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B.B.CojioBbeB, JI.A.HepHCHKO

BJIMflHME KATMOHHOFO OKPY5KEHH« HA PEAKUMOHHYK) CFIOCOEHOCTb
3JIEKTPOXMMMHECKM AKTMBHblX KOMOJIEKCOB B HHOEHHCOAEPWALUMX PACnJIABAX

Ha o c H O B a H H i i cpaBHHTe/ibHoro aHaiiH3a pesyjibiaTOB HesMnnpunecKHX paclieroB 3Hepnif i H B M O H a
BauHOHHbix 6apbepoB BoccraHOBJieHHa "HsojiHpoBaHHoro" aHHona NbF 7 ~~ H ero KaTHOHHSHposanHbix
(|)OpM ycxaHOBJieHO, MTO BjiMflHHe KarHOHHoro OKpymeHHS Ha sjieMCHTapHbifi aKT nepenoca 3apaaa npHBO-
flHT K aKTHBaUHH ([)TOpOHHo6aTa B npHSJlCKTpOflHOM CHOC B peaKUHflX 3JieKTpOBOCCTaHOBJieHHfl.

BBEJJEHME. B pa6oje [1] na ocHOBaHHH ana-
J1H33 pe3VJlbTaTOB He3MnHpHH6CKHX KB3HTOBO-XH-

M H H 6 C K H X paC4CTOB B p3MK3X MOACJlbHOM CXCMbl

K a T H O H - a H H O H H b l X B3aHMOr(eHCTBHH [2] yCT3HOBJie-

HO B J i n a H H e KarMOHHoro cocTasa pacnjiasa na no-
3HHOH3 N b F 7 ~ ~ B oGtCMHOH CJ)33e HHO-

p3CnJ13BOB. PesyjlbTaTbl KB3HTO-

B O - X H M H H C C K O H OU6HKH 3JlbTepH3THBHbIX

B33HMOAeHTBH>l 3HHOH3 Nbp7~^ C K3THOH3MH Li ,

Ca"^ H Mg~ noKa r3ajTH [1], MTO KaTHOH-aHHOHHoe
MO>KCT K o6p3-

3OB3HHK) K 3 T H O H H 3 H p O B 3 H H b I X MeT3JlJlOKOMnjieK-

COB BH^3 {M,7"'TNbF7~"}('""~ +, J1HOO K AHCCOHH3-

UHH 3 H H O H a IlOfl BOSflCHCTBHeVI K3THOHHOrO OOJlfl.

O6HapyaceHHa» r ipn 3TOM cneuHc|)HHHocTb K3THOH-
3 H H O H H b l X B33HMOfl6HCTBHH 3 H H O H 3 NbF 7~ C K3-

T H O H 3 M M p3CnJ13B3 CBHAere/IbCTByeT O TOM, MTO

BHeU_IHeC(|)epH3H K3THOHH33UH« 3 H H O H 3 N b F 7 ~ CTH-

MyjmpyeT npoaBjieHHe aonojiHHTeiibHbix /joHop-
H b l X CBOHCTB UeHTpa^bHOTO 3TOM3 Nb 3HHOH3, 3

maBHyio "H3rpy3Ky'' B STOM npouecce npHHHM3K)T
na ceoH c/-op6HTanH aTOMaNb.

HoCKOjlbKV K 3 T H O H H b l H COCTaB P3COJ13B3 flB-

jiaeTca onpcAe^flfomHM B MCXSHHSMC o6p33OB3HH«
K 3 T H O H H 3 H p O B a H H b I X MCTa^JIOKOMnjieKCOB [1], U6-

JieCOo6p33HO ZI3Tb KB3HTOBO-XHMHM6CKyK) OUBHKy

B03A6HCTBHa K3THOHHOTO COCTaB3 p3CnjiaB3 H3

H3MeHCHHe P63KU.HOHHOH CHOCoGHOCTH K3THOHH-

3npoBanHbix MeT3JiJiOKOMnjieKCOB pscnjiaBa.
TEOPETHHECKAX <-/ACTb. KB3HTOBO-XHMH-

MecKne ub initio p3CMCTbi npoBeaeHbi HSMH B ps-
M K a x npo rpawMHoro naKera GAMESS/Firefly (6a-
3HC SBK H MINI+nd-func) [3. 4]. B KanecTBe oGteK-
TOB HCCie^OBaHHfl BblGpaHbl K3THOHH3HpOB3H-

Hbie Meraji.noKOMruieKCbi {M;7"'+[NbF7]
2"}("'"~2)+,

o6p33OB3HHe KOTOpblX BO3MO>KHO BCJie/JCTBHe K3-

T H O H - a H H O H H b l X B33HMOZl,eHCTBHH ;?M + ...N bF 7

(M = Na^, K ), 3 B K3M6CTBC KaTHOHOB H3H6ojiee

3(|)())eKTHBHOrO aeHCTBHH

CJ33C

Li ^ H Mg~+ B

p3Cnj73BOB.

Bbl6op K3THOHOB 060CHOB3H B paOOTC []].

^Jia O U C H K H p e 3 K U H O H H O H (BOCCTaHOBHTejlb-

HOH) CnOCo6HOCTH S/ieiCrpOXHIVlMHeCKM aKTHBHblX

KOMOJieKCOB (3AK) B p3MKaX KBaHTOBO-XHMHHeC-

KOrO nOflXOfla n p H M C H M J l H BCJlHHHHfa l aKTHBaUH-

OHHblX GapbepOB BOCCT3HOBJieHM>! 3AK (5), KOTO-

COrJ13CHO TCOpHH 3J"ieM6HT3pHOrO 3KT3 3^6KT-

p e a K U H H [5 — 7], onpeaeiiHJiH K3K ,,pa3-
HOCTb p3CC4HT3HHb!X HO^HblX 3H6prHH 3AK B MO-

MCHT npHCOeflMHCHMH Z-SJlCKTpOHOB B CeflHOBOH TO-

HKC nOBepXHOCTM nOTeHUH3JIbHOH 3H6pPHH (E)

npH p3BHOB6CHOM 3 H 3 M C H H H KOOpflHH3TbI pCSKUHH

X. H nOJIHblX SHCprHH 3THX >K6 3AK B HaHaj lbHOM

COCTOHHHH (E(}) npH paBHOBCCHOM 3 H 3 H e H H H KOOp-

1):

3neprnH EO Ka>Kaofi H3 3AK

E.
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Puc. 1. f l o T e H U H a j i b H b i e Kpi iBbie H a H a n b H o r o H
K O H e M H O T O C O C T O f l H H M CHCTCMbl .
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