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The same as previously  [1, 21, a high s tereodireet ivi ty  of the ionic hydrogenation was observed in 
the reduction of the A4-3-keto grouping in the androstane se r ies .  Tes tos terone (D and its derivat ives (D 
(II) and (II1) when t rea ted  with CF3COOH and Et3SiH give predominantly compounds of the 5fi-series (TabIe 
1). 

The 19-CH 3 group exerts  an effect on the s tereodiree t iv i ty  of the reduction of the A4-3-ketosteroids .  
Thus, the yield of the 5 a - e p i m e r  is increased to 40% in the reduction of 19-nor tes tos terone  (IV). The re -  
duction of the A t double bond occurs  initially in the hydrogenation of At#-andros tad ien-3-one ,  with llhe fo r -  
mation of the A4-3-keto compound, which is then hydrogenated further  to the corresponding 5fi-derivative, 
as mentioned above. 

TABLE i 

Starting compound 1 S ~ 
I 
I 

Testosterone (I) [ CHeCI~ 
A4-Androsten-3,17-dione (II) I CH~Ch 
Testosterone propionate (III) CH~CI~ 

�9 CFaCOOH 
19-No-rtestosterone (IV) CH2CI~ 

Time, h Ratio* of iso- 
] mersSB: 5a,% 
] 

44 I 86:14 
83:t7 
86 : 14 

30 96 : 4 
42 60 : 40 

* The ratio of the isomers was determined by GLC. 
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