Tetruhedron Letters Vol., 21, pp 4763 — 4766 0040=-4039/80/1201-4763802 .00/
sron Press Lid, 13880, Printed in Great Britain
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Summary: Bis(phenylthio)acetals can be lithisted with
n-putylithium-N,N,N',N'-tetramethylethylenediamine

complex in hexsne and consequently alkylated,

Bis(phenylthio)acetals (1), unlike dithians (2)2’3 have not
found widespread use becsuse of the difficulty of alkylating the
1ithium derivative?”
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The bis(phenylthic)acetals {1) will form the lithium

derivative with n-butyllithium in tetrahydrofuran (THF) and these
have undergone conjugate additions to o, B -unsaturated ketones
after formation of the cupratee.

Blatcher sand Warren' have found that the bisthioacetals (1)
will react with aldehydes and ketones when the anion is formed
using n-butyllithium in THF in the presence of N,N,N',N'-
tetramethylethylenediamine (TMEDA) to give the adducts (3) in

good yields.
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The problem, therefore, seems not to lie in anion formation
but in the alkylation step.

We have found that (1; R=Ph or alkyl) ean be allkylated
with alkyl iodides by treating (1) with n-butyllithium -

TMEDA in hexane at 0°C followed by the alkyl halide,
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The results are given in the tables.

Bia(phenylthio)phenylmethane (1; R=Ph) could be alkylated with
little loss in yield using n-butyllithium-TMEDA in THF, at 0%
while using the same conditions with (1; R=alkyl) gave only small
amounts of alkylated product.

The best results were obtained with primary alkyl lodides.

In a typical experiment TMFDA (1l.lmmol) was added to an
efficiently’ stirred solution of n-butyllithium (1.05mmol)
of a 1.4M solution in hexane) under nitrogen at 0%. After 0.25h.,

the bis(phenyithio)acetal (1)1O (1

.Ommol) was added and after
stirring at 0°¢ for 1lh., the alkyl iodide {1.0mmol) was added.
The reaction was quenched with saturated aqueous ammonium

chloride and extracted with ether to give, after chromatography,

the product (4).
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table
1)  PBuli/TMEDA/hexane/0°C -
2) R'I -
Tields of (4) (%)2'P
Rz

Me Et

97 93

85 82

92 89

90 86

78 T4

38 8,

61 65

91 A

63 58

a. 1solated yields

b. new compounds have been characterised
¢. these reactions were earried out using THF as solvent.

Yields were slightly lower if no solvent was used.
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