
A compara t ive  study of the PMR spec t ra  of tavulin and its de r iva t ives  and of tanachin [5] showed that these  
lactones  differ  only by the subst i tuent  at  Cla. Apparent ly ,  tavu| in  is i somer i c  with ta t r id in  A [6-8] and is 1 ,6~-  

dihydroxy-lf1,6f1,7 ~ ,8fl - H - g e r m a c r a - 4  ,9 ,11 (13) - t r i en -8 ,12-o l ide :  
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S T E B O I D  G L Y C O S I D E S  

XXII, BOCKOGENIN GLYCOSIDES 

P. K. K i n t y a  a n d  V. A.  H o b e i k o  UDC 547.918 + 547.917 

Xhe p repa ra t ion  f rom the l eaves  of Agava a m e r i c a n a  of g lycosides  of hecogenin - agavos ides  - has been 
r epo r t ed  previous ly .  This plant is one of the sources  of s te ro id  glycoside.  However ,  in view of the detect ion 
of eve r  new p rope r t i e s  of r ep r e sen t a t i ve s  of this c l a s s  [2] it is n e c e s s a r y  to seek  o ther  methods for  extending the 
va r i e t y  of  s te ro id  g lycos ides .  

In the p resen t  communica t ion  we desc r ibe  new glycosides  obtained by the chemica l  modif icat ion of agavo -  
s ides  A, B, and C ' .  These  compounds were  t r ea t ed  with NaBH 4 in methanol ic  solution at 50°C for  th ree  hours .  

The reac t ion  products  we re  f reed  f rom inorganic impur i t i e s  on Sephadex LI~-20 (eluent CH3OH ) and f rom 
res idues  of the s ta r t ing  m a t e r i a l  on a column of s i l ica  gel in the CHC13-CHaOH-H20 (13 : 5 : 1 ) ,  sy s t em.  In al l  
ca ses  the yield was not l e s s  than 90%. 

The reduction of the keto group in the genin of  the agavosides  - h e c o g e n i n  - t h a t  took p lace  as the resu l t  
of the reac t ion  was shown by  a study of the products  of comple te  acid hydro lys i s  of the new compounds.  In all 
c a s e s ,  the aglycone isola ted was identified as rockogenin f rom its mel t ing  point (217-220°C), [~]~  value (63°), 
and its Rf value in the p re sence  of an authentic sample  [3]. 

The study of the monosaccha r ide  f rac t ion  of the hydrolyza te  by paper  ch romatography  and GLC of the a l -  
donon i t r i l e  ace ta tes  der ived  f rom the monosaccha r ides  show that  the ca rbohydra te  moie ty  in each of the g lyco -  
s ides  had remained  unchanged. 

Below we give the phys icochemiea l  c h a r a c t e r i s t i c s  of the rockos ides  (ag lycone-rockogenin}:  
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13ockoside Carbohydra te  Composi t ion mp, °C [a ]~ ,  deg Bf* 

A Galac tose  233 -236 - 5 0  0.76 
B Galac tose  - g l u c o s e  (1 : 1) 250-253 - 4 0  0.69 
C'  Galac tose  - g l u c o s e - x y l o s e  (1 : 2 : 1) 225-228 - 7 5  0.56 

* The 13f values  w e r e  de t e rmined  for  TLC (L 5/40 s i l ica  gel ,  Chemapol ,  Czechoslovakia)  in the CIqC13-CH3OH- 
tt20 (65:35:7)  sy s t em.  
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Diosgenin and neotigogenin glucosides  have been obtained by the Koenigs - Knorr  method [1] in V. T. Cherno-  
b a i ' s  modif ica t ion [2]. 

Ace tobromoglueose  [3] was condensed with diosgenin and neotigogenin. The reac t ion  products  were  sapon i -  
fled with a solution of ammon ia  in methanol .  Then ch roma tog raphy  on a column of SiO 2 gave the fl -D-g lucos ides  
of diosgenin and neotigogenin with yields  of 49 and 38%, r e spec t ive ly ,  reckoned on the genin that  had taken pa r t  
in the reac t ion .  

Neotigogen~n glucoside ,  C3si-t5408, had mp 280-281°C (ethanol) [~]~ - 6 7  -~3 ° (c 0.79; pyridine) .  KBr , Pmax:  
3550-3250 (OH), 995,980,  925 >900 ,855  cm -1 (spiroketal  chain of the 25 S s e r i e s ) .  NMB spec t rum (CsDsN), ppm: 
0.59 (3 H at  C-18,  s) ,  0.76 (3 t] at C-19,  s), 1.03 (3 tt at  C-27, d, J = 7 I-tz), 1.10 (3 tt at  C-21,  d, J = 6 Hz),  3.30 
(H at C-26, doublet  with broadened components ,  Jgem = 11 Iqz, Jvic -~ 2.5 H3), 3.80-4.60 (7 I-] at  C-3,  C-16,  C-26, 
C - 2 ' , C - 3 ' ,  C - 4 ' , a n d  C - 5 ' , a n d 2 H a t  C-6 ' ,  m) ,  and 4.87 (Ha t  C - l ' , d , J =  I - I z - f l - c o n f i g u r a t i o n o f t h e g l y c o -  
sidle bond [4]). M + 578. 

Diosgenin glucoside ,  C33H5208, had mp 266-268°C ~methanol); [~1~ - 9 6  ~-3 ° c 1.10; pyridine) .  ,KaBr: 3300- 
3150 (OH), 9 8 0 , 9 6 0 , 9 2 0 < 9 0 0 , 8 6 0  cm -1 (spiroketal  chain of the 25 13 se r i e s ) .  NM13 spec t rum (C5DsN), ppm: 0.55 
(3 B at  C-27,  poor ly  reso lved  doublet),  0.70 (3 tt at  C-18,  s ) ,  0.78 (3 H at C-19, s) ,  1.02 (3 tt at  C-21, d, J = 7Hz)  
3.43 (2 It at  C-26,  m) ,  3.70-4.60 (6 t] at  C-3,  C-16,  C -2 ' ,  C - 3 ' ,  C-4 ' ,  and C-5 ' ,  and 2 tI at  C-6 ' ,  m) ,  4.85 (H at  
C - I ' ,  d, J = 8  tlz),  and 5.20 (H at C-6,  m).  M + 576. 

L i t e r a tu r e  informat ion-  mp  269-271°C, [ (~]~ -103 ° (dioxane) [5]. The NM13 spec t ra  were  taken on a JNM- 
4H-100 ins t rument  (100 MItz,  IqMDS, 6 sca l e ,  ppm),  and the m a s s  spec t r a  on a MKh-1303 ins t rument .  
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