Jourmad of Organomeritiic Chemisiry
Elsevier Sequoia S.A. Lausanne
Printzd in The Netherfands

NOTE

Methylation of tetrakis(trichlorosilylallene

Tetrakis(trichlorosilyljallene (I) has been obtained in an interesting study by
Miiller and Beyer! as onc of the products from the dircct synthesis using carbon
tetrachloride and silicon—copper alloy. and also from the dechlorinaton with copper
powder of bis{trichlorosilylidichloromcthane (an intermediate in the direct svn-
thesis).

The dodecamethy! analog of (1), tetrakis(trimethyisitytlallene (I1), has been
shown in this laboratory? to be a product of reaction of certain polvhalobenzenes and
trimethylsilvi-substituted polyhalobenzenes (notably hexachlorobenrzene) with excess
lithium and chiorotrimethylsilane i wtrahydrofuran, The ollenc, () was also
obtained earlier by West and co-workers® in a splendid study. in addition to 1 3. 3-tris-
(trimethylsilyllpropyne by treatment of tetralithiopropyne with chilorotrimethyisilune,
Compound (I1) has now bheen obtained from (1) by methyvlation with methyllithinm

2 Meli

t
(C1,8i),C=C=C(SIClL)y = (Me,8i),C=C=C(SiMeL ),
(1 (m

Apropos the lactle opening of the polvellorophenyl nuclcus, the observations
were made? that the stllene was detected (VPCYwhea a fiestalgquot was removed at the
end of five minutes from the rcaction starting with (pentachlorophenvhtrimethylsilane
and also with 1 4-his{trimethylsitylitetrachlorobenzene. Tn subsequent studws cons
cerned with the scope and mechanisms of such reactions, we have observed thit theae
two polychloropheny! compounds showed the Tormation of allene when aliguots
were removed it the end of one minute. Furthermaoa e, hexachlorobenzene also showed
the formation of allene at the end of one minute.

Addition of methyHithium (0.2 mole, excess) in ether to a solution of {i)
(5.74 . 0.01 mole) in tetrahydrofuran (100 mt}at — 78" showed no apparent reqaction
vapor phase chromatography confirmed the absence of (11) at low temperatures. On
warming to ambicnt temperatures, a precipitate of hithium chionde formed and VPC
indicated the presence of (I1) in the reaction mixture. After stirring {for T h. the excess of
methyllithium was destroyed by addition of chlorotrimethylsitane untit Color Test 17
was negative. Workup and distillation of the product using a semimicro Mester Fauast
spinning-band column gave tetrakis(trimethyisilylatlene (1), bp. 60-62° 01 mm,
ai" 14770 (088 g, 26 8, (hit.? vadues: bop, 69 70702 mm., nf® 1.4770). The infrared
spectrum of the product was identical with that ofauthentic (I showing charactenistic
silicon-methy! and allense bands at 12460 and 1880 cmy ' respectively,
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