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Abstract: Radical hydrogenolysis of the bromohydrin acetate1 with Bu3SnH surprisingly leads to 
the 6+acetoxy derivative IJ and not to the expected product i. Structural requirements of this 

stereospecific rearrangement are discussed. Isotopic labeling demonstrated that the rearrange- 
ment proceeds as a 1,2-shift involving the ether oxygen of the acetoxy group (g-g) in 
contrast to an earlier observation. 

Reductive removal of halogens by means of Bu3SnH is an established, mild and reliable me- 

thod which tolerates various functional groups in the substrate molecule’. We have used this ra- 

dical reduction in a number of instances both for structure elucidation and synthetic purposes 

and we have always obtained good yields of the expected products’. 

Recently we have studied the reactivity of the diacetoxycholestene&towards electrophilic 
3 

reagents . On HOBr additionL afforded a single bromohydrin as the only isolable product (56%) 

for which two structures (2 or?) could be suggested (Scheme 1). Though the spectral data3 (IR, 
1 

H-NMR) together with the mechanistic considerations ’ strongly supported structure2, they 

still gave no conclusive evidence for the unambiguous assignment5. In order to achieve the final 

proof we attempted to remove the bromine atom by treatment with Bu3SnH under the standard condi- 

tions (i.e. reflux in C H 6 6 with a catalytic amount of AIBN)l. We expected formation of 4 from 2 
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