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ALDEHYDES FROM AIXKYLITTHIUMS WITH 2-CARBON HOMOIDGATIO!TI

by DAVID J. AGER

Department of Organic Chemistry, Robert Robinson
Laboratories, P.0. Box 147, Liverpool 169 3BX
Summary: 1-Phenylthio-trimethylsilylalkanes, which
are readily converted to aldehydes, are prepared by the addition
of alkyllithiums to phenylthioethene, trimethylsilylethene and

1-phenylthio-1-trimethylsilylethene.

It has already been shown that l-phenylthio-l-trimethylsilyl-
alkanes (1) can be converted to aldehydes by oxidation to the

sulphoxide, thermal rearrangement and hydrolysiaz’B:

Phs*s.Me —-—-9-‘; Phg’L‘SIMe AL, reHo

(1) “hat 2,0

The silanes (1) have been prepared by alkylation of
phenylthiotrimethylsilylmethyllithium®?>, ve now wish to report
alternative preparations of (1).

Alkyllithiums add to phenylthicethene (2) in diethyl ether
at 0°C in the presence of N,N,N!,N'~tetramethylethylenediamine
(TMEDA) to give the lithium derivatives (3) in high yield*.

Silylation with chlorotrimethylsilane gave (1) (see scheme 1 and

table 1).
SPh SPh SPh
Et, 0/0°C SiMe,
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In a similar manner, alkyllithiums added to trimethylsilyl-
ethene (4)° to give (5), which when treated with phenylsulphenyl
ehloride or diphenyldisulphide gave {1) (see scheme 2 and table 2).

The ylelds were not as high as those obtained using the sequence

SiM smue3 SiMe.
— R;,/mggéa o
Et,0/0°C or
2
(4) (5) PhySo )

Scheme 2.

Finally, the silanes {1) were prepared by the additicn
of alkyllithiums to 1l-phenylthio~l-trimethylsilylethene (6)6’7
(see scheme 3 and table 3)8. The vinylsilane (6) was prepared
by quenching 1—1ithio—l-phenylthioethene9 with chlorotrimethyl-

silane (scheme 3).
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Scheme 3.
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Table 1.
(2) 1) RLi/Et,0/TMEDA/0%C 5 o))
2) Meysicl
R Yield of (1) (%)
Me 81
1 85
Ph 73
Table 2.
4) 1) RLi/Et.,0/TMEDA/0°C > (1)
2) Rsx
R= X= Yield of (1)(%)
Me c1 53
Me SPh 62
gy c1 60
Dpy SPh 67
Ph c1 51
Ph SPh 55
Table 3.
(6) RL1/Et,0/TMEDA/0°C - (1)
R= Tield of (1)(%)
Me 89
Ppu 85

Ph 78
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