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We have continued a study of all the ex t rac ted  substances  of s te ro id  na ture  isolated prev ious ly  [1] f r o m  
the bulbs of Allium ka ra t av i ense  Rgl. (family Alliaceae).  By chromatography  of the extract  on SiO 2 [with 
elution by c h l o r o f o r m - m e t h a n o l  (25 : 1)] we have isolated 0.33% (on the a i r - d r y  weight of the raw mate r ia l )  
of a g lycoside  (IV), C40HssO12, mp 294-296°C (ethyl acetate);  [o~]]~-98.1 ± 2 ° (c 1.64; pyridine); ~ C2HsOH 230 

max  
nm (log ¢ 4.20); v kBr  3400-3580 (OH); 1710, 1280 (ester  group); 870, 900> 930, 995 (spiroketal  chain, R 

max 
se r i e s )  [2, 3]; 1605, 1585, and 720 cm - i  (benzene ring).  

The alkal ine hydrolys is  of compound (IV) in a l~c methanol ic  solution of KOH gave  a glucoside (II) iden- 
t if ied as all iogenin g lucopyranos ide  [1, 4]. Benzoic acid was found in the hydro lyza te  by TLC. The acid 
hydro lys i s  of (IV) with 5% of tIC1 in methanol  at the boil for  2.5 h led to the product ion of a mix ture  of genins 
(I) and {III) s epa ra t ed  by ch romatography  on s i l ica  gel. Elution by c h l o r o f o r m - m e t h a n o l  (100 : 1) gave the 
genin (III), which we have cal led kara tav igen in  B, C34H4807, mp 301-303°C (methanol), [a]}~-  84.7+ 2 ° (c 1.18 
pyridine);  ~ C2H5OI-I230 nm (log ¢4.14); AKBr 3400-3500 (OH); 1695, 1280 (ester  grouping); 870, 903>930; 

m a x  max 
990 (spiroketal  chain R ser ies) ;  1603, 1590, 720 cm -1 (benzene ring). In the m a s s  spec t rum of kara tavigenin  
B (170°C, 40 eV), in addition to the mo lecu l a r  ion with m / e  568 and the peaks  of ions with m / e  509, 499,496, 
454, 439, 42 ,*139, and 115, which a r e  cha rac t e r i s t i c  for  the f ragmenta t ion  of s teroid  sapogenins [5], t he re  
w e r e  f r a g m e n t s  of benzoic  acid with m / e  122 (C7H602) and 105 (C7H50). 

The genin (I), eluted with c h l o r o f o r m - m e t h a n o l  (20: 1), was identified as all iogenin [4]. 

1 R:.---- R~ = H 
I1 R;= H; RI = C6HtiO5 (D-glucose residue) 

Ill R = C6H5CO; .Rt = H. 
IV R = %HsCO; R1 = C6HnO5 (D-glucose residue) 
V R = H; R, = C6H~CO. 

The  combinat ion of fac ts  given shows that kara tav igen in  B is alliogenin benzoate.  Since in the NMR 
spec t rum of (IV) in the  5 .95-ppm region the re  is a broad {Wl/2 ~ 20 Hz) signal of an axial  proton geminal  
to a benzoa te  group, and the alkal ine hydro lys i s  of this g lycos ide  f o r m s  all iogenin pyranos ide  (II), it follows 
that the benzoic acid must  es te r i fy  the hydroxyl at C 2. Thus,  kara tav igen in  B is all iogenin 2-O-benzoate ,  
and the g lycos ide  ( IV)is  its 3-O-/3-D-glucopyranoside .  All iogenin 3 -O-benzoa te  (V) has been isolated p r e -  
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viously f r o m  the s a m e  plant [1], and now, in o rder  to dist inguish Lhe two i s o m e r i c  benzoates ,  it is des i rab le  
to call  this kara tav igen in  A. 
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