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16 B121.  DOTOSMEKTPOHHEIE CNEKTPHI H TEOPETHYECKOE
H3yuyeHHe TPHCOYTaAHEHOBHLIX KOMIACKCOB MoauGaena i
poasppama. Green J. C, Kelly M. R, Grebe-
nik P. D, Briant C. E, McEvoy N. A, Min-
gos D. P. UV photoelectron spectral and -theoretical
studies on tris(butadiene)-molybdenum and -tungsten.
«J. Organometal. Chem.», 1982, 228, Ne 3, 239—247
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[Monyuenst dorosiexrponnbie cnektpsl Mo (n-CsHeg)z (D)

P i W(n-CeHg)a (ID, I'n I moayuennf coOCa kaeHHEM aTo-|
C/z 7 OB Mcrajsa 1 OyraxneHa n3 ras. ¢asel Ha oxnamucn‘-l
Hyio 10 —195°C  noanoxky, . OuHIeHbl cyOanMaieit. |

AHani3 CNeKTPOB MPOBEACH C ICTMOJNb30BAHIEM. DACYETOB!

MO B npubMIKEHIIT pacUIpCHHOrO  Meroaa Xloxxe.nil.{

&7 CriekTpBl - I pacuerThl COIVIACYIOTCS CO 3HAYIT. TEPEHOCOM,

3JICKTPOHHOIT MJIOTHOCTH C_LCHTPAJbHOrO aToMa MeTasua;

wa guranasl, Pacuetst MO 0GBACHAIOT Takike, = moYeMy;|

aast I u Il Gonee BEITOAHA TCOMCTPISL TPHFOH.  NPH3MB,|

yeM OKTa3ApHY. PACMONOKCHIC JHFANA0B BOKPYr MeTaana.
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Iast 1 npobeaeH peHTreHOCTPYKTYPHBIT — aHann3. Kpu-!
crain I mMeer rekcaron. pewierky; a=b 7,264 A, ¢
11,904 A, Z=2. Ona moackyasl | naiizeHsl cien. mapa- |
metphl: manuer cpaseit (A) Mo—C; 2,301, Mo—C; 2,317,!
C,—C, 1,336, Co—C; 1,560, rae C, u Cy—coorp. na- !
DYJKHBIE H BHYTP. aToMBl yriepoaa. Takoe peskoe pasii- |
ylie B AJMHHAX ICHTpafbHOil 1 OoxkoBeIX cBsizeit C—C ne-!
06bLIUHO AJsi OyTaAlCHOBLIX KOMIUIGKCOB, B K-pHIX 3Ti |
cBsi3H 0oGuuno BolpaBuenbl, C mpHBJAeUeHHEM AaHHBIX pac- |
yera MO o6cy:kAeHbl BO3MOJKHble NPHYHHBL 3TOro siBJe- |
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Mo U &7 , 195
. 117: 258593h Ab initio CASSCF study of the clectronic structure’
of the transition-metal alkyvlidenc-like complexes Mo-M'Hj (M.
= carbon, silicon, germanium and tin). Marquez, Antonio;’
Fernandez Sanz, Javier (Fac. Quim., Univ. Sevilla, Sevilla, Spain’
E-41012). J. Am. Chem. Soc. 1992, 114(25), 10019-24  (Eng)..
A theor. investigation of the electronic structure of the high-valent,’
: transition-metal, alkylidene-like complexes MoM'H: (M' = C, Si, Ge,
& and Sn) is reported. Based on ab initio calens. carried out at the'
[)&'ﬁ/ﬂ' /4 complete active space multicontiguration SCF (CASSCF). level, the
) mol. structure of the ground state and some low-lying excited states

; (JI( Hﬂ _ﬁa - have been detd. For M' = C, Si, and Ge, the pround state has Cav
/‘d vé v symmetry (state *B1) and corresponds to pairing each electron of the'
[’300”1 __[gﬂifw///—hﬂh triplet 3By with an electron of Mo (:8). In the case of MoSnHz,

the lowest state is bent (Co symmetry, state TA"), the out-of-plane
--angle being 65°, and dissocs. into SnHz (1A1) + Mo (°8). Dissocn.

7h 77 . I e
M Q [( [/ﬂa encrgies, potential encegy profiles for the dissocn., harn..
/ O/Z consts, in terms of internal symmetry coordinates, gn . Sy
i /M/ffﬁ ) f;loqucn;:ic}.: are reported. ‘The jnmpnrisnn of these o o L el
those of their pentacarbonylated homologous (CO)s Malt AT
wat’ . /L{:?W//zz) that the carbene-like (Fischer) type of complexation iz HN..-‘ s
(/2

ithe alkvlidene-like gne (Schrock). A
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