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We have used the o r thoes t e r  method of glycosylation developed by N. K. Kochetkov et al.  [1-3] for the 
synthesis  of ace ta tes  of glycosides o f /? - s i tos te ro l ,  lanosterol ,  panaxadiol, and 16-dehydropregnenolone [4]. 
In the present  paper  we give the resu l t s  of the synthesis  of ace ta tes  of mal tos ides  of cholesterol ,  f i - s i to-  
s terol ,  and 16-dehydropregnenolone.  The glycosylat ion react ion was accompanied  by the format ion  of e thers  
and of ace ta tes  of the aglycone which were  eas i ly  separa ted  f rom the giycosylat ion products  [4]. 

When 2 ' , 3 , 3 ' , 4 ' , 6 , 6 ' - hexa -O-ace ty l - l , 2 - (1 -me thy l e thy l i dene ) - ce -ma l to se  [5] was condensed with s t e r -  
oid aglycones in boiling n i t romethane  in the p resence  of 0.02 mmole  of HgBr z, s eve ra l  compounds were  
isolated.  

Compound (I). Choles terol  hep ta -O-ace ty l - f l -ma l tos ide  wlth a yield of 42.7%, mp 179-182.5°C, [c~]}~ 
36.6 ° (c 0.24; CHC13). 

Found %: C 63.35; H 8.20. Cs3Hs001~o Calculated %: C 63.33; H 8.02. 

Dlcholes teryl  ether ,  yield 16.2%, mp 199-200°Co A mix ture  with an authentic sample  [6] gave no de-  
p re s s ion  of the mel t ing  point. 

Compound (II). f l -Si tosterol  hep ta -O-ace ty l - /3 -mal tos ide  with a yield of 46.9%, mp 172-174°C, [c~]}~ 
+0.6 ° (c 0.24; CHCI~). 

Found%: C 63.85; H 8.34; C55H~O18. Calculated %: C 64°09; H 8o19o 

Di- /3-s i tosteryl  e ther ,  yield 14.8%, mp 190-191°C. A mix tu re  with an authentic sample  showed no de-  
p re s s ion  of the mel t ing point. 

Compound (III). 16-Dehydropreguenolone hep ta -O-ace ty l - f l -ma l tos ide  with a yield of 29.5%, mp 229.5- 
231.5°C [oe]~ +8.6 ° (c 0.17; CHCI3)o 

Found %: C 60°36; H 7.33. C47H65018. Calculated %: C 60°43; H 7°01. 

16-Dehydropregnenolone acetate ,  yield 22o5%, mp 174-175°C, [a]}~ -27.5" (c 0.98; CHCI$). L i t e r a tu r e  
data: mp 176°C, [oe]}~-33 ° (C2H5OH) [7]. 

The configuration of the glycoside bond was de te rmined  by NMR spec t roscopy .  In the NMR spect ra ,  
the/3 anomer  [8] is cha rac t e r i zed  by a doublet in the region 5 4o4-4.7 ppm with J = 8  Hz due to the proton on 
the glycosidic carbon a tom.  This  fea ture  also appears  in the spec t ra  of the ace ta tes  of cholesterol ,  fl-sito-- 
s terol ,  and 16-dehydropregnenolone ace ta tes  (5 4.54 ppm, J = 8 ° l  Hz; 5 4.54 ppm, J=8 .0  Hz; and 6 4.63 ppm, 
J=  7.6 Hz, respec t ive ly) .  
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