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5J1805. HMmnyabcustit _ d0TOAM3 ~  XPOMHJXJOPHAA.
alonbrenner Roli, Huber J. Robert, Wild
UTs, Gunthard Hans H. A Tash-phiciolysis stady of.
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chiromyl chloride.  «J. Phys. Chem.», 1968, 72, .;\011 S
3929—3935 (anurJi.)

A‘CTOAOM HMIVJIbBCHOIO 0TOJIH3] HCCJCL0BAaHbI npo“e- e
XKYTOUHbIC NPOAYKTEL! (POTOBOSDYKACHHT XPOMINIXJIOPHAA
C10,Cl,) B rasopoii ¢aze. M3 anamiza ocumanorpamm’™ -

_____T3McHenlst TnponycKanus NOA (OTOHMNYJbCOM CJeayer
" oGpasoBanne ABYX NPOMEKYTOUHLIX COCTOSHHIL: Cr02Cl u """ =

hv
CrO, no cxemam: Cr02C12ACr02C10 - CrO Cl; CrO, Cl —+ i

—_—lv

—CrO,Cl*— CrO,. Hawepeusl CnekTpsl roraowlenus
—Cl

T CrOoCl u CrO.. I KHHETHKA ruGem pauuxana CrO..Cl Bire
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93: 1016752z Ground-state clectronic s

5 = naturc of excited states of oxotctrah
éﬂ% chromium(V) and molybdenum(V): g self-consistent ficld

the ground-state electronic structure of

ordering of predominantly metal d orbitals is d,

< d:, In agrcement with previous prediction

yp i MoO* complexes. The  main fcaturps of the

;/ ; Véb(//, the _complcxcs: are discussed’ by using an an
5 g~ distribution of the valence levels. Calens, have been

7950

tructure and the
alo complexcs of

_multiple scattering Xa study. Weber, Jacques; Garner, C.
David  (Dep. Chem., Univ. Geneva, 1211 Genceva, 4 Switz.).
/é ﬂ ] = Inorg. Chem. 1980, 19(S), 2206-9 - (Eng). MO
ﬂz all-clectron SCF multiple scattering X« method
7, out for the complexes [CrOClLi]-, [MoOClyJ-, and |

s for CrOa+ and
chem. bonding in
the charge
performed -

on the excited states of the complc.xes in an attempt to clarify
the interpretation of their clectronic absorption spectra. "The
results are very similar for the 3 systems and suggzest that the

i lowest energy ubsorption_ is due mainly to the diy — disy:
(a transition with some possible addnl; features due to halogen to

metal charge-transfer excitations,

O A9 T3 77

calens., using the |
, were carried
MoOBr4]- In ,
cach system, the °
y < dl!J‘t < d_ﬂ-y‘.‘




/ﬂg’,{, . T18B27.7 dnekTponnas CcTpyKTypa M napamerpet SIP,

NCrOCly)-. Sunil K. K, Harrison J. F, Rogers

: NPMax T. Electronic structure and ESR parameters of"

5 * (CrOClLy)~. «J. Chem. Phys.», 1982, 76, Ne 6, 3078—
h&ééq S\, 3086 (auru)

I3 TIposesenbl TeOp. pacueTH  3MEKTPOHHOIL _ CTPYKTyphE

'%,(Cr Cly)~ ¢ ucnoab3obauieM CCII-Xz "MeTofa paccesin-

\M ComnocTaBJieHsl BeJHUHHBL. [VIABHBIX KOMIIOHEHT

. 8- u -A-tensopop B cnekrpax IIIP (CrOClL)-, paccun-

TaHHBle C BOJHOBHIMH QyHKuuaMn meroga CCIT-Xq i pac-

\\ umpenioro Merofa Xiokkeas, IJst ciydast KOMIUIEKCOB ¢

% 3/eKTpoHHOit Koupurypauueit d' u cummerpueii Cy, BHL-

W’Lﬂﬂﬂ, BeJCHB BHIPAXKEHHS, CBA3LIBAIONINE  KOMIOHGHTH g- i

A-tensopa ¢ xo3¢p. npu AO 3 MO, Dti BHpaxenns yuy.
) { /{//L TBIBAIOT ~ BKJAAbl QT 3aNlOJHECHHBIX 1  HE3aNOJHEHHEIX
W/ % bi-opburaseit, a TakXKe BKJIAABI OT CHOHH-OPGHTAJbHOrQ
B3aHMOJEIICTBHS  HAa Jurangax.  Paccuurtannble  3Hepruy

mepexonos 2by—>7e n 2b;>4b,  cocrasasior 8,45.103 y!
20,3-10% cm—! coors. PesysbraTel 06cy:kaaloTcsi B COmo-:

crapaennn ¢ gannbiMi aast CrO u CrO%+, O6ceyxpalores

|}/' /QA’ oq/, /ﬁ, HeK-pbie - TPYAHOCTH, BO3HHKAIOUINE NPH NPHMEHEHHH pac-!
=" umpennoro merona MO Xiokkesss K pacueram napaMmeTpos

;L//g cnekrpos JI1P, . -. B. B. Xykos
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L b 1951032 Teopernueckoe MccnepoBaHMe BHYTPeHHesH
KOHBepcHM B Xpomunxnopupae. Theoretical investigation of
internal conversion in chromyl chloride /Rashev S. //Proc.,'
‘Indian Acad. Sci. Chem. Sci. .—1991 .—103 ,Ne 3 .—C.
369—373 . —Anrn. )
MNposesero Teop. uccneposawue 6e3bianyuvar. Ae3akTusa-
UMM HMIKHBFO  CMHINETHOrO  3NEeKTPOHHO-BO3ByxAaeHHOro
cocrosHua xpomunxnopuaa (l). MWUcnonbaosaHa Merm.i
- «ropsven monekynsi» Hakawwumbl u Mowmxapsr (em. J. Phys.
/) Chem. .—1989 .—93 .—7763). BbluucneHa NNOTHOCTL Kone-
Véé' ‘ 6ar. nopgypoBHeld OCHOBHOrO 3NEKTPOHHOrO COCTOSHMA g,
8 obnactu 3Hepruit konebar. NOAYPOBHEH HWIKHErO 3neKTp-
POHHO-BO3BYXAEHHOrO CMHFNETHOrO COCTOSHWMA S; M OueHe-
Ha ckopocTb Ge3bianyuarensHsix nepexopos M3 S; B So. Pac-
yer  NpPaBMNLHO  BOCNpou3sen  OcobeHHOCTH  3KCnepu-
meHTansHo Habnofaemoro 3aryxawus @©J1 |, 3w ocoben-
HOCTM OBBLACHEHBI HanuuMeM HeCKONbKMX KaHanos Geasiany-
‘4aT. AE3aKTMBALUMM C YHACTMEM pa3nuuHbix konebar. noaypos-

Hen. P+ - i+ s K. . Bypwrenn *

N AP, N 19 -




W 199/

— 9 B1104.  Hayuenne BHYTpEHHE KOHBEPCHH B XPOMMJ-
xaopune. Investigation of internal conversion in chromyl
chloride / Rashev S. // J. Chem. Phys.— 1991.— 95,
Ne 5.— C. 3258—3266.— Aura. !
PaccunTtana ckopocTh G6e3bI3JyuaTCAbHON AC3aKTHBALMI
HHIKHCTO CHIIJICTHOTO 3JCKTPOHHO-BO3GYKACHHOIO COCTOS-
HUs Xpomiixaopuaa. Ilokasano, uto — Gesvianyuatedbuas
JIC3aKTHBALHA HACT Yepe3 HECKOMbKO Ko.e6at. moaypos-
Heil OCHOBHOrO cocTosinHs. Dru Kosie6aT. MORYPOBHH pas-
JIe/IeHBl 10CTaTOYHO GOJbLIMMH SHEpreTHY. LICJASAMH H CKO-
POCTH MNCPEXOAOB Yepe3 HHX pasHble, MO3TOMY 3aTyXaHie
/ll ” : (yOpCCUCHIIH  HMEET HC3KCMOHEHUHAMbHBIT  XapaKTep,
Takoe oGbscHeHHe cOrJacyeTcsi ¢ NpPEANOJIOKEHHEM ap-
‘ropoB paGoTul, B K-poil JAaHHLII 3(deKkT Ob1 o6Hapy:KeH
aKcnepHmentaabio (cM. Chem. Phys. Lett.— 1989.— 155,
— 243). L ) K. 5. Bypureiin
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F: CrO2CI2 2
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65157. Hsyueume Xusideckux CBONCTB JAHOKCORHMANOreHILIOB xpoma(6+).
SBnactea i METOA QyHKUHOHANA MIOTHOCTH HANGONCE MOAXOMALIIM METOOM ,
usyuenus. Exploring chromium (VI) dioxodihalides chemistry: Is density -
functional theory the most suitable tool? / Torrent M., Gili P., Duran M., Sola M. //
J. Chem. Phys. - 1996. - 104, N 23. - C. 9499-9510. - Aurn.
B pasanuneix Bapnautax Heamnupuy. Metoma CCIT m meroma ¢dyHkunonana
nnotHocTH  necnenosansl - cBoiictea  CrO[2]F[2). ConocTaBneHsl  TOYHOCTE
PC3yNIbTAaTOB M 3aTPaThl MAWMHHOIO BPEMEHH Ha pacyetsl. Chenam BHIBOZ, YTO
Gonce NOAXOAALLIM ABNACTCA MCTOA (hYHKLHOHANA MIOTHOCTH H C €F0 MOMOLBIO
paccuuTaibl CTPYKTypHBIC I CNICKTpOCKOnMY. Xapaktepuctiki CrO[2]X[2], X=F,

. Cl, Br, J. bu6n. 85.
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132:83943 Metal-Metal Bonding in
M2C16 (H2PCH2PH2)2, M2Cl6(PH3)4, and M2Cl (M = Cr,
Mo, W) Edge-Shared Dimer Systems. Stranger,

Robert; Lovell, Timothy; McGrady, John E.
Department of Chemistry The Faculties, The

Australian National University Canberra 0200,
Australia Inorg. Chem., 38(24), 5510-5518
(English) 1999 D. functional theory is used

to det. the electronic structures, geometries, and
periodic trends in metal-metal bonding in the homo-
and heterobimetallic d3d3 edge-shared 'systems
M2C1104-, M2Cl6(PH3)4, and M2Cl6(H2PCH2PH2)2 (M =
Cr, Mo, W). The much shorter metal-metal distance
these complexes relative to M2C1104- (M = Mo, W)
are shown to arise solel electronic differences
between chlorine and phosphine donors. Due to inv
of the .delta. and .delta.* orbitals, the complexes

C. AR50, 134



M2Cl6 (PH3)4 and M2Cl6(H2PCH2PH2)2 (M = Mo, W) are.
found to possess formal metal-metal dou bonds. The
periodic trends in metal-metal bonding in these
systems are rationalized in terms of the energetic
contributions of orbital overlap (.DELTA.Eovlp) and
spin polarization (.DELTA.Espe). The redn. in
.DELTA. and increase in .DELTA.Eovlp on replacement
of axial chlorides with phosp both favor stronger
metal-metal bonding in the phosphine-based
complexes. strong linear dependence obsd. between
.DELTA.Espe and .DELTA.Eovlp enabl metal-metal
bonding in these systems to be predicted simply
from single-i spin-polarization energies. The
antiferromagnetic coupling in M2Cl6(H2PC (M = Mo,
W) and MoWCl6 (H2PCH2PH2)2 is shown to be mostly due
to coupling metal .delta. electrons, with a smaller
contribution from the .pi. electr particularly for:
the dimolybdenum complex.
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