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Chromatography on aluminium oxide may be aooompanied by side reaotions’. 

Ksoently, we have observed a deaoetylation reaotion of high stereoapeoifioity 

prooeeding on alkaline aluminium oxide (pH 6-9) of aotivity IV ( Beanal Fine 

Chemioal Faotory, Budapest 1. The isomers of 16_eoetoxymethylandrost-5-en-3(3 , 

17-diol 3,lGdiaoetates (Ia,IIa,IIIa,IVa 1 underwent seleotive deaoetylation at 

the 16-funotion, when kept in the oolumn under oonditions of usual ohrnmatog - 

raphy . 

1&-9oetoxymethylandrost-5-en-3(3 ,l’!p-diol 3,17-diaoetate (Ia 1 kept 

6-7 days on alkaline A1203 lost its primary aoetoxy group, whils the seoondary 

aoetoxy groups remained intaot to give 16cc-hydroxymethylandrost-5-en-3P ,17@ - 

diol 3,17-diaoetate (Ib); m.p. 195-198, [&,jD= -20°(o 0.5 CECl,). Under siml- 

lar conditions, X~-aoetmLymethylandrost-5-en-3(3,17&-diol 3,17_diaoetate(IIa 1 

oontaining again the 16,17 f’unotional groups in trane orientation with respeot 

to one another resulted 1613-hydroxymethylandroat-5-en-3 [3,17d-diol 3,17-di - 

aoetate (IIb); m.p. 167’, &ID= -30’ (0 0.5 CHC131). 

In order to oonfirm that the deaoetylation ooourred aotually at the pri- 

mary aoetoxy group in both oases (Ia, IIa 1, the already known2 10 was seleoti- 

vely propionylated and the resulted Id aoetylated to give the mixed propionate- 

-aoetate derivative (Ie); m.p. 117-120°, foGJD= -24’ (0 0.5 CHC13) 888 prepa- 

red from 110 through IId. 

Deaoylation of the mixed prOpi.Ont%te-8Oetate i8OImrS tIe,IIe) on alkaline 

A1203 gave rise to Ib and IIb, respeotively, with loas of the propionyl group. 
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Under similar conditions,16~-aoetoxymethylandrost-5-en-3~,17o+ 

diol 3,17-diacetate (IIIa), oontaining the 16,17 functional groups in & 

orientation with respect to one another, underwent deaoetylation to give 

16d-hydroxy: ethylandrost-5en-3 IJ ,17*-dial 3,17-diaoetate (IIIb). We had 

already prepared 3 this compound (IIIb) by treating the oyolio ortho-ester 

IIIe with methanol in the presenoe of p-toluenesulphoni: aoid. However , 

compound IIIb transformed further on the alkaline A1203 to 1110; m.p.159- 

161°, L&7,= -61’ ( c 0.5 CHC13), by soy1 migration, followed by oleavage 

of the newly formed primary acetoxy group to give IIId. 

16p-Aoetoxymethylandrost-5-en-3? ,170~diol 3,17-diaoetate (IVa 1 

oootaining again the 16,17 functional groups in ois orientation behaved 

similarly to IIIa and gave IVb on alkaline A1203. Compound IVb, already 

prepared3 by degradation of cyolic ortho ester IVe, proved to be unstable 

under experimental conditions and underwent aoyl migration to give IVo ; 

m.p. 136-138’, J&,/R = -12’ ( o 0.5 CHC13). Further deaoetylation of 

IVo at the primary acetoxy function resulted IVd. 

Accordingly, the isomers oontaining the 16,17 funotional groups 

in trans orientation with respect to one another (Ia, IIa) undergo de - 

acetylation at the primary aoetoxy group to give Ih and Ilb, respectively, 

while in oase of the other two isomers containing these functional groups 

in ois orientation (IIIa, IVa), the corresponding diaoetates (IIlb, IVb) - 

obtained by cleavage of the primary aoetoxy groups reaot further to give 

monoacetates (IId, IVd) an aoyl migration and a seoond deaoetglation. 

The authors are indebted to the Chemioal iyorks of Gedeon. Riohter 

(Budapest 1 for support of this work. 
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