax.). The full semicircle cor-
responds to the photoelectron momentum at the four-photon
ionization when the dynamic Stark shifts of the ground state
and the ionization boundary (see Eq. (5)) are taken into ac-
count (ke = (2E.)"/? = 0.30 a.u.).

trum (electron yield versus excess energy). For a pulse of
the form (3) the envelope field strength varies from zero
to Fpeak and back, and if an intermediate state shifts into
resonance at a strength F' < F,c,x (this happens two times
during the pulse), the photoelectron yield will increase and
one can observe a REMPI peak at the corresponding value
of E,.

The positions of REMPI peaks can be predicted using
recently calculated data for resonant dynamic Stark shift
for sodium [16] shown in Figure 4. One can see that for
760nm laser radiation sodium states 4s, 4f, 5p, 5f and
6p shift into resonance with an integer multiple of the
laser frequency (2w and 3w) at different values of F, given
in Table 1. Then, the energies related to REMPI peaks
are obtained from equation (5) for these values of field
strength.

The photoelectron spectra at three values of the field
strength, obtained from the PMD are shown in Figure 5.
The agreement between the values for E. from Table 1
and the positions of maxima in the spectra confirms
that the substructures (local maxima) in the main (non-
resonant) four-photon-absorption maximum are related
to the REMPI via corresponding intermediate states (2-+2
REMPI via 4s state and 3+1 REMPI via 4f,5p,5f, 6p
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Fig. 4. The field-strength dependence of excited states ener-
gies F,; relative to the ground state energy FEss for the sodium
atom in the laser field of frequency w(F) under the K-photon
resonance condition [En(w, F) — E3s(w, F) = Kw]: (a) K =2,
(b) K =1 (for nl = 3p) and K = 3 [16]. Horizontal dashed
lines in parts (a) and (b) mark the two- and three-photon en-
ergies, respectively, for the laser field of 760 nm wave length.

Table 1. The values for laser field strength (electric compo-
nent), laser intensity and photoelectron excess energy which
characterize the resonant K-photon excitation of sodium states
4s,4f,5p,5f and 6p and subsequent ionization by 760 nm laser
field (w =~ 1.63 eV).

Sate K F (au.) Intensity (W/em?) FE. (eV)
4s 2 0.0058 1.181 x 102 1.285
4f 3 0.0144 7.277 x 10*2 0.764
50 3 0.0134 6.302 x 102 0.848
5f 3 0.0096 3.234 x 10*2 1.110
6p 3 0.0090 2.843 x 10*2 1.143

states). During the laser pulse with Fpeax = 0.007 a.u.
only 4s state transiently shifts into resonance (see Fig. 5a),
but for the pulses with Fpcax = 0.01 a.u. and Fpeax =
0.015 a.u. this happens also with 5f and 6p states
(Fig. 5b) and additionally with 4f and 5p states (Fig. 5¢),
respectively.

6 Summary

Multiphoton ionization of sodium by a femtosecond laser
pulse of 760 nm wavelength and different peak intensities is
studied by calculating the PAD, the PMD and the photo-
electron energy spectra. The distributions are determined
by applying the single-electron model, where the valence
electron moves in an effective core potential and the ex-
ternal electromagnetic field, and calculating the evolution
of the electron wave function until a time after the end of
the pulse.

By inspecting the positions of maxima in the PAD and
PMD, it is confirmed that s, d and g partial waves are
emitted when four photons are absorbed, and p, f and
h waves in the case of five-photon ionization (ATT). The
g-wave is dominant in the former and the h-wave in the
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Fig. 5. Calculated photoelectron spectrum (probability den-
sity versus excess energy at ¢ = 1000 a.u. — black line) of
the sodium atom interacting with 10fs laser pulse (3) with
w = 0.06 a.u. (760 nm wavelength) and three peak values of
the field strength: (a) Fpeak = 0.007 a.u., (b) Fyeak = 0.01 a.u.
and (c¢) Fpeak = 0.015 a.u. Substructures in the main max-
imum are related to the 2+2 REMPI via 4s state and 3+1
REMPI via 4f,5p,5f and 6p states. The corresponding val-
ues of photoelectron excess energies FE. estimated from the
values of resonant dynamic Stark shift (see Fig. 4) and equa-
tion (5) are shown (vertical full lines). The weak-field value
of the photoelectron excess energy at the non-resonant four-
photon ionization (E((ZO) = 1.39 eV), as well as those estimated
using equation (5), are denoted by the dotted and dashed lines,
respectively.

latter case. These facts indicate that the main photoab-
sorption pathway goes via F-states.

Using the resonant-dynamic-Stark-shift data for the
sodium atom [16] it is shown that substructures observed
in the main (nonresonant) maximum in the photoelec-
tron spectra at the four-photon ionization of this atom are
related to the REMPI via intermediate 4s,4f,5p,5f and
6p states.

This work was supported by the COST Action No. CM1204
(XLIC). We acknowledge support from the Ministry of Edu-
cation, Science and Technological Development of Republic of
Serbia under Project No. 171020.
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Calculation of the dynamic Stark shift for sodium and the application to resonantly
enhanced multiphoton ionization

A. Bunjac!, D. B. Popovié¢!, N. S. Simonovié¢!

Unstitute of Physics, University of Belgrade, P.O. Box 57, 11001 Belgrade, Serbia

Although several monographs on the topic of the resonant dynamic Stark shift (RDSS) have been
published [1,2], accurate data in a wage range of parameters is still not available for most systems studied.
A method for determining the RDSS, based on wave-packet calculations of the population probabilities
of quantum states, is presented. It is almost insensitive to variations of the laser pulse profile, which
ensures a generality in applications. The method is used to determine an RDSS data set for transitions
3s — nl (n < 6) in sodium induced by the laser pulse with the peak intensities up to 7.9 x 1012 W/ cm?
and wavelengths in the range from 455.6 to 1139 nm. The data is applied to analyze the photoelectron
spectra (electron yield versus excess energy) of the sodium atom interacting with an 800 nm laser radiation.
Substructures observed in the recent experimentally measured spectra [3] are successfully reproduced and
related to the resonantly enhanced multiphoton ionization (REMPI) via specific (P and F) intermediate
states.
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Figure 1: Left: The field-strength dependence of excited states energies relative to the ground state energy
for the sodium atom in the laser field which is in K-photon resonance with transitions 3s — nl K =1
and K = 3. Horizontal dashed line marks the three-photon energy, for the laser field of 800 nm wave
length. Right: Calculated values for photoelectron excess energies (vertical lines) which characterize
four-photon REMPI of sodium via 4p, 4f, 5p, 5f and 6p states by 800nm laser field, shown together with
experimentally measured electron yield versus photoelectron excess energies obtained for 57 fs laser pulse
with peak intensities 3.5 x 10'2 W /cm? (white gray, lower curve), 4.9 x 10’2 W /cm? (gray, middle curve),
and 8.8 x 10'2W /cm? (black, upper curve) [3].

[1] N. B. Delone and V. P. Krainov, Multiphoton Processes in Atoms, Vol. 13, Springer, Heidelberg,
2000.

[2] M. Fox, Quantum Optics: An Introduction, Oxford University Press, New York, 2006. p. 167.

[3] N. A. Hart et al., Phys. Rev. A 93 (2016) 063426.
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Calculation of populations of energy levels of sodium interacting with an intense
laser pulse and estimation of the resonant dynamic Stark shift

A. Bunjact, D. B. Popovié¢! and N. S. Simonovié!
Institute of Physics, University of Belgrade, Serbia
e-mail:simonovic@ipb.ac.rs

Populations of energy levels of sodium interacting with a linearly polarized intense (up to 10*W/cm?) laser
pulse of a few femtoseconds duration with wavelengths in the visible and near infrared domain are determined
by solving the time-dependent Schrédinger equation (TDSE) for the valence (active) electron which is
considered as moving in an effective potential of the atomic core and the external electromagnetic field [1]. To
solve the TDSE we used two different methods: (i) the method of time-dependent coefficients (TDC) and (i)
the wave-packet propagation (WPP) method. In the TDC method the total wave-function is expanded in a
finite basis of unperturbed atomic (bound) states and their populations at the end of the pulse are determined
from the values of expansion coefficients at that time. In the WPP method the total wave function is
discretized on a coordinate grid and its evolution is calculated using the second-order-difference scheme [1, 2].
Compared to the TDC method the WPP method is more time-consuming but also more accurate because in
this case there is no restriction to a finite basis and the continuum states are taken into account. For the TDC
calculations here we used a basis set consisting of the lowest 14 sodium states (s, p, d, f states from 3s to 6d).
It is found that the calculated populations of low laying levels as functions of the laser frequency o agree well
with the results obtained by the PPT method in the range of laser peak intensities up to few TW/cm? The
peaks in the population of excited states (nl) occurring when Ko = oni3s = En(F,0) — Ess(F,0) (multi(K)-
photon resonance condition) are used to determine the field strength dependence of the resonant dynamic
Stark shift for separations of levels.
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PHOTOIONIZATION OF SODIUM BY A
FEW FEMTOSECOND LASER PULSE —
TIME-DEPENDENT ANALYSIS

A. Bunjac, D. B. Popovi¢ and N. S. Simonovié¢

Institute of Physics, University of Belgrade, P.O. Box 57, 11001 Belgrade,
Serbia

Abstract. Multiphoton ionization of sodium by a few femtosecond duration
laser pulse is examined using the single-electron model where the valence
electron moves in an effective core potential and the external electromag-
netic field. The photoelectron angular and momentum distributions are
studied by inspecting the evolution of the electron wave function until some
time after the end of the pulse. The AC Stark shift of the lowest state is
estimated and the appearance of the above threshold ionization is observed.

1. INTRODUCTION

Interaction of strong laser fields with atoms may lead to the photo-
ionization of the later even when the single photon energy is lower than the
ionization potential of atom. This process is known as the multiphoton ion-
ization (MPT). Contrary to the single photon ionization, where the ionization
rate is large even at very low intensities, the probability for multiphoton pro-
cesses is much lower and they occur only at sufficiently strong fields. From
the theoretical point of view this means that a perturbative treatment, that
is a valid approach in describing the single photon ionization, usually fails
when applying to MPI. A clear indication of the non-perturbative regime
is the so-called above threshold ionization (ATI), in which the atom ab-
sorbs more photons than the minimum required. Here we study the MPI
of the sodium atom in strong laser fields by solving numerically the time-
dependent Schrodinger equation for this system within the single-electron
approximation. A similar analysis has been recently done for lithium [1].

2. THE MODEL

Within the single-electron model and the frozen core approxima-
tion the dynamics of the valence (active) electron of sodium atom in an
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alternating electric field F(t) is described by Hamiltonian (in atomic units)

2
H = 2+ Veoro(r) = F(1)z (1)
The effective core potential (ECP) Veore(r) describes the interac-
tion of the valence electron with the atomic core (inner electrons + atomic
nucleus). For this purpose we shall use the Hellmann’s pseudopotential [2]
1 A

Veore (1) = r + - e . (2)

The parameters A = 21 and a = 2.54920 [3] provide the correct value for the
ionization potential of sodium I, = 5.1391 eV = 0.18886 a.u. and reproduce
approximately the energies of singly-excited states (see Fig. 1).

We consider the linearly polarized laser pulse of the form

F(t) = Fpeak sin?(nt/Ty) cos(wt), 0<t<T, (3)

(otherwise F'(t) = 0). Here w, Fleax and T}, are the frequency of laser field,
the peak value of its electric component and the pulse duration, respectively.
Due to the axial symmetry of the system the magnetic quantum number
m of the valence electron is a good quantum number for any field strength.
Since in the sodium ground state (when F' = 0) the orbital and magnetic
quantum numbers of this electron are equal zero, in calculations we choose
m = 0.

3. THE METHOD

The photoionization process is simulated by calculating the evo-
lution of the initial wave function (r,0), which is the lowest eigenstate
of Hamiltonian (1) at ¢ = 0 (then F' = 0), until some time after the end
of the pulse. This can be done by taking an adequate representation of
the evolution operator U(¢,t+ At) and integrating numerically the relation
(e, t+At) = U(t, t+At)p(r,t) with a sufficiently small time step At. Here
we use of the second-order-difference (SOD) scheme [4]

W(r,t+ At) = p(r,t — At) — 2ALHY(r, t) (4)

that is for this purpose adapted to cylindrical coordinates. Due to the axial
symmetry of the system described by the Hamiltonian (1) this observable as
well as the electron’s wave function do not depend on the azimuthal angle
and the dynamics reduces to two degrees of freedom (p and z).

4. RESULTS

We study the photoionization of the sodium atom by a 760nm
(w = 0.06a.u.) laser pulse of the form (3) with the peak intensity 1.72 x
102 W /em? (Fpeax = 0.007 a.u.) and 10 fs duration (7, = 413.4a.u.).

17
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Figure 1. Energy scheme of sodium including the lowest excited states
as well as possible four-photon and five-photon (ATI) absorption pathways
(w = 0.06 a.u.) from the 3s ground state to the continuum.

The energy level diagram (Fig. 1) illustrates that from the ground
state (3s) at least four photons with w = 0.06 are required to reach the
continuum. Then, the excess energy of the photoelectrons is expected to be
E.=0.05114 a.u.

The probability distribution |[¢(r,t)|? of the active (valence) elec-
tron is shown in Fig. 2 at ¢ = 1000 a.u. and ¢ = 1200 a.u. The outgoing wave
determines the photoelectron angular distribution. Apart from the strong
emission along the laser polarization (¢ = 0° and 180°) the distribution
shows also maxima at ¢ ~ 45°, ¢ = 90° and ¥ ~ 135°. The observed distri-
bution relates to a superposition of the accessible emitted partial waves. In
the case of four-photon absorption s, d and g partial waves can be emitted

500 500
400 400
= 300 = 300
s &
= 200 < 200 |
100 100 -
0 A ‘ 0 7
—400 -200 0 200 400 —400 -200 0 200 400
z (a.u.) z (a.u.)

Figure 2. Probability distribution |¢(r,t)|? of the active electron of the
sodium atom affected by the laser pulse (3) with w = 0.06a.u. and F =
0.007a.u. at: t = 1000a.u. (left) and ¢ = 1200a.u. (right). The outgoing
wave (with five maxima) determines the photoelectron angular distribution.
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Figure 3. The photoelectron momentum distribution for the process shown
in Fig. 1 at: ¢t = 800a.u. (left) and ¢ = 1000 a.u. (right). Dashed semicircles
denote the expected values of the momentum for the four-photon (MPI)
and five-photon (ATI) processes at low laser intensities. The full semicircle
corresponds to an average value of maxima in the calculated photoelectron
momentum distribution at ¢ = 1000 a.u.

(see Fig. 1). The maxima/minima structure of the outgoing wave in Fig. 2
indicate that in this case the g partial wave is dominant (four minima).

The photoelectron momentum distribution shows a similar angular
structure, but the maxima are approximately located at semicircles of ra-
dius k. = (2E.)"/? = 0.3198a.u. At shorter times after the ionization the
photoelectrons momenta are larger than k. (see Fig. 3(a)), but later they
approach the asymptotic values (see Fig. 3(b)). The remaining difference
can be attributed to the AC Stark shift.

Besides the regular MPI with four photons, in Fig. 3 the ATI
structure related to the five-photon absorption can be observed. In the
latter case, according to the energy level diagram in Fig. 1, the photo-
electron excess energy in the weak field limit should be E/ = 0.05114 a.u.
(kl, = 4715a.u.) and p, f and h partial waves can be emitted. The ATI
structure in Fig. 3 is indeed located near k. and contains five minima that
is a feature of h waves.

Acknowledgements

This work was supported by the COST Action No. CM1204 (XLIC). We
acknowledge support from the Ministry of Education, Science and Techno-
logical Development of Republic of Serbia under Project No. 171020.

REFERENCES

[1] M. Schuricke et al, Phys. Rev. A 83, 023413 (2011).

[2] H. Hellmann, J. Chem. Phys. 3, 61 (1935).

[3] M. Z. Milosevié¢ and N. S. Simonovié¢, Phys. Rev. A 91, 023424 (2015).
[4] A. Askar and A. S. Cakmak, J. Chem. Phys. 68, 2794 (1978).

19



28th SPIG Atomic Collision Processes

STRONG-FIELD IONIZATION OF
SODIUM IN THE QUASISTATIC REGIME

A. Bunjac, D. B. Popovié¢ and N. S. Simonovi¢

Institute of Physics, University of Belgrade, P.O. Box 57, 11001 Belgrade,
Serbia

Abstract. Strong field ionization of sodium in the quasistatic regime is ex-
amined by studying the valence electron wave packet dynamics in the static
electric field. The lowest state energies and ionization rates obtained by this
method for different strengths of the applied field agree well with the results
determined using other methods. It is shown that, if the Keldysh param-
eter is significantly lower than one (quasistatic regime), the probability of
ionization by a laser pulse can be obtained from the static rates.

1. INTRODUCTION

When atom is irradiated by a sufficiently strong electromagnetic
field the multiphoton ionization may occur although the single photon en-
ergy is lower than the ionization potential of this atom. If the field is,
however, so strong that it is comparable to the atomic potential, it dis-
torts the later forming a potential barrier through which the electron can
tunnel. Finally, at extremely strong fields the barrier is suppressed below
the energy of the atomic state and the so-called over-the-barrier ionization
(OBI) occurs. The transition between multiphoton and tunnelling regimes
is governed by the Keldysh parameter v = w (2I,)'/?/F [1], where w, F
and I, are the frequency of electromagnetic field, the peak value of its elec-
tric component and the ionization potential of the atom (in atomic units).
If v > 1 (low-intensity /short-wavelength limit) the multiphoton ionization
dominates, whereas for v < 1 (high-intensity/long-wavelength limit) the
tunnel ionization or OBI does.

Tunnel ionization is successfully described by the semiclassical the-
ory due to Ammosov, Delone and Krainov (ADK) [2]. It is based on the
quasistatic approximation which assumes that for v < 1 the electric field
changes slowly enough that the static tunnelling rate can be calculated for
each instantaneous value of the field. Then the tunnelling rate for the al-
ternating field can be obtained by averaging the static rates over the field
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period. Here we present the results for ionization rates of the sodium atom
in quasistatic field obtained by the wave-packet propagation method and
compare them with the ADK values, as well as with the results obtained
recently by the complex-rotation method [3]. Also we demonstrate that,
if the Keldysh parameter is significantly lower than one, the probability of
ionization by a laser pulse can be obtained from the static rates.

2. THE MODEL

The valence electron of alkali metal atoms can be considered as mov-
ing in an effective potential describing the interaction between this electron
and the atomic core (inner electrons + atomic nucleus). The simplest ef-
fective core potential (ECP) applicable for these atoms is the Hellmann’s

pseudopotential [4]

1A,
Vcore(r) = —; + ? e . (1)

(Atomic units are used throughout the text.) We shall for the sodium atom
use the values A = 21 and a = 2.54920 from Ref. [3] which provide the
correct value for the ionization potential I, = 5.1391eV = 0.18886 a.u.
Using this single-electron model we study the sodium atom under
the influence of a quasistatic electric field F. Within the so-called frozen
core approximation the dynamics of the valence electron is described by

Hamiltonian )
H= % + Viore(r) — F. (2)

The core potential and the external field form a potential barrier with the
saddle point at the z-axis. Since the electron can tunnel through or escape
over the barrier, the atom has a nonzero probability of ionizing for any field
strength F' # 0. Thus, all states of the system described by Hamiltonian (2)
have a resonant character. We shall consider the resonance with the lowest
energy that is characterized by the magnetic quantum number m = 0.

3. THE METHOD

The energy spectrum of Hamiltonian (2) (for static fields) can be
obtained from the autocorrelation function c(t) = ((0)[¢(t)), where the
initial state [1(0)) is the lowest eigenstate of Hamiltonian (2) when F' = 0
and [¢(t)) is the corresponding state at a later time ¢ (then F # 0). The
evolution of the lowest state is calculated using the so-called second-order-
difference (SOD) method [5]. The eigenenergies of (2) appear as Lorentzian
peaks in the power spectrum of the autocorrelation function [FT[c(t)]|?,
where FT][c(t)] is the Fourier transform of ¢(t). These peaks contain the
information about the resonance positions E and widths I" (i.e. decay rates
w =T/h).
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The tunnelling rates determined numerically will be compared with
those given by the ADK theory [2]. For alkali-metal atoms in the ground
state one has | = m = 0 and the ADK formula (for static fields) reduces to

2Fg

2, ()™ e (3)

where n* = (2I,)"Y2, Fy = (21,)%/2, and |Cp0|? = 22%/[n* T(n*+1) T(n*)).
Since for alkali metals the energy of the lowest state changes rapidly with
F, the ADK rates can be significantly improved by applying the correction
I, - —E(F) = I, — AE(F) in (3), which accounts for the Stark shift
AE(F) of the lowest energy level. For F' < 1 this shift can be expanded in
a series, giving

E(F)=E(0)+ AE(F) = —I, — taF? — LyF*. (4)

The dipole polarizability and the second dipole hyperpolarizability for sodium
are a = 162.7 + 0.8 and v = (9.56 4= 0.48) x 105, respectively.

4. RESULTS

The lowest state energies and widths (ionization rates) for the sodium
atom at different strengths of the applied static electric field calculated by
the wave-packet method [7] are shown in Fig. 1, together with the values
obtained recently by the complex-rotation method [3]. The results are in a
good agreement in the considered field domain. The energies and rates esti-
mated from the Stark shift expansion (4) and the ADK theory, respectively,
agree well with the presented numerical values in the tunnelling regime.

We consider further the linearly polarized laser pulse of the form

F(t) = Fyeax sin?(nt/T},) cos(27t/Te), 0<t<T, (5)

(otherwise F'(t) = 0) and take Fpeax = 0.01 a.u. We choose the optical cycle
period T, = 1931 a.u. (A = 14 um) that provides v = 0.2 and the pulse du-
ration T}, = 4T,. The quasistatic rate w(F'(t)) for this pulse, obtained using
the corrected ADK formula (see Eq. (3) and the text below), is shown in
Fig. 1(b). In Fig. 1(c) the corresponding (quasistatic) ionization probability

PE(1) = 1 —exp [ = [ju(F (1)) dt ] (6)
is compared with the probability P,,, obtained by calculating the evolu-
tion of the time-dependent system [6] defined by Hamiltonian (2) with the
alternating field F'(t) of the form (5). ple) (t) and Pin(t) approach each

ion
other whenever F' = 0, allowing us to determine the ionization probability

at t = T}, from the static rates [7]. The difference between Pion(T},) and
Pigf) (Tp) in this example (y = 0.2) is less than 1%, but it increases for
larger values of ~.
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Figure 1. (a) Ionization rates of the sodium atom at different strengths of
the static electric field F' obtained by the wave-packet propagation method
(full circles), by the complex-rotation method [3] (open 'diamonds’), by the
ADK formula (3) (dashed line) and by the ADK formula with the Stark
shift correction (4) (full line) are shown. The inset shows the numerical
values for the lowest state energies (symbols) and those determined by the
4th order expansion formula (4) (full line). Vertical dotted lines mark the
field strengths dividing the tunnelling and OBI areas (at F = 0.00969 for
sodium). (b) The laser pulse of the form (5) with Fpeax = 0.0la.u., Tc =
1931 a.u., T, = 47, (dashed line) and the related quasistatic ionization rate
w(F(t)) for sodium (full line). (c) The ionization probability obtained from
the quasistatic rate (full line) and by solving the time-dependent problem
exactly (dash-dot line).
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Calculations of ionization probabilities for sodium in strong laser fields

A. Bunjac, D. B. Popovi¢ and N. Simonovi¢

Institute of Physics, University of Belgrade, Pregrevica 118, Zemun, 11080 Belgrade

Ionization probabilities for sodium atom in strong laser fields are calculated for different ratios
between the frequency and the field strength, covering both the quasistatic (tunneling/over-the-
barrier) and the multiphoton ionization regimes. The probabilities are determined numerically using
the wave-packet propagation technique [1] and the single electron model for alkali-metal atoms,
where the valence electron moves in an effective core potential and the external field [2]. In the
quasistatic regime (high-field-intensity/low-frequency) the ionization rate (probability per unit
time) is obtained from the autocorrelation function, which is the overlap between the initial (here
the ground) state w(0) and the corresponding state y(#) at a later time ¢ > 0. The calculated values
for the lowest state energies and ionization rates as functions of the field strength are in good
agreement with the results obtained recently using other methods [2]. Additionally, the transition
time from 7 = 0, when the external field is switched on, until the decaying (resonant) state becomes
quasistationary (exponential decay) is estimated and the form of the final wave function is
determined. The field ionization of sodium in the multiphoton regime (low-field-intensity/high-
frequency) is studied for a linearly polarized laser pulse with the intensity profile of the electric
field component F sin’ (#/T,) and the pulse duration 7, of a few femtoseconds. The ionization
probability P;,,(7) is determined by calculating the occupation probabilities P,(f) for each eigenstate
of the valence electron as Pi,,(f) = 1 — Y, P,(t) [3]. An example for the calculated probabilities as
functions of time is shown in Fig. 1.
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Fig.1. The occupation probabilities for the lowest three states as well as the related ionization
probability for the sodium atom irradiated by the laser pulse of the wavelength A = 760 nm,
duration 7, = 10 fs (413.4 a.u.) and the peak intensity 1.72-10"> W/em® (F = 0.007 a.u.).
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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. It 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 CM 1204 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 2015.

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, only 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 wine, too. Organizers have been doing their
best to guarantee pleasant experiences for everyone.

Karoly Tokési Andras Csehi
Chair Co-Chair
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Calculation of probabilities and photoelectron angular distributions for
strong field ionization of sodium

A. Bunjac"’, D. B. Popovi¢' and N. Simonovi¢'

Unstitute of Physics, University of Belgrade, Pregrevica 118, Zemun, 11080 Belgrade, Serbia
Corresponding author: bunjac@ipb.ac.rs

Single ionization of the sodium atom in strong laser fields is studied for different frequencies and field
strengths within the multiphoton ionization regime. The probabilities and photoelectron angular
distributions are determined numerically using the wave-packet propagation technique [1] and the
single electron model for alkali-metal atoms, where the valence electron moves in an effective core
potential and the external field [2]. We considered a linearly polarized laser pulse with the intensity
profile of the electric field component F sin® (i#/ 7,) and the pulse duration 7, of a few femtoseconds.
The ionization probability Pj,(f) is determined by calculating the occupation probabilities P,(¢) for
each eigenstate of the valence electron as Pi,(f) = 1 — Y, P.(f) (see e.g. Ref. 3). The photoelectron
angular distributions are studied by inspecting the evolution of the electron wave function y(r.?) in the
interval (0, 7,,). Examples for the calculated occupation and ionization probabilities as functions of
frequencies at a given field strength, as well as the probability distribution of photoelectrons |y(r,f)[* at
a time near 7, are shown in Fig. 1. It is found that, due to low ionization potentials for alkali metal
atoms, at the peak intensity of the laser field = 3 x 10'> W/cm® and wavelengths A << 3 pm, the
classical over-the-barrier threshold was reached inside the multiphoton regime.
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Figure 1: (a) Eigenstates occupation probabilities (different color lines) and the ionization probability (black
line) as functions of the laser frequency o at the peak intensity 1.72 10" W/em? (F=0.007 au)at t= T,=10fs.
(b) The valence electron probability distribution |y(r,H) at ¢ = T, (for @ = 0.06 a.u. and F = 0.007 a.u). The
outgoing wave determines the photoelectron angular distribution.
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