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Summary: I-Phenylthio-l-trimethylsilylalkanes(1) are prepared in high 

yie'd from l,l-bis(phenylthio)acetals(2) by reaction vith lithium 

nanhthalenide(3) followed by chlorotrimethylsilane. cx-Silylcarbanion§ 

are formed from the alkanes(1) and lithium naphthalenide(3). Subsequent 

reaction vith cerbonyl compounds gave the olefins(4) via the Peterson - 

reaction. 

The ureparation of l-phenylthio-1-trimethylsilylalkanes(1) has 

been described previously 1-3 . They are readily available from phenyl- 

thiotrimethylsilylmethane(2) by alkylation of the anion 192 or Ly the 

addition of alkyllithiums to appropriately substituted olefins3 

(scheme 1). 
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Scheme 1 X=CI or SPh 

In addition to the above methods, l-phenylthio-l-trimethylsilyl- 
alkanes may be prepared from bis(phenylthio)acetals(Z) by the method 

of Screttas 4 and Cohen 5 . The acetal(2) was odded to a solution of 

lithium naphtholenide(Ti Naph)(3)(2.2 equivalents) at -7S°C and 

stirred at this temperature for p.25h.. Quenching the reaction with 

chlorotrimethylsil?ne pave, after vork-un, the alkane(l)(see table 1 

and scheme 2). As bis(ohenylthio)acetals(2) can be prepared from 

aldehydes and thiophenol in the presence of an acid 6 , besides alkylation 

of bis(nhenylthio)methane7, the above reaction formally describes the 

use of I-phenylthio-l-trimethylsilylalkanes(1~ as an aldehyde protecting 

You? because these allCanes have already been converted to their 
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corresponding aldehydes 192 . Although this is feasible, the reaction's 

main use is to provide a new, high yielding method for preparing the 

al_kanes(l) when the R group is not a straight alkyl chain. 

PhS-SPh 
-1 fbuLi 

2)RXz-----, PhS 

RCHO -w-----~~~~‘~ 
Scheme 2 

Unlike the Wittig reaction8, the Peterson reaction' has not 
10 

found such a widespread use to prepare olefins . One of the reasons 

for this is the oc-silylcarbanions are not readily available. Ot-Silyl- 

carbanions have been prepared by the addition of alkyllithiums to 

vinylsilanes 11 , substitution of selenium 
12 

or directly from the silane 13 , 

although this last method gives low yields. The major class of 

d-silylcarbanion has another anion stabilising group present Ir, but 

these, of course, giv- rise to substituted olefins 15 . The reaction of 

l-phenylthio-1-trimethylsilylalkanes(1) with lithium naphthalenide(3) 

is, therfore, a useful general method for preparing ti-silylcarbanions. 

These anions were reacted with aldehydes or ketones 
17 to give, via - 

the Peterson reaction9, the corresponding olefins(&)(see table 2 and 

scheme 3) 

Li Naph 
PhS SiMe3 THF ’ Li’Si Me R’R2co’ 

3 
(1 I -7 8°C 

Scheme 3 

This method of preparing olefins is novel as l-phenylthio-l-tri- 

methylsilylalkanes(1) are masked aldehydes 192 and retrosynthetically 

the olefin is formed by joining two carbonyl groups together:- 
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TABLE 1 

The preparation of l-uhenylthio-l-trimethylsilylalkanes(1) from 

bis(phenylthio)acetals by reaction with lithium naphthalenide 

followed by chlorotrimethylsilane. 

(2) ,R= Yield of (l)(S) 

R 86 

G: 90 82 

iPr 87 

%.l 75 

%u 79 

y5% 72 

Ph sq 

TABI,F: 2 

The ureparation of olefins from l-phenylthio-l-trimethylsilylalkanes(1) 

by reaction with lithium naphthalenide followed by the carbonyl 

compound. 

Yield of olefin(&)(%) 

(l),R= %CRC nPrCHC PhcFfO Ve2CC PhCOVe Ph2CO 

H a 64 77 - 83 71 

c: so 82 74 78 75 86 - 61 76 79 

74 

Ph16 "1 85 76 7c 69 59 
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