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A difference in the s t e r i c  hindrance of the hydroxy groups (3~ and 11~) in the molecule  of 3~,  l l ~ -  
d i h y d r o x y - 1 6 a - m e t h y l - 5 f l - p r e g n a n - 2 0 - o n e  (I) was shown on the bas i s  of the hydrolys is  of its diacetate .  
However , th i s  difference does not appea r  in the ace ty la t ion  of the diol (I) [1]. 

We a s s u m e  that the g r e a t e r  access ib i l i t y  of the 3~-hydroxy  group could be obse rved  in the reac t ion  
of the diol (I) with a reagent  more  voluminous than an acetyl  der iva t ive  - pivaloyl  chlor ide .  In this reac t ion ,  
the 3¢~-monopivalate OI) is f o r m e d  unambiguously even with a cons iderable  excess  of the acid chlor ide.  

To a solution of 0.1 g of 3(~, l l G - d i h y d r o x y - 1 6 ~ - m e t h y l - 5 f i - p r e g n a n - 2 0 - o n e  (I) in 3 ml  of pyridine at 
~ 20°C was added 0.085 g (8-fold excess)  of pivaloyl  chloride [2], and af ter  a day the reac t ion  mix tu re  was 
poured  into a mix ture  of 4 ml of concent ra ted  HC1 and ice. Then it was ex t r ac t ed  with methylene chloride 
and the ex t rac t  was washed with wa te r ,  with sa tu ra ted  NaHCO S solution, and again with wa te r ,  and was dr ied 
and the solvent  was evapora t ed  in vacuum. The res idue  was r e c r y s t a l l i z e d  f r o m  benzene with hexane, giving 
11¢~-hydroxy-3-pivaloyloxy-16¢~-methyl -5f l -pregnan-20-one  (II) with mp 169-172°C; V m ~  1700 (CO) and 
3480 c m  - I  (Oil). 
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The C and H values found corresponded to the calculated figures. 

The PMR spectrum of the 3(~-monoester (II), as compared with the spectrum of the diaoetate [1], 
shews an upfield shift of the less multiplet SigTml f rom the C n proton (6 3.88 ppm), since the hydroxyl at 
Ci l  is not esterif ied; at the same time, the signal f rom the proton at C S does not change its position (~ 4.74 
ppm). The features of the PMR spectrum show that the less blocked hydroxyl in position 3 ander~vent 
esterifioation. 

Thus,  by using the different  s t e r i c  hindrances  of the hydroxy groups of 3~,  l l e - d i h y d r o x y - 1 6 e -  
me thy l -5 f l -p r egnan -20 -one  it is poss ib le  se lec t ive ly  to obtain its e s t e r s  in posi t ion 3 or  posi t ion 11. 
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