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Abstract: A new method for the preparation of allylic alcohols is described. It involves
the formation of unsaturated sulfons and their reduction with lithium.

Since the isolation of brassinolide in 1979 a large amount of its syntheses has been described'.
Those of them are of special interest which include the formation of allilyc alcohols 12 as key intermediates.

They are convenient synthetic precursors both for brassinolide type side chain containing structures 2 and for
other steroids of this series (like 3, for example). However known methods for preparation of 1 are either
- or give low yields of the desired product™.

CHO

multistep

7 ab a: R=Me, R'=Ac
b: R=Pr, R'=Bz

Here we report a simple two step approach for the transformation of aldehyde 4 to the allylic
alcohols 1. At the first stage the aldehyde 4, available from stigmasterol’, was reacted with anions generated
from LDA and B-acyl oxy sulfones 8. The reaction of sulfones and carbonyl compounds is known to lead to -
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hydroxy sulfones®. In the case of B-acyl oxy sulfones 8 we expected the formation of compounds 7. But instead
of them products 5a and 5b were isolated from the reaction mixture’. Probably the treatment of B-acyl oxy
sulfones 8 with 2 eq. of LDA gave the anions 9, which could react both at a- and at y-position. The isolation of
a-products § is in agreement with the literature data. Alkylation of such anions at low temperature was
reported to give a-derivatives predominantly*é.

At the second stage the sulfone group was removed by reduction of § with lithium in liquid
ammoma. The reaction proceeded with simultaneous migration of double bond to give the more highly
substituted alkenes 6a and 6b. It is important to carry out the reduction below -50°C, otherwise a number of
by-products with saturated side chain and/or without hydroxyl group are formed.

In addition, the obtained allylic alcohol 6b was transformed by the known method™ via 23,24-
epoxide into the corresponding 22R,23R-diol in 56% total yield. The spectral data of these compounds are in a
good agreement with those previously reported™”.
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