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As repor ted  prev ious ly  [1], f r o m  the skins of the bulbs of All ium g tgan teum Rgl. (family All iaceae) 
we have isola ted a new s te ro id  s a p o g e n i n -  neoagigenin, C27H4405, nap 269-270"C (from methanol) ,  [ a ] ~ - 7 6 . 0  ° 
(c 1.45; chlorogorm).  The ace ty la t ion  of (I) gave t r i -O-ace ty lneoag igen in  flI), C33H5008, mp 143-1460C(from 
methanol) ,  [~]D--177"3° (c 1.76; ch loroform) .  The NrlVIR spec t rum of the sapongenln fl) [0.74 - 3 H at Cl8, s; 
0 . 9 6 -  3 H at C27, d, J = 6  Hz; 1 . 0 2 -  3 H at C2i, d, J = 7  Hz; 1 . 2 8 -  3 H at C19, s; 3.25 - H at C26, m; 3 . 9 7 -  
4 H at C 2, C 3, C6, and C26, m; 4.40 - H at C16, m] con f i rms  its a ss ignment  to the 25S s e r i e s  [2, 3]. 

The consumption of one mole of sodium per ioda te  in the oxidation of neoagigenin fl) shows the p r e s -  
ence of a diol grouping in its molecule .  

As a resu l t  of the i somer i za t ion  [4] of the genin fl) we isolated compounds fIV) and (VII). The sapogenin 
(IV) has the composi t ion  C27H4405, M + 448, mp 265-267°C (from methanol) ,  [~]~ - 7 4 . 2  ° (c 1.33; ch loroform) .  
u K B r  3300-3500 (OH), 872, 905 > 927, 965 cm -I  (spiroketal  chain of the 25R se r i e s )  [5]. NMR spec t rum of 
f f ~ . -  0 . 5 3 - 3  H a t  C27 , d, J = 5  Hz; 0 . 7 4 - 3 H a t C t s ,  s; 0 . 9 8 - 3 H a t C 2 1 ,  d, J = 6  Hz; 1 . 2 7 - 3 H a t C 1 9 ,  s; 
3.35 - 2 H at C26, m; 3.90 - 3 H at C 2, C 3, and C 6, m; 4.35 - H at C16, m.  Thus,  the genin (IV), which we 
have cal led agigenin, is the 25R i s o m e r  of neoagigenin (I). By the acetyla t ion of agigenin (IV) we obtained 
the t r i ace ta te  (V), C33Hs008, with a double nap of 126-130°C and 195-197°C (from methanol) ,  [ ~ ] ~ - 1 1 0 . 5  ° 
(c 1.26; ch loroform) .  The sapogenin (VII), with M + 430 and nap 238-241°C (from methanol) ,  [c~]~-115.2 ° 
(c 1.69; ch lo roform)  was identified as yuccagenin  [6]. The fo rmat ion  of yuccagenln  (VII) shows the posi t ion 
of the hydroxy groups in the molecule  of neoagigenin in posi t ions  2~, 3#, and 6. 

The se lec t ive  oxidation of (I) by N-bromosucc in imide  [7] gave the ketone (VI), C27H4205 with mp 240- 
242°C {from methanol),  [ ~ ] ~ - 1 0 2 . 2  ° (c 1.60; ch loroform) .  The nature of the optical  ro ta to ry  d i spers ion  
curve  of compound (VI) with a negative Cotton effect  (c 0.072; methanol;  [M]309-4030, [M]271 +1340) shows 
the t rans  l inkage of r ings A / B  [8]. 

The se lec t ive  saponif icat ion with a 0.5% methanol ic  solution of KOH of the t r i ace ta t e  (II) enabled us 
to obtain the monoace ta te  (III), C29H4606, with mp 199-202°C (from methanol),  [ ~ ] ~ - 6 9 . 9  ° (c 1.61; ch loro-  
form) .  In the NMR s p e c t r u m  of (Ili) the pro ton  geminal  to the aeeta te  group resona tes  in the 5.00 ppm r e -  
gion with Wl/2 ~8 Hz, which shows the axial a r r a n g e m e n t  of the acetyl  group at C 6. Thus,  neoagigenin fl) 
is (25S)-5a-spirostan-2~,3/3,6fl- tr iol ,  and agigenin ( IV)is  (25R)-5~-spirostan-2c~,3/L6fl-triol.  
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From the total s tero id  genins obtained f rom the f lo rescences  of A. giganteum we isolated f l -chloro-  
genin with mp 228-231°C (from benzene), [ ~ ] ~ - 7 0 . 3  ° (c 1.75; chloroform) [9], and also a mixture  of the 
genins (I) and (IV). The l a t t e r  were separated by chromatographing the i r  acetates  on s i l ica  gel. 

The NMR spec t ra  were taken on a JNM-4H-100/100 MHz instrument  {CsDsN, HMDS, 5 ,ppm),  
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