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3g-Hydroxypregnenes with a double bond at  Cz4 can be used as the starting mater ia ls  for syntheses of steroid aBly- 
cones. One of the methods of obtaining compounds of this type is the reduction of 14, 16-dienes with sodium in propanol 

or with l i thium in liquid ammonia  [1]. 

In order to obtain a l lopregnane-14,  16-diene,  we subjected 3B-hydroxyal lopregn-16-en-20-one  ace ta te  (I) to 
a l ly l  brominat ion with N-bromosuccinimide in carbon te t rachlor ide  solution [2]. The subsequent spli t t ing off of hydrogen 
bromide was carried out by boil ing the bromide with a solution of sodium iodide in acetone [3]. The crude diene was 
chromatographed through a column of s i l ica gel .  The column was eluted with a mixture of benzene and ethyl ace ta te  in 
a rat io  of 30:1. The first fractions of e lua te  contained the unchanged a l lopregn-16-ene  ace ta te  (I) and the later fractions 
the diene (II), which had mp 175-178 ° C (from a c e t o n e - m e t h a n o l ) ;  [ a ] ~  +416.0 :t 2.5 = (c 1.70; chloroform). UV spec-  
trum; xCzH5 OH 310 m~ (log e 4.I5) [4]. The yield of II taking into account the a l lopregn-16-ene  ace ta te  (I) recovered 
was 40=4"'5=~. Saponification of the ace ta te  (II) with potassium hydroxide in ter t iary butyl  a lcohol  [4] led to 33-hydroxy-  
pregnane-14,  16-d ien-20-one  (III), with mp 159-160.5 ° C (from ethyl ace ta te) ,  [a]~ + 439.5 J: 2.5* (c 1.25; chloroform). 

uv spectrum: XCm, # 310 m ,  ( log ,  4.2). 

Reduction of II with sodium in liquid propanol gave a l lopregn-14-ene-3B,  20c~-diol (IV) with mp 184-185.5* C 
(from ethyl ace ta te) ;  [~t]~ + 29.4 + 1.5 ° (c 0.76; chloroform). The IR spectrum lacked absorption in the region of ester 
and CO groups. The yield of crude diol  (1V) was 40-45%, Acety la t ion  of IV with ace t ic  anhydride in pyridine yielded 

the d iace ta te  V with mp 153-155 ° C (from acetone);  [a]~ + 15.2 ~ 3.0 ° (c 0.99; chloroform).  
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In compound IV the double bond at Cz4 and the B-configurat ion of the side=chain at Cz7 are shown by the oxidat ion 
of IV with chromic anhydride to a l l o p r e g n - 1 4 - e n e - 3 , 2 0 - d i o n e  (VI) [1], with mp 188-190 ° C (from acetone);  [a]~) +75.8 
:t 3.5 ° (c 0o53; chloroform).  The negat ive  increment  of the difference in the molecu la r  rotations of the d iace ta te  V and 
the diol  IV([M]D for the d i ace t a t e  V +61.2°; [M]D for me diol  IV +93.6°; A[M]D -82 ,4  °) shows that  the hydroxy group 
a t  Ca0 in the pregnenediol  IV has the ¢x configuration [1, 5]. An addi t ional  conf i rmat ion of this is the conversion of IV 
.on hydrogenat ion over Pt into a l lopregnane-38 ,  20ct-diol  (VII) [5] with mp 215-216 ° C, [¢r] 18 +21.4 :t 4.3 ° (c 0.72; 

chloroform). 
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