
T H E  S T R U C T U R E  OF A N H Y D R O D E M E T H A N O L L A P P A C O N I N E  

V .  A.  T e l ' n o v ,  M.  S. Y u n u s o v ,  
a n d  S. Y u .  Y u n u s o v  

UDC 547.944/945 

In o rde r  to obtain additional conf i rmat ion of the s t r u c t u r e s  proposed  prev ious ly  for  anhydrodemeth-  
anollappaconine (I) and anhydrodemethanol lappaconidine (11) [1, 2], we have p e r f o r m e d  the hydrogenoly-  
s is  of  the methoxy group of (I1), which is in the a posi t ion to a carbonyl  group, in acet ic  acid in the 
p r e s e n c e  of zinc dust.  However ,  instead of the expected hydrogenolys is  of the methoxy group, the 
monoaceta te  of (1D was fo rm ed  in quantiative yield; in i ts  NMR spec t rum were  found the signals  of 
one aeetyl  group at 1.93 ppm (singlet) and of a proton geminal  to the acetyl  group in the fo rm of a 
poor ly  reso lved  quar te t  at 4.93 ppm (J1 12 Hz; J2 6 Hz), i .e. ,  acetylat ion of the hydroxy group at C-1 
had taken place .  Under the conditions of m a s s  spec t rome t ry ,  the acety l  group at C - l ,  in cont ras t  to 
the si tuation in re la t ion  to the spec t r a  cons idered  p rev ious ly  of the cor responding  der iva t ives  of 
songorine [3], does not affect  the main  f ragmenta t ion  pathway, since in the m a s s  spec t rum of the 
monoaceta te  of (IB, as  in the m a s s  spec t rum of (ID the m a x i m u m  peak is  that  of the ion M - 4 3  ( M -  
28-15)  and the peak next in intensi ty is  that of M - 2 8  (3170). To conf i rm the poss ibi l i ty  of the acetylat ion 
of the secondary  hydroxy groups by this method,  we acetyla ted ta la t i samine  [4]. Under the same react ion 
conditions, a quanti tat ive yield of monoace ty l ta la t i samine  was obtained (the hydroxy group at C-10 was 
acetylated).  

We have previous ly  [2] desc r ibed  the f ragmenta t ion  of the products  of the reduction of anhydrode-  
methanol lappaconine (IIIa) and (IVa) under  the conditions of m a s s  s p e c t r o m e t r y  and a s s u m e d  that the peak  
of the ion M - 3 1  a r o s e  by the spli t t ing off of the substi tuent  f rom C-1.  However,  the above -desc r ibed  f r ag -  
mentat ion of the monoace ta te  of (II) induced us to check this assumpt ion.  
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The reduction of (II) with sodium te t rahydrobora te  in methanol  led to a c rys ta l l ine  product  C21H31NO 4 
(IIIb) with mp  225-227°C in the m a s s  s pec t r um of which the m a x i m u m  peak was that  of an ion with m / e  287 
and the second mos t  intense peak was that  of an ion with m / e  330. Consequently,  the loss  of 31 m a s s  units 
is  connected with the eject ion of the methoxyl  f rom C-10, and not f rom C-1 as was a s sumed  previous ly  
for  (Ilia). 

The Adams  hydrogenation of (II) gave a c rys ta l l ine  t e t rahydro  der ivat ive  with mp 195-197~C, C21H33NO 4 
(IVb). In the m a s s  spec t rum of (IVb), the m a x i m u m  peak was that  of the ion M - 3 1 .  The f ragmenta t ion of 
(IVa) was analogous.  
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Ira, R = CHa; M+377(20) 346 (100) 

Nb, R = H ; M 363 (3t} 3;],2 (noo} 

Thus, the peak of the ion with lVI-31 is formed through the C-10 methoxyl. 
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