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] \6 J1127.  Pacuer ~ napamerpa 10 LUJg 1as  HEKOTOPHIX
3- \ 'pYopuaos MepexojbIX METANN0B METOAOM MOJEKYARPHbIX
F . ;opoutaneit. Offenhartz Peter O'Donnell. Mo-
b ; | lecular-orbitat-caleatationmof~10-Pg-Ti~some transition-me-
. ‘tal fluorides. «J. Chem. Phys.», 1967, 47, Ne 8, 2951—2960
et = (AHTL) . ,
J Mo metony MO JIKAO paccuntanb Kommiekcet CrFe®—,
- — e -——FeF3~ 1 NiFs!~. Onpeneseibl 3Hayelis Beanyun 10 Dg,
L ia TaxkyKe TIapaMeTpOB KOBAJEHTHOCTH } CHHHOBBIX IIJIOTHO-
e bmeeme———d oTof Ha -Afpax (rTOpa. CoraacHe 3THX BEJHUHH C 3KCIEpH-

e ‘moaeitictBis xongurypawueit (BK).  Cnmenan -BnBoa, uto

{Koppeasiuuonlibie mpoGaembl yaoGHee paccMaTpHBaTh B

i

it ~--—paMKax MeroAa BK, B TO Bpems Kak no.ispHsauio Jiirai-
‘7108 1T «paciuipeniic» d-op6GHT npolle YUHTBIBATb 110 METOAY

!ntenTaapibMil muoxoe. CpasuuBalotest Meroas MO n s3ai-|

e e MO JTKAO. B. T. Bextep
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503 Electronic spectrum of the anions, [CrFq|2— and|
=’ Allen,_ Geoffrey_Chatles;  _El-Sharkawy, G. A. M.:

{Dep. Chem., Univ. Coll., Cardiff, Wales). Inorg. Nucl. Chem.[
Lett. 1970, 6(5), 493-6 (Eng). The diffuse reflectance spectra of
Rb,CrF; at room temp. and 77°K show a prominant band at 20.2 ‘
kilokaysers assignable to the 1st spin-allowed d-d transition, a
band at 37.0 kilokaysers assigned as the Laporte allowed = -
1, charge transfer excitation, and a peak at 29.6 kilokaysers |
assigned to x — f3, transition. Very similar spectra were obsd.
for K,CrFs and Cs;CrFe. The diffuse reflectance spectrum of
K,VFs shows a single d-d band clearly sepd. from the charge!
transfer band at 34.0 kilokaysers and the 273, = E, band is|
found at 20.25 kilokaysers. No evidence is obtained
tional fine structure. ~ __CJIN
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,Larsson Sven Viinikka Eeva-Kaarina,..
De"sIqueIra: fancel’ Ls, Connolly John w.D.
The electronic structure.of octahedral .
tranaition metal halides as calculated

- by the multiple scatterlng method. -

.3 ”Int J.Quant Chem. N 8 1&5-160
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99: 128528q Effects of a partial relaxation of the crystal’
lattice on the calculation of the electronic structure of
hexafluorochromate(III) ion in "isolated-cluster” and "shared-=
cluster" crystals. Barandiaran, Z.; Pueyo, L. (Fac. Quim., Univ.
Oviedo, Oviedo, Spain). J. Chem. Phys. 1983, 79(4), 1926-32
(Eng). The electronic structures of CrF¢3- in isolated-cluster crystals
(K2NaCrFs, Rb2KCrFs, and Cs:KCrFs and in the shared-ciuster
system CrF3 were caled. in terms of an open-shell Hartree-Fock-Roothaan
SCF methodol. that includes the corresponding cluster-lattice |
interactions. These interactions were calcd. with different models of
the crystal lattice. First, a rigid point-charge model was used to
computer the lattice potential. Then, this lattice representation was
partially relaxed in the sense that either the values of the point I
charges q(Cr),¢(F) or the Cr-F internuclear distance or both were!
allowed to change to be consistent with the predictions of the cluster:
calen. In CrFs, the relaxation was limited to the values of the point,
charges. In the isolated-cluster lattices, it was extended to include
the lattice value of the Cr-F distance. The results of these calcns.i
were analyzed with particular attention to the prediction of the equil.’
geometry and the electronic transition 10Dq. The effect of the:
artial lattice relaxation on these two observables is rather significant!
in CrF3, but uniformly small in the isolated-cluster lattices. The!
values of the equil. Cr-F bond length (R.) and the crystal-field!
energy (10Dq) obtained in the best calen. on GrFapgree well with the:
existing exptl. observations. Gy gt '
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102: 35524a  Theoretical calculation of the electronic structure
and the optical spectrum of hexafluorochromate(2-). Gutierrez
Orellana, S.; Pueyo, L. (Fac. Quim., Univ. Oviedo, Oviedo, Spnin).}
.J. Solid State Chem. 1984, 55(1), 30-9 (Eng). The electronic
structure of the CrFe?- cluster was analyzed by solving the Hartree-Fock
equations on several electronic states, at 5 values of R, the
metal-ligand distance in the air vibration. The methodol. of J. W.
Richardson, et al. (1971) was used. The computed Re is in close,
agreement with the obsd. value in alkali hexafluorochromate(IV).i
The nuclear potentials of the d? triplets are almost parallel to the;
Iground state potential, giving rise to a weak R-dependence of the;
spin-allowed transitions and a negligible contribution of the Alg!
progression to the vibrational structure of the broad bands. The:
absorption spectrum is discussed in terms of the results of different’
SCF calcns. A new assignment is suggested that avoids most of the
earlier difficulties of the spectral interpretation. The best caled.'
spectrum agrees with the one obsd. in Rb.CrFs within 1.5 kK. i
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15 B1216. HOBblH METOJ, CHHTE3a, rexcacpropuna Xxpo-
Ma u ero UK cnextp noraowenus. A new synthesis and
I. R. characterisation of chromium hexafluoridle. Ho-
pe E. G,Jones P. J, Levason W, Ogden J. S,
"Tajik M. «J. Chem. Soc. Chem. Commun» 1984 Ne. 20
-1355—1356 (aura.)

B o6aactu 700—800 cm—! n3mepensr MK- cnempbx norJio-
menns Np-MaTpnuno_u3oanposauioro CrFg (I) cummerpuu
On npu 12 K. Oxkono 758,9 cm—! naGniomaniick HHTeHCHB-
Has nosoca 52Cr—F Baa. Koua. I, cnaGole — ero usoronome-
“pos (%°Cr, %Cr, %Cr). TosBeie NpH MOBbILICHI T-pH
nonoc 790,6; 784,6; 780,7; 746,5; 744.8; 741,7; 733,7 n
721;2 cm—! 06BACHEIO pasnoxenuem I no Cng, n CrE.!
Onicana Mertonnka cuutesa I m3 CrO; if Fp pn 170°
* napaenun 25 at™. B H. JL Aplormma
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11J1177.  PacueT cHAOBHX_noJeil ecTHGTOPUCILX |

2-bropAByOKHCell Xpoma, MoanGaeHa eryJifs
pH30BaHy Calculation of force

ftclds of chromium, molybdenum and tungsten hexafluo-
rides ard dioxodifluorides by means of the Tikchonov|
regularization method. KochikovI. V, Yago la A.G,
Kuramshina G. M, KovbaV.M, PentinYu. Al
«Spectrochim. actas, 1985, A1, Ne 1—2, 185—189 (auru.)
. O630p JnuTCpaTypHLIX AAHHBIX MO reOMETPHH H WM K-norJjo-
jueniiio TeKcaPTOPHAOS B JHOKCOAMQTOPHIOB XpOMa, MO-:
auGuena n sombdpama. B npuGaKeHHH BaJCHTHO-CHJIOBOTO
nons pelleHEOCPATIEE KOAeOaTeAbHEIC 3aiaul s Mo.ne-l

BHIG0Opa H3 MAOIKECTEa pelueHuii 06paTHOI 3anaun HCIIOJIb-%

Kkyn MFs 1 MO,F, (M=Cr, Mo, W). Insi.0AHO3HAYHOTO
?L ée . 4 " 30BaH peryJspH3YIOUIHit aJrOPHTM, COTVIaCHO KOTOpOMY
) v MaTpHILa CHJIOEBIX MOCTOSHHHLIX BHOHPAETCH K2K SKCTPeMYM

¢-unn Tuxonopa. [lnsi psima KoneGaTesbHBIX 4acToT, pace|

oh. 1985 18, M1 - /ZZU/[[ Whe DA,

/];)FL 1 M/&Z /L;



CYHTAHHLIX {10 CHJIOBBLIM MOJsIM, AaHO CPaBHEHHE C HX 3KC-|
nepuM. 3unauchuaMu. C HafiAeHHBIMH CHJOBBHIMH TMOCTOSH-,
HbIMH PacCuHTaHBl CpeAHHE aMmanTyas_Koxefauuit MFs,;
MO,F, B 2aBHCHMOCTH._OT T=ph_ JJf__CBssed_._M... F,
M. 0. F .z Fm ap. [lpupelcHo cpaBHCHHE TOMTYUCHHBIX
aiaveniit ¢ nanuumi  (Kochikov J. V., el al. «J. Mol
Struct. Theochem.», 1984, 106, 335) no audpakuux dmeK-
Tporos.. BuGa. 26. T . B. K,



2 fa L - 71685 ) /985

2Z2’DbTT/0. Pacuer cunosbix- noseit

TekcaphTopuaos M|
AHOKCO(TOPHAOB XpoMa,

MonuGaena u Boabdpama c no-f
Moubio MeTona peryasipusaunn Tuxowosa. Calculation ofi
force fields of chromium, molybdenum . and tungsten’
hevafluorides and dioxodifluorides by means of the Tik-i
chonov regularization method. Kochikov LV
Yagola A. G, Kuramshina G. M, Kovba V. M|
Pentin Yu A

’

. «Spectrochim. acta», 1985, A4l
Ne 1—2, 185—189 (aura.) DA

C ucnosnb3oBanneM MeTona peryasipuzauni  Tuxonosa

: 7 TNpOBEACHb pacyeThl CHJIOBBIX TOJeil M _CPEAHHX aMIVIHTYLR

. - L ;" KoJeGaHHii aTOMOB B COCAHHGHINX rekcadropuaos u IH-

[Zégc,- /L(,’L/W'/ U oxcomnbropuion Cr, Mo u W. TloayueHuble cHAOBbe mo-

CTOSIHHBIE HCCJIEJ0BAaNHbIX COEJHHEHHII COMOCTAaBJEHb C CH-I

JIOBEIMH TIOCTOAHHBIMH ~ OKCOTETPa(TOPHAOB  PaccMOTPCH-

W4 HBIX MeTtasioB, C 1esblo HCCJIeIO0BaHHS NePeHOCHMOCTH!

fj @cxmonux MOCTOSAHHLIX B PAAY HCCAEAGBAHHBIX COCAHHCHHIT

v
X /Q/%? ﬁ/ NAL




NpoBefieH aHaJMH3 HOPMaJbHLIX KoaeOduuit Mosekyast CrFg
: ‘ 'c HabOpOM CHJIOBBIX MOCTOSIHHBIX, TOCTPOCHHOM Ha OCHOBE,
JAAHHBIX, MOJYUCHHBIX AJs coemnHenuit MoFg (M=Cr, Mo,
W), a Takxke MoFs 1 WFs. AHanOrHuHbll AHANN3 po-
BeAeH Takxe aasj_moJgekysn MoO.F, 1 WO.F, ¢ Hcnosb-
30BaHHeM 3 pPasJIHYHBLIX CHJOBBIX NOJEH M Kaxmoil MO-
Jiekyqbl. HccienoBana 3aBHCHMOCTD pelcHHst o6p. Koae6aT.

3ajaui oT BHIOOpAa HYJCBOro NpHGJIMKEHHS MaTpHUB CH-
' . JIOBBIX TOCTOSHHBIX. . ° “H. A. Tonoap

| ,%[H%- %//;) DBk, Melytr, WOL

.2y -
A
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103 29204¢ Caleulation of force fields of chromium, mol:vhdwmm' .
and tungsten hexafluorides and dioxodifluorides by means of
the Tikchonov regularization method. Kochikov, I Vi Yagola,
(A G Kuramshina, G, M., Kovba, V, M,; Pentin, Yu. A, (Dep.
Phys.. Moscow State Univ., 117234 Moscow. USSR). Spectrochimn.
Acta, Part A 1985, 41A(1-2), 185-9 (Eng). Similar trends were
obsd. in force consts. caled. using the Tikchonov regularization
method for the compd. series MF: (M = Cr, Mo, W) and the
previously reported (Kochikov et al., 1984) MOF; series. ‘The M-F
stretching const. increases along the series but remains somewhat
lower than that in MOFs compds. Similar relations were obsd. also|
for the F-M-F group force consts. The normal coordinate anal. was
conducted with satisfactory results for CrFe using the force field rom
the MOFy series. A complete set of force consts. was obtained also
for CrO:F: and, taking into account the parameter variations within
the MOF series, it was used for conducting the normal coordinate
anal. of MoO:F7 and W:0:F2. .
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[/Z/L;) 10 61046.  dnexkTponnas ctpyktypa Cr+, Fet+ u Ni+

B OKTa’ApHYeCKHX pewerkax ¢ropupos. Electronic struc-
ture of Cr+, Fet, and Ni+ in octahedral fluoride lattices.

Fernidndez Rodrigo G, Pueyo L. «J. chim. phys.

et phys.-chim. biol.», 1987, 84, Ne 6, 821—827 (aura;

pe3. ¢paHL.) - :

C Hcnosb3oBaHHEM HeSMNHpHY. Bapuanta Meroga CCIIT

MO B Gasnce opGuraseil ciefiTepoBcKoro Tina Ges yuera

H C y4eTOM KOHQHrypau. B3aHMOZENCTBHS pPacCYHTaHO

SJICKTPOHHOE CTPOEHHE OKTa’ApHY. KJjacTepoB (MFg)5—

(M=Cr, Fe u Ni). Ha ocHoBaunn TeopeT. 3aBHCHMOCTGI!

TNIOJIHOMI 3HEPrHH KJAacTepoB OT B3aHMHOTO PAaCNOJIOXKEHHS,

-aTOMOB paBHOBCCHble JHHB  cBsidei  M—F ouenenw B

; 2,370; 2,261 u 2,169 A nas M=Cr, Fe u Ni coots. Yuer,

Vé{ ﬂ . KonHrypail. B3aHMOJEHCTBHS CONPOBOXKAAETCH CMELIEHHEeM'
MHHHMYMa 3HEPrHH B 00./1. GOJBWHX 3HAYEHHH AJIHH cBs3cif

; M—F. ManauKeHoBCKHiT aHanH3 3acesieHHOCTell yKasmBaer,

Ha H3GHTOK 3apsiia HA MeTajle, K-phiii yGHBaeT npu pa-;
cTsiKenun cBsidefi M—F. Paccunrannbie koHcrauto . CTC!
CONMOCTaBJIeHH C 3KcnepuM. AannnMi. H. B. XapueBnukosa

X (G988, 19 nI0 T (fefs) ST (Vife) 5
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© JleJIbHHX oCTOBHEIX noTenuxansos (MOII) ans nepexoaumix

LEY /987

6 51088. Teopernueckoe uccaenoBaHHe CPOACTBA - K!
anekTpony chcreM MFg u MFe~ (M=Cr, Mo n W) c nc-|
noJb30BAHHEM MeTOAAa MOAEJBHOr0 noTeHuMana. Theore-
tical study of the electron affinities of MFg and MFg—
(M=Cr, Mo, and W) using .a model potential method.;
Sakai Y. Miyoshi E. «J. Chem. Phys.», 1987, 87,
Ne 5, 2885—2892 (amra.) .
= HeamnupuyeckuMm Metogom CCII ¢ Hcnoab3oBaHHEM MO-

METaJJIOB PacCCYHTAHO 3JIEKTPOHHAsi CTPYKTYpa  CHCTeM
MF,;, MFe— u MFg>~ (M=Cr, Mo, W) npu uecxonbxnx'
pacctofiiuaix M—F. MOIT ans Mo u W BKaouaan oc-|
HOBHHE peJaATHBHCTCKHe 3¢pdexkTH. Jas Komniekcop Cr!

pesyabTaThl ¢ HcnoJb3oBaHHeM MII npakTuueckn cosna-
Jlal0T C pe3yibTaTaMH NOJHHX pacueToB (omHOKa MeHee

&2 @ kg livks, Hif

X. /988, 19,

NE  WHh WRS WET



0,15 3B). CpoAcTBO K, 3JEKTPOHY (C3) yMeHbluaercs B
pany CrFe, MoFs, WFe-(11,85; 8,52 u 6,72 3B cooTB.).
Ias wonoB MFe—, rae M=Cr, Mo, C9 Takxe MOJOXH-
renbno (coors. 4,85 n 1,76 3B). Pacuer WFe i WFe— ¢
HepeJsi THBHCTCKHM ‘MOIT maer C3 na 1,1—1,2 3B 6oJb-
we. Jlns xomnaekcoB W npoBellen TaKxke yuer KOHHTY-,
pail. B3aHMOAEHACTBHSA, UTO TNPHBEJO K yMenbluernio C3 10
53 3B; _3KCTIepHM, 35—513B. B. K. Muxazko
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2 ]1146.  TeopeTHuecKoe HcCaENOBAHHE " 9JIEKTPOHHOrO
= sepopcerea MFs u MFs~ (M=Cr, Mo u W) c ucnosab3osa-
HHCM MeTopa Mojeabhoro notenunana. Theoretical study
A of the electron affinities of MFs and MFs~ (M=Cr, Mo,
and W) using.a.model potential method. Sakai Yo-
shiko, Miyoshi .Eisaku. "«J. Chem. Phys.», 1987, 37,

Ne 5, 2885—2892 (aur..) < 2 -
Hesmnupuyecknm metogom CCIT MO JIKAO ¢ mcnosb-
30BaHIIEM HEPEJSITHBHCTCKOrO H KBa3HPeJSTHBHCTCKOrO /s
Mo n W Moneﬁ%u{;l)noziguu?ma “cche}}:l%m}l]lfl)an%Tp%b‘
HOC CTpOCHHE s(I), 6~ H = , M=Cr,
Mo u _W._ IIpuMcHsiiucs CrpyMMpoBaliLe FAyCCOBLl 0a-
v(/{/] “sucH. [Ing M=Cr mnpoBefiecHH pacyeThl € Y4YeTOM BCex
37MeKTpoHOB B Gasnce 11s10p5d/8s6p, crpynmiposannom B

@555p3d/3$3p. Pe3yabTaTH pacueToB ¢ MOJEJbHEIM MOTEHLH- J

anoM OJH3KH K AaulBIM MOMHBX pacueroB. Has I amma-

57 Fe Moty
0p. /9858, /8 N ® f{% WE




Gatiy. cpoacTBO K anektpony (C3) upeasmuaiiio BBICOKO '
(11,69 3B nass M=Cr); III npu M=Cr u Mo upeapmuaii-!
HO CcTaGHABHBI, YTO NPHBOAHT K MNOMOKHT. CD aas I
Has 1 u Il C3 yGuiaer B pany Cr>Mo>W u st 11
npu M=W cranoBHTCsT OTpHUATCABLHEIM, YTO o0bscuser,
HX. OTHOCHT.” CTaGHJILHOCTb. Y4eT pelATHB. 3phCKTOB mpH- |
BOAMT K yMeHpwenno C3.  ~~ B.JL JIeGenes
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_ /~ 108:27196d Theoretical study of the clectron affinities of

i ‘mectal hexafluoride and hexafluorometalate(1-) (MF¢ and MFs-)

% 6’ (M = chromium, molybdenum, and tungsten) using a model

£ potential method. Sakai, Yoshiko; Miyoshi, Eisaku (Coll. Gen.

) Educ., Kyushu Univ., Fukuoka, Japan 810). J. Chem. Phys. 1987,

87(5), 2885-92 (Eng). The electronic structures of MFs, MFe-, and

MFg2- (M = Cr, Mo, and W) were caled. by using a model-potential

method (s. et al., 1987) in the Hartree-Fock-Roonthaan scheme.

Major relativistic effects were taken into account for the calens. on

MOFe and WF (¢ = 0, -1, and -2). The calcd. electron affinitics

//4 (EAs) are extremely high for all the MFs mols. The CrF¢- and Molve-.{
2)

anions also have pos. EAs, whereas the WHs- anion has a slightly neg.
EA. - The behaviors of the EAs are interpreted with ref. to the
ﬂ m m electronic structures of the MFug systems,

My Qs M, M
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751043. O cpoacTBe K  JNEKTPOHY rekcadTopHa0B

CrFg, MoFs n WF;. On the electron affinities -of - hexa-|

fluorides CrFs, MoFs, and WFs / Miyoshi E., Sakaj Y.,

Murakami A., Iwaki H., Terashima H., Shoda T., Kawa-

guchi T.// J. Chem. Phys.— 1988.— 89, Ne 7.— C.;

4193—4198.— Anura _ 1

Onpenencio aguaGaThy. cpoAcTBO K anektpony (CI):

ciictem MFg 1 MSg— (M=Cr, Mo, W). Pacuers BHNOI-,

Henn MeToaaMi Komdurypau. p3anmojeiictens  (KB) c!

HCMOMb30BaHHeM MojenbHoro IIT Aas onHCaHHA ocrosa\

atoMa Merajsa. Ha npuMepe pe3ysnbTaTop pacyeTroB MO-|

nekynn CrFg moxasano, yTo npHOAHXKeHHE MOJ@JIBHOTO |

¢ [Tt npaKTHYeCKH MNO3BOJSET BOCMPOH3BECTH pe3yabTaTh -

BBIUHCACHHIT C YYeTOM BCeX 3JeKTPOHOB. OmperesieHsl |

&paanoaecuue reoMeTpHu. KOHHrypauun rexcapTOpPHIOB;

H OLGHCHB 4acTOTH CHMM. Baj. Koa. Bemnunaer CI co-|

crasuan 9,01; 6,66 u 5,33 3B coors. aas CrFs, MoFg H|

WFs. Ilocne 3KCTpanoasilthy, NPH3BAHHOI™ yUeCTs BUS-!

7 WOXKNOe BJAHAHHC BHICIUMX nojspH3au. ¢-uuit (f-tuna aas;
X.[989, V '



M u d-tuna pas F), pexomerigoBansi caen. BEJHYMHbI
C3: 8,24; 537 u 3,85. B cayuyae MoFg, u ocoGenno WFS,[
STH BEJHYHHBL XOPOWO COIVIacyloTcs ¢ SKCMEpHM. AAHHHL. |
MH.  Boiusen. 3navenns C3  annonos cocrasasior 2,44, !
0,58 1 —0,92 sB maa CrFg-, MoFs~ u WFs— COOTBET-|
CTBEHHO. o ) A. B. Hemyxun
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-110:'29285%  On the electron affinitics'of chromium, molybdenum,’
and tungsten- hexafluorides (CrFe¢,i MoFs, and WFe).-.Miyoshi,!
Eisaku; - - Sakii, Yoshike: i Murdkami,. Akinori;! - Iwaki, Hiroaki;'
Terashima,::Hidemi; " :Shoda, ‘Takayuki; . Kawaguchi, Takashi:
(Fukuoka’Dent.- Coll.,’ Fukuoka, Jspan.814).. -J."Chem. Phys. '1988,
83(7), 4193-8 : (Eng).: The adiabatic electron affinities (EAs) of MFg
end MFe (M = C;.‘elz\'lo, and W) wera caled. in a configuration-internction’
calen.using &' model-potential method. The caléd: EA of 3.85 oV for.
VT "agrees well with<the” obad. values: . The' difference /(1.52 eV)'
fe.

between' the. caled.:EA of MoFc and ‘that of WFe shows also a very
good -agreement ‘with ‘the - éxptl. ‘ones. + CrFg has’’ very high EA of
£.24 eV. The'CrFy anion‘has a pos.-EA: the CrFe2--dianion ‘is thus
most.etable in’the CrFer (¢ =.0, 1, and 2) sequence; WFe- does not
have a pos. EA:.~The EAs of MFs calcd. by CI ‘calcns. are smaller,
thun those by SCF. calens; “This neg: correlation ‘effect on the AEs i
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10 51254. OueHKa CHJOBBLIX NOCTOSIHHbIX FeKCarajore-|
uupoB Cr, Mo, W / Ocunosa I'. E, IOpuenko 3. H.,
Baaraxunos B. II. // U3B. CO AH CCCP. Xum. H.—
1988.— Ne. 19/6.— C. 34—41.— Pyc.; pes. aura.

Ha ocHOBaHHH 3KCNepHM. AAHHEIX H OLEHOK MeXbsilep-
HBIX PAacCTOSIHHII H 4YacToT KoJeGaHuil MOJIEKys rekcara-
aorennnos Cr, Mo n W, c ncnosb3oBaHHeM pe3yJbTaToOB
BBHIIOJHEHHLIX aBTOpamu panee pacueros (M3s. CO AH
CCCP, cep. xuM. Hayk, 11984, Ne 8, pmmn. 3, 11; 1985,
Ne 8, Buin. 3, 8) CHJIOBBHIX MoJell MOJEKYJa OKCOTEeTparaJjo-
TeHHJ0B H JHOKCOAHIaJIOTeHHAOB 3THX METaJJIOB, BHIYHC-
JIeHH mapaMeTpnl 0GOGLIEHHOro BaJIeHTHO-CHJIOBOrO MO
MXg (M=Cr, Mo, W; X=F, Cl, Br, I) u paccunrans
3HaueHHst TepMOAHHAMHY, CB-B Cpo0s M S yKazaHHHIX
ras. rekcarajJoOreHHuoB. B. M. Kos6a;
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{712 B1142. . SflBasietca au moaekyna CrFs oxrtasapuuec-
Koit? DKcnepuMeHT no-npexHemy - ropoput «Ha»! Is Cr-
Fs octanhedral? Experiment still suggests «yesl» /. Leya-|
son William, :Ogden - Steven J. // .Inorg.. -Chem.—|
1991.— 30, Ne 26.— .C. 4873—4874.— Anra, e
Crartbsi THCKYCCHOHHOTO XapakTepa O TOM SIBJACTCA JH
cuuTe3np. pamee I'semsepoM H ap. . (l—Angew. Chem!
Int. Ed. Engl.— 1963.— 2.— C. 266); XoynoM, aBTOpaMH
naunoit cratbi u Ap. (2—J. Chem. Soc. Dalton. Trans.—
1985.— C. 1443) B-Bo rekcaTopHAOM XpoMa (HJH CMecbio
cojepaulas rekcahTOPHA XpoMa) H KaKkoBa CTPYKTYpa
monexyas CrFe. B Kau-Be ONMOHEHTOB  cayxar paGoThl
Ilxsko6a u ap. (3—Chem. Ber.— 1990.— 123.— C!.
1319) u Mapcaena. wu ap. (4—Inorg. Chem.— 1991.—«
30.— C. 1681), B K-puiXx yTBepxKiaercs, UTO cmnesup.[
B-BO sIBJseTCS NMeHTapTOpHAOM XpoMa (3+), a CTPYKTypa



mosekyan CrFs B OCHOBHOM 3/eKTPOHHOM COCTOSIHHH —,
TpuroH. npuaMa (4, pacyer). ABTOpH  NOKa3am, uTO;
JKCMepPHM. H30TOMHAsl CTPYKTypa TNOJOCH BaJ. KOJ. XPOM-|
¢Top B ob6nactH 760 - cM—! naGmonaemas B HK-cnekrtpe!
MOr/IOIIeHHst NMApOB PAcCMAaTPHBAEMOTO B-Ba HM30JMHP. B!
No-MaTpHle- B TOYHOCTH' COOTBETCTBYeT (IO MOJIOKEHHIO H
HHTCHCHBHOCTH KOMIIOHEHT) OxHaaeMoMy ans On-CTPYK-;
typut CrFg H'cHabHO pacxoautesi ¢ /0Goii Ap. HHTeprnpera-,
wieii: Mofenn cuMMeTpuH Dan (Baa. ko E/ u A)”)  mi
Cy. (Ban. xon. By u By) aas CrFs; moaeab Dan (Ban.!
ko1 E’ u Ap”) nas CrFe. ‘Monmeab Cyo anst CrFs M. 6.l
HCK/IOYEHa, T. K. B CHeKTpax Ap. mewTadropuaos (ypana,|
xJopa, 6poMma) ¢ TaKoil CTPYKTypoii HabJi04asn0ch Mo nse|
HHTCHCHBHLIC TOJIOCH TOIJIOUICHHSI C HHTEpBaJOM CBbilIe
20 e~ B. M. Kos6a|

A<Th.’
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¥ 18 B1054. Hmeer an CrF OKTa3PHYECKYIO CTPYKTYpY?;
Teopus npeanonaraer uto ner! Is CrFs octahelral? Theo-!
ry suggests not! / Marsden Coling, Wolynec Peter P. I
/ norg. Chem.— 1991.— 30, \e 8.— C. 1681—1682— Aur.|
" Heamnupuucckuym metogom CCIT ¢ scnosib3oanmen pac-|
IUHPCHHBIX ABYX- H TPEXSKCNOHEHTHBIX Ga3HCHBIX HaGOpOB |
TNPOBEACHL PACYETH 3JEKTPOHHOrO H TCOMETPHY. CTPOECHHSL!
H yactor KoseGaHuit On (I), Dgg (I1) u Dgy (1) xon-|
¢opmepos mosiekyn CrFe. Ha yposne CCIT maiincno, uro!
KoHdopmepnt I u Il He ABAAIOTCH HCTHHHBIMH JIOKa/IbHBIMH |
MHHHMYMaMH, TaK KaK HMEIOT MHHMBe yacToTe. Kpome
TOro OHH MeHee CTaGHJbHHI yeM Kondopmep III na 10,9
u 10,8 kIx/MoMb, cOOTB. Iueprui KoHdopmepos I—III
YTOYHEHBI TaKXKe C yYyeToM 3JeKTPOHHOit KOppeNsiulHH mno
TEOPHH BO3MylleHHit Ménnepa — Ilneccera BmIOTH 0|
4-ro MOpsIAKA H B paMKaX METOJa CBA3aHHHX KJACTCPOB c!
yueTOM JBYKpaTHLIX BO30Oyxaewuii. Ha yposue MI'I2I‘
Haiiero, yto I u Il Gosiee cTaGuabuu, yem I1I, B TO BpeMs
Kak Ha yposie MII3 oHH cyluecTBeHHO MeHee CTaﬁxianu,]

o%/f’]g/, NI :



yem III. PacueTnl B paMkax MeTOAa CBA3aHHBIX KJacTepos|
CBHICTENBCTBYIOT O ToM, uto III Ha 19,56 kIlx/Monb GoJee|
crabuien, uem I. OTMeuaercss, uTo pacueTH Ha YpOBHe!
MII2 cywecTBeHHO 3aBLILIAIOT SHEPrHIO 3JEKTPOHHON KOp-|
pejsiunH., CaenaH BBIBOJ O NPeANOYTHTEJbHOCTH xougury-|
paunu I monekyaw CrFe. B pamkax ncesaosiHTeMIEpOBOro’
NpHOMHXKEHHS. TNPOAHAJIH3HPOBAHB  MPHYHHH  [COMETPHY.!
pasanuns mexkay CrFe u ap. monexkynamu MFs (M=Mo),:
HMCIOILHMH OKTa3pHY. CTPOCHHE. H. H. Cenuens

P -~ S—
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.x+ 235626w On the structure and existence of chromium,
,,;..{luoridc. Neuhaus, Arndt;  Frenking, Gernot; Huber,
wratian;  Gauss, Juergen  (Fachbereich Chem., Univ. Marburg,
W oeQ, Marburg, Germany). - Inorg. Chem. 1992, 31(26), 5355-6

/)W‘/ %’[LMM ‘.‘ ¢ Quantum chem. ab initio calens. at the CCSIXNT) level of!
ey using pseudopotentials for Cr predict that CrFs has octahedral

A ’ 0
MW//‘ ) - /é ¢« nmmetry. A comparison of the theor. predicted vibrational
21t i

2

) conteam for CrFe with the exptl. results reported by Hope, E. G. et

(//W . 1) provide strong evidence that the recorded IR spectrum
wé-z2atrs from CrEs (Os) and not from CrFs (Dan) or Crs. e e d

C.A. 1992, I+ ris
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' [ & 17B61040. O CTPYKTYpPe M Cyuiecrsosanmu CrFs. On the'

structure and existence of CrF, /Neuhaus Arndt, Frenking '

Gernot, Huber Christian, Gauss Jirgen //Inorg. Chem .—1992;

~—31 N2 26 .—C. 5355—5356 .—Awnrn. A L

Paccuuranel reomerpuu, napamerpsl u konebar. wacrortm:

KOH(Urypaunin cummetpuu O, u Dy, monekynsl CrFs. Pacye-

Tbl NPOBEAEHbI C MOMOWLIO TEOPHH BO3IMYyW ENMT— Menne-

pa—Tineccera po uerseproro nopsaka, METOAOM CBS3AHHLIX '

KNacTepos C y4eToM OAHO- M ABYKPATHbIX BO3ByAeHMNH M al

OLEHKOH BKNAAOB TPEXKpaTHbix B036yipenuis, merogom KOH-'

Purypau. B3-us C OZHO- M ABYKpaTHBLIMM B8036ymaeHuamu

a” . M KBAADATHYHLIM METOAOM KOHMMrypay. B3-Bus. Mcnonsio-:
L BaHbI 3(P(PEKTUBHLIN OCTOBHLIN NOTEHUMAN M BaneMTHLIN 6a3uc
(3s4p2d) ans Cr w 6asuc 6-31ro* Ans F. Cpenan suiog,’

4To monekyna CrFg B OCHOBROM cOCTOSHMM ABNAETCA OKTa’g-

buuyeckon. _A. A. Cagonos

X, 1993 N |#
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6. * 17 B1041. flsnserca nu CrF, OKTAAPHUECKMM? Teopus'
noarsepwpaaer — «faln. Is CrFs octahedral? Theory confirms
«Yesl»  /Pierloot Kristine, Roos Bjora O. //lnorg. Chem!
—1992 .—31 ,N° 26 .—C. 5353—5354 .—Amurn. :
Paccuutanbl  koHpurypauun cummerpuu O, u D, mone-
Kynel CrF,. Pacuerni nposepgeHsi MHOrOKOHGMUrypau. mero-|
Aom CCIT 8 nonHom akTusHOM NPOCTPAHCTBE M C NOMOWBIO |
TEOPpHMM BO3MYLULEHMH BTOPOro NOPSAKA C HECKONbKMMM ncxopn-;
HbIMU  KOHQHUrypauusmu. Mcnonb3osaH 6a3uc aromHbix Ha-.
TypaneHeix  opbutaneii, annNpPoKCMMMPOBaHHBLIX crpyfinupo-
b“ // . BAHHBLIMM FayCCOBBLIMM h-LMAMM. (17512p9d4f) /[5s4p3d2f] Ans
Cr m (10s6p3d)/[4s3p1d] ans F. Onpepenensi otHocHT. 3Hep-
MMM KOHQWrypauui, paBHOBECHbIE T[EOMETPMY. napamerpsi,
MAannUKEHOBCKME 3aCENEHHOCTM M 3apsAbl Ha aromax. Haii-

AeHo, uro OKTa’3Apuuy. KOHHrypaumus nexmr Ha
49,9 kxan/monb Hwxe No 3Heprum, uem KOH®MUrypauus cum-:
meTpumn Dy, : ) _ A. A. Ca¢onos!

X 1993, N 17
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:17-238627x Is chromium hcexafluoride octahedral? Theory'

wafirms “yes!". Pierloot, Kristine; Roos, Bjoern 0. (Dep. Chem.,

-~ uv leuven, B-3001 Heverlee-Louvain, Belg.). Inorg. Chem. 1992,

), 5353-4  (Eng). Theor. calcns. confirms that the octahedral

«~xture of CrFs is about 50 kcal/mol more stable than a trigonal

sewrsatic structure (Dsr). The Calens. were based on the Complete

. Leae Space SCF method, with addnl. dynamic correlation energy,

smizuted bus;)ng 'multiconiﬁgurnlion}z:l Se‘fl(())nd ord%r pcrtur(limtio!‘nl

% ! wavzy. The basis set used was of the ANO type (Cr: 5sipldef; F:.
WO/} ‘ a’mgﬂi wipid, in all 154 contracted basis functions). The active orbital!
/) 79 TR k «+¢ applied in the CAS-SCF calcns. included the Cr(3d)-F honding!
-/},VLW" 1+ anti-bonding orbitals (10 electrons in 10 orbitals). ‘The csled.
: v L uwed length for the octahedral complex was 1.754 A, which is:
[/ v”y/‘[ -.rivaed to be accurate within a few hundreds of an Angstroem, |

C A 1990 113 w36
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Wi (2) 1994

120: 87089d Hexafluorochromate CrFs?= a stable dianion in
the gas phase? Hendrickx, M.; Ceulemam, M.; Vanquickenborpe,!
L. G. (Dep. Chem., Univ. Leuven, B-3001" Lousain, Belg) J. Phys.|
Chem. 1994, 98(4), 1117-20 (Eng). ' The stability of the CrF‘)s?-

dianion. toward "dissocn. to CrFs- + F-.was studied by calcg. the,
potential energy surface both at the RHF and at the MCPF
correlated level of approxn. For the CrFs= mol. the tri onnl>

[m Oj[j/%wé’/z bipyramid was caled. to be the most stable structure. - Although the’
energy of CrFe is found to be higher than that of the CrFs- + F*,
system, the energy barrier of the reaction path is luﬂ'cxently vnde
and hich so as to prevent the dissocn. process. .

e A /994, 1o, v ®
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P:3
4B159. Teometpus ¢TophaoB, OkcopTOPHAOB, TMAPHAOB H METAHMIOB '
BanamA(5+), xpoma(6+) u momuGaena(6+). Hurepnperawuis reoMepHit
MOJICKYJ, B KOTOPLIX HET OTTAIKHBAHMA OJCKTPOHHLIX Nap BANEHTHOIT
000JI04KH, € TOYKH 3penna Hckakenns ocrosa. Geometry of the fluorides,
oxofluorides, hydrides, and methanides of vanadium(V), chromium(VI), and
molybdenum(VI): Understanding the geometry of non-VSEPR molecules in
terms of core distortion / Gillespie Ronald J., Bytheway Ian, Tang Ting-Hua,
Bader Richard F. W. // Inorg. Chem. - 1996. - 35, N 13. - C. 3954-3963. -

Awnrn.
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