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As was a l ready r epor t ed  e a r l i e r  [1], mil iacin (I), mp 282-283~ was isola te  d f rom pulver ized mil let  
seeds  of the s t ra ins  Saratovskii  853 and Podolyanskii  24/~73 by extract ion with e ther ,  and to it was assigned 
the s t ruc tu re  of a pregnane der ivat ives  on the basis of qualitative reac t ions ,  UV, IR, and NMR spect ra l  
data. The empi r ica l  fo rmula  C23H~10, resul t ing f rom elemental  analysis  data, was assigned to the compound. 

E X P E R I M E N T A L  

Our investigation of (I) showed that miliacin has mp 285-286 ~ (from ethyl acetate) ,  [~D25+ 16 ~ (C1, 
CHC13) and gives a posit ive reac t ion  with C (NO2) 4. On the basis  of mass  spec t ra l  data, (I) has a tool. wt. 
of 440, which also ag rees  with the resu l t s  of elemental  analysis .  Found: C 84.54, 84.76; H 12.08, 12.29~ 
C31H520. Calculated: C 84.48; H 11.89%; mol. wt. 440.73. It also follows f rom the mass spect rum that (I) 
has the s t ruc tu re  of a pentacycl ic  t r i te rpenoid  alcohol, since the main peaks (at m / e  440, 408, 204, 189, 
177) cor respond  to f ragmentat ion of A 18-oleaenes [2] (for A 12 -oleanenes,  a peak at m / e  218 is charac te r i s t i c  
and for  A13 (18)_derivatives, at m / e  205. Examination of the NMR spec t rum of (I) also demonst ra ted  the 
p resence  of one double bond (the signal of the vinyl proton at 4.82 p.p,m.).  

Miliacin is not hydrogenated in the p resence  of 30% Pd/CaCO 3 in ethyl acetate ,  is not dimethylated 
with C~H6N.HC1 at 210 ~ and is stable upon pyrolys is  (heating in a sealed ampule 330 ~ 3 h), but upon 
t rea tment  of (I) (0.23 g) with acet ic  anhydride (15 ml) and paratoluenesulfonic acid (0.046 g) (boiling 20 
rain) or  upon reac t ion  of 0.02 g of (I) with BF s e thera te  (10 ml) in (CH3CO)20 (1.5 ml, 20 ~ 48 h), a C3OH~8 
hydrocarbon is obtained in a yield of 62% [3], mp 126-127 ~ (from acetone),  [~]D25+ 58.4 ~ (C1, CHCll). This 
hydrocarbon,  to which s t ruc tu re  (II) is assigned,  gives a positive reac t ion  with C(NO2) 4 and is not hydro-  
genated in the p resence  of 30% Pd/CaCO3 in ethyl acetate  or  with PtO2 in CHICOOH at 100 ~ (80 arm). 

The s t ruc tu re  of (II) was conf i rmed by the IR spec t rum (absence of a band at 1110 cm -1 co r r e spond-  
ing to the -OCH3 group) and the NMR spec t rum (presence of a vinyl proton at  C18 of 4.82 p.p.m, and the total 
absence of signals in the region 2.68-1.59 p.p.m.,  cha rac te r i s t i c  for  the methyls  ofan isopropyl idene  group). 
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On the bas is  of the obtained data, mil iacin is 3f l-methoxygermanicene (3fl-methoxy -Al8 -oleanene),  
and (H) is 8,10,14-trimethyl-Z~ (5) '8-neooleanadiene. This coincides with data of [4], in which a compound 
was also isolated (from Japanese  var ie t i es  of millet) having mp 283 ~ to which the s t ruc tu re  of 3fl-methoxy- 
ge rmanicene  was assigned on the basis  of UV, IR spec t ra  and a s e r i e s  of chemical  t r ans format ions .  

(I) in a maximum soluble dose (in alcohol) does not suppress  the growth of Staph. aureus  209P., E. 
Co!i., and Candida albicans.  
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C O N C L U S I O N S  

On the basis of mass and NMR spectral data and a series of chemical transformations, the structure 
of 3fl-methoxygermanicene (3fl-methoxy-A tS-oleanene) has been assigned to miliacin. 
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