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Continuing a s tudy of the m a s s  s p e c t r a  of p y r r o l i z i d i n e  a lkaloids  [1, 2], we have  obtained the s p e c t r a  
of the m a c r o c y c l i c  b a s e  p la typhyl l ine  (I), s enec ion ine  (if), and senec iphy l l ine  (]]I) [3]. M a s s  s p e c t r a  have 
been  used  p r e v i o u s l y  m a i n l y  f o r  the ident i f ica t ion of t he se  a lkaloids  [4, 5]. In c h a r a c t e r i z i n g  the i r  d e c o m -  
posi t ion,  the m a i n  a t tent ion has  been  d i r e c t e d  to the  f r a g m e n t s  of the r e t r o n e c i n e n u c l e u s .  The  s c h e m e  shows 
the d i r e c t i o n  of decompos i t i on  of the m a c r o c y c l i c  r i n g s  of b a s e s  (I-riD. 
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* T h e  m a x i m u m  peak  in the r ange  be tween  M + and 200 m / e  is taken as 100%. 
t C leavage  of the c o r r e s p o n d i n g  bond. 

(+H) - m i g r a t i o n  of hyd rogen  to the cha rged  f r agment ;  ( - H )  to the  neu t ra l  
f r a g m e n t .  
* * (HD) - m i g r a t i o n  of ac t ive  hydrogen .  

Fo l lowing  the  e jec t ion  of CO2 by the  c l eavage  ac ,  the  f r a g m e n t  CHsCO is  expel led  with the  m i g r a t i o n  
of ac t ive  hydrogen  to the cha rged  f r a g m e n t .  In the c l eavage  ad  with the opposi te  m i g r a t i o n  of hydrogen,  ions 
with m / e  va lues  l e s s  than 2 uni t s  a r e  p roduced .  A A 1'2 bond f a v o r s  the c l eavage  of bond a and a A 5' 6'bond 
induces  c l e a v a g e  e p a r t i c u l a r l y  in the  abs en ce  of a A 3', 9' bond. Cor respond ing ly ,  the ions obtained in the 
c l e a v a g e  e a r e  the s t r o n g e s t  in the  s p e c t r u m  of 0I) (220 m / e ,  100%). 

We have  es tab l i shed  that  the  e s t e r  g roup  at C 7 pa r t i c i pa t e s  in the f r a g m e n t a t i o n  of (I-III). In the c a s e  
of  p la typhyl l ine  (I), in which  c l e a v a g e  a is u n c h a r a c t e r i s t i c  in view of  the a b s e n c e  of  a A l, 2 double bond, 
the  c l eavage  of bond i leads  to  the a p p e a r a n c e  of  the s t r o n g e s t  ion with m / e  211. The  f o r m a t i o n  of ions with 
m / e  226 and 252 in the  s p e c t r u m  of (I) is a l so  caused  by the c l eavage  of the bonds  of the COO group  at C 7. 
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The ions with m / e  209 0I and Ill) a r e  of low intensity,  but the i r  or igin is  conf i rmed by the p r e s e n c e  of an 
ion of the s a m e  m a s s  in the s p e c t r u m  of t r i chodesmine  [2] having the s a m e  chain of bonds f r o m  a to d. 

The ions f o r m e d  by c leavages  at bd a r e  s i m i l a r  to the ions with m / e  266 and 264 in the spec t rum of 
incanine [2]. Thus, the main  pathways of the f ragmenta t ion  of compounds (iI-I~) depend on the  posi t ions of 
the double bonds. The p roposed  s c h e m e  is conf i rmed by the spec t r a  of the OD-analogs of (I-liD. 

Samples  of (I-III) w e r e  i so la ted  in the alkaloid c h e m i s t r y  l abora to ry  of IKhRV (Institute of the Chem-  
i s t r y  of Plant  Substances) .  
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