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Simmons-Smith methylenation of .5.6-unsaturated steroids represented by formulae 

l-6 has been studied. The conditions used were similar to those described previously 

by Joska et al.l" for the analogous B-norsteroid derivatives. Products obtained are 

represented by formulae 9-12, 16-19, 23, 2 4, 28 and 29. Each reaction lead to a 

mixture of the both epimeric cycle derivatives, and usually better yields were obtained 

with the acetates than with the alcohols. It has not been observed any influence of the 

configuration of the hydroxyl group at C 
(3) 

on the stereochemicel course of the re- 

action. These results are different from those described recently by Templeton and Wie3. 

The configuration of the cyclopropane ring in the adducts has been assigned on the 

basis of the NMR evidence and also follows from the stereochemicel course of the 

solvolytic reactions of the corresponding mesylates. The cationic species generated on 

acetolytic conditions from the mesylate 13 having favourable stereochemistry for further 

reaction with the cyclopropane ring gives rise to the endomethylene derivative 39. On 

the other hand, the ionic intermediates derived from the mesylates 20 and 30 undergo 

rearrangement followed by conjugative stabibsation the resuli 

40. By standard reactions the anaIogues of the physiological 

35-38 have been synthe sised. 

being the B-homoderivative 

active steroids 32-34 and 
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