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BIS (TRIMETHYLSILYL) THIOKETONE
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Summary: Tris(trimethylsilyl)methylsulphenylbromide undergoes facile Me3SiBr
elimination to give bis(trimethylsilyl)thioketone.

Many methods are available for the synthesis of acylsilanes1 and their
reactional features have been extensively studied2 and applied to organic syn-
thesis3, whereas only one report has recently appeared on the corresponding
thioketones4. On the other h:nd the chemistry of (Me3Si)2C=x (X=0,S), appears
almost completely unexplored , in spite of the high theoretical interest and
synthetic potential.

We describe below the first synthesis of bis(trimethylsilyl)thioketone (2),
a potential and novel synthon of the thioformyl carbanion. Our route to ga)
shown in the Scheme, is based on the a,B elimination which occurs easily in

many sterically hindered organosilicon compounds6

. i.MeLi{o%)
—> (Me,Si),C-SH —————— (Me,Si),C—SBr
ii. Br, (-78°C) (4)
) (2) ~
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(1) ii.S,
~ iii.H,0/H* (Me Si),C-S-S AT Me,Si\c_s
(Me,Si),C-S-S Me,Si”
(3) (5)

Reaction of tris(trimethylsilyl)methane (TsiH) gl) with 1 equiv. of MeLi
followed by addition of elemental sulfur (1.5 equiv.) in light petroleum gave,
after acidic hydrolysis and column chromatography (n~hexane eluent), TsiSH Qa),

7
(60%; m.p. 175°C) . A solution of E? in light petroleum after treatment with
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1 equiv. of MeLi at 0°C, was cooled to -78°C and bromine (10% molar excess) was
added slowly. The reaction mixture was then warmed to room temperature and the
solvent removed. Vacuum distillation of the brown crude reaction mixture led,
after elimination of Me3SiBr, to QE) as a reddish-violet oil (50%; b.p. 89-90°C
at 2 mmHg), which from GC/MS analysis, appeared to be contaminated by a small

+
amount of the dimer of (2) (M 380)8'9

. Further attempts to purify gi) by di-
stillation or by chromatography on florisil, failed due to the instability of
this compound. The structure of Qa) was confirmed by IR, UV, 13C—NMR and Chemi-
cal Ionisation Mass Spectrometry (C.I.M.S.): IR (neat) 1425, 1250, 1070, 1010,
840 cm—1; uv Amax530, 320, 230mm ﬁPh@QﬂE)E3C—NMR (C6D6) 4.04 (9C), 267.0 (1C)
ppm from TMS; MS, m/z 190 (M), 175, 148, 97, 73.

Vacuum pyrolysis of t%) and Qz) was also investigated as an alternative
route to Qg): heating ga) at 150°C in vacuo (2 mmHg) resulted in a quite complex

mixture containing as the major component, (Me3si)2CHSSiMe resulting from rear-

3
rangement of the starting material; on the other hand pyrolysis of gz) under

the same conditions afforded gi) in good yields together with MeasiSSiMe3 and

other unidentified organothiosilanes.
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