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Scheme 1

(and, in the case of the silyl compound, the ionic by-
product), the intensely orange coloured solutions
were concentrated (room temperature, vacuum) to ca.
5 mL and chromatographed on silicagel (Kieselgel 60,
Merck, 70-230 mesh ASTM, conditioned by evacu-
ation and treatment with argon; column dimensions
20 x 2.5 cm) with hexane as elutant. The orange frac-
tions, containing the products 1-4 and [CsH;V(CO),],
were concentrated to 10 mL and kept at —25°C for
several days. During this time, [CsHsV(CO),] partly
crystallized from the solution. The supernatant liquid
was decanted and the compounds 1 to 4 obtained as
orange coloured, crystalline powders after removal of
the solvent. Mainly the tin derivatives 3 and 4 are
exceedingly light-sensitive. Yields: 1 (contaminated
with ca. 20% CsHV(CO),) 640 mg (72%), 2 (+50%
of CsHsV(CO);) 900 mg (60%), 3 (+10% of
CsHV(CO),) 590 mg (45%), 4 (free of CsHV(CO),)
800 mg (51 %). The amount of [CsHsV(CO),] was de-
termined by °'V-NMR. Several recrystallizations al-
low for the isolation of 1, 2, and 3 practically free of
[CsH5V(CO),), at the expense, however, of the yield.
[Et;GeV(CO)g] and [R3SnV(CO)g] can be washed off
the column with hexane/tetrahydrofuran (5:1).

[Ph;PbV(CO )] 365 mg (1.67 mmol) of V(CO),
dissolved in 15 mL of n-hexane were treated with 840
mg (1.67 mmol) of Ph;PbCsH!'%. CO evolved and an
orange solution was formed, which was stirred over-
night (exclusion of light, argon atmosphere), filtered,
concentrated to S mL, and chromatographed on silica
gel (for the conditions, vide supra). The first fraction,
which was eluted with hexane, was [CsHV(CO),).
The second, red fraction, obtained upon elution with
hexane/tetrahydrofuran (1:1), was evaporated to dry-
ness (room temperature, vacuum) to yield 210 mg
(19%) of [Ph;PbV(CO)4). v(CO) (tetrahydrofuran):
1850 and 1880 cm™'; (hexane) 2066vs, 2019m, 1975s
and 1950vs cm ™. In tetrahydrofuran, the compound
more likely i1s described by a contact ion pair
[Ph;Pb][V(CO)] rather than in terms of a 7-coordi-
nate [PhyPbV(CO)g)
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