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O-selenocalkyl lithiums are versatile nucléophilic reagents, readily prepared from carbonyl
compounds, which have already been used for the synthesis of various organic molecules (2},

This communication proposes new synthetic routes to a-seleno aldehydes 3, w-seleno ketones
L, a-seleno esters 5 and a-seleno acids 6, using a-selenoalkyl lithium as one of the two buil-
ding blocks (Scheme I).
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The compounds 3, 4, 5 were previously synthesized (3) by Sharpless, Clive and Reich
from the corresponding carbonyl compounds and were transformed to gf-unsaturated derivatives (3)
when treated with an oxidant.

Generated from the reaction of a methylseleno or a phenylseleno acetal with n-—butyl lithium
at ~ 78°C in THF, the a-methyl as well as the g-phenyl-selenoalkyl lithium reacts with
N, N-dimethylformamide, an acyl chloride or an anhydride, methyl chloroformate and carbon di-

oxyde to yield the corresponding carbenyl compound 3, 4, 5 and € (Scheme I, Table I).

Usually better results are observed when a THF solution of the carbanion 2 (-78°C) is added
to a THF solution of the carbonyl compound cocled to —78°C. As already mentioned, in the case
of the phenylseleno acetals,the other mode of cleavage is also observed (2b) : the phenylated

carbonyl compounds {5 ~ 20 %) are sometimes isolated.
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corresponding gf-unsaturated carbonyl compounds formed in high yield (80 — 90%) (Scheme II);
accerding to our first results the oxidaticn of methylseleno derivatives leads to a lower
yield (40 - 50 %} of of-unsaturated carbonyl compounds (b).
Finally, for the first time,we are able to describe the oxidation of a phenylseleno car-—
boxylic acid to the corresponding gR-unsaturated aclid in good yield (60 %) [1) HEOQ/THF, o°c,
2h; 2) Na,3.0, sclution]
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R = 06;55 R' = CH% 90 % yield
R = CH3 RY = CH, Lo % yield
Ro= C.Hg R'" =1 60 % yield

The proposed synthons have the advantage over the others {3) of wide generality and, in
the case of ketonic compournds, of completely regicspecific introduction of the selenc group

and of the carbon-carbon double bond.
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TABLE I

Reaction A R R, R Yield
0] l—H if L %
Celly g
@ c—c6H5 { CHy 79 %
i
@ c—c6115 H Celig CHy €5 %
)
® c—c5H11 CH3 CH3 CE:HS LYy 7
| < }
@ C=CH,y 06H5 25 %
i
@ C-OCH, CH, CH., C6H5 80 %
® C-0cH, -(—C Oyl ko %
i < }
® C-OCH, c6H5 60 %
?
@ C—OCHB ot C\,:—H“ CHy 4o %
| ¢
@ C-0H C6H5 70 %
xRefer to Scheme 1T w04 purdfded (sllicagel chromatography plates)
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