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In view of the f ac t  that  in the IR s p e c t r u m  of 5 - h y d r o x y - 6 , 7 - d e h y d r o m a t r i n e  (I), and 5 , 6 - d e h y d r o -  
s p a r t e i n e s  the t r a n s  band is absen t ,  the h y p o t h e s i s  has  been  put  f o r w a r d  that  a t e r t i a r y  h y d r o g e n  a tom 
m a k e s  the g r e a t e s t  c o n t r i b u t i o n  to th is  r e g i o n  of the LR s p e c t r a  of t r a n s - q u i n o l i z i d i n e s  [1]. 

The i n t r o d u c t i o n  of a double  bond into the c y c l o h e x a n e  r ing  l e a d s  to the dev i a t i on  of the a bonds f r o m  
t h e i r  o r i g i n a l  p o s i t i o n s  into the " p s e u d o a x i a l "  and " p s e u d o e q u a t o r i a l "  p o s i t i o n s  [2]. 

We a s s u m e  that  the s a m e  e f fec t  is  p o s s i b l e  in the c a s e  of (I), and, t h e r e f o r e ,  the t r a n s - d i a x i a l  mutua l  
a r r a n g e m e n t  of the lone e l e c t r o n  p a i r  of the n i t r o g e n  a t o m  and of the a d j a c e n t  h y d r o g e n  a t o m s  is  d i s t u r b e d .  
It is  p r o b a b l y  as  a r e s u l t  of this  that  no t r a n s  band is o b s e r v e d  in the IR s p e c t r u m  of (I). This  hypo thes i s  
could  be c o n f i r m e d  by r e c o r d i n g  the IR s p e c t r u m  of a compound  in the t r a n s - q u i n o l i z i d i n e  l inkage  of which  
t h e r e  is an a ,  fl double  bond and the a (to the n i t rogen)  t e r t i a r y  h y d r o g e n  a tom is r e t a i n e d .  

Us ing  the method  d e s c r i b e d  by Bohlmann  e t  al° [3] we have ob ta ined  5 , 1 7 - d e h y d r o a l l o m a t r i n e  (II); in 
i ts  C/D l inkage  the double  bond does  not a f fec t  the t e r t i a r y  a - h y d r o g e n  a tom.  The n i t r o g e n  of the A/B l i nk -  
age of (II) was  b locked  by the f o r m a t i o n  of the m e t h i o d i d e  d e r i v a t i v e .  A m e t h i o d i d e  with  mp  248-249°C was 
i s o l a t e d  f r o m  the r e a c t i o n  m i x t u r e ,  and this  was r e d u c e d  with  l i t h ium t e t r a h y d r o a l u m i n a t e  in abso lu t e  e t h e r  
by a pub l i shed  method  [4]. 
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A b s o r p t i o n  bands  w e r e  c o m p l e t e l y  a b s e n t  f r o m  the 2 8 0 0 - 2 7 0 0 - c m  -1 r e g i o n  in the IR s p e c t r u m  of the 
r e d u c t i o n  p r o d u c t  (III). 

The r e s u l t s  ob ta ined  show that  in the s p e c t r a  of c r , f l -unsa tu ra ted  d e r i v a t i v e s  of t r a n s - q u i n o l i z i d i n e  
no a b s o r p t i o n  bands  a r e  found in the 2 8 0 0 - 2 7 0 0 - c m  -1 r e g i o n  even  w hen a t e r t i a r y  a (to the n i t rogen)  h y d r o -  
gen a tom is r e t a i n e d ,  and thus i t  is  i m p o s s i b l e  to a s c r i b e  the m a j o r  c o n t r i b u t i o n  in the r e g i o n  of the t r a n s  
bonds  to it. 

It is  l i k e l y  tha t  in the a , f l - u n s a t u r a t e d  d e r i v a t i v e s  of t r a n s - q u i n o l i z i d i n e ,  as  a r e s u l t  of the d e f o r m a -  
t ion of the r ing ,  the t r a n s - d i a x i a l  mutua l  a r r a n g e m e n t  of the lone e l e c t r o n  p a i r  of the n i t r o g e n  a t o m  and of 
the a d j a c e n t  h y d r o g e n  a t o m s  is d i s t u r b e d  and,  c o n s e q u e n t l y ,  no a b s o r p t i o n  in the B o h l m a n n  r e g i o n  is ob-  
s e r v e d  in the I:R s p e c t r a .  

V. I. Lenin  Tashken t  Sta te  U n i v e r s i t y .  T r a n s l a t e d  f r o m  K h i m i y a  P r i r o d n y k h  Soedineni i ,  No. 6, 
pp.  809-810,  N o v e m b e r - D e c e m b e r ,  1972. O r i g i n a l  a r t i c l e  s u b m i t t e d  F e b r u a r y  23, 1972. 

© 1974 Consultants Bureau, a division o f  Plenum Publishing Corporation, 227 g'est 17th Street, New York, N. Y. 10011. 
No part of this publication may be reproduced, stored in a retrieval system, or transmitted, in any form or by any means, 
electronic, mechanical, photocopying, microfilming, recording or otherwise, without written permission of  the publisher. ,1 
copy of  this article is available from the publisher for $15.00. 

798 



1. 

2o 
3. 
4. 

L I T E R A T U R E  C I T E D  

F. Bohlmann, Ber., ~ 2157 (1958); R. H. F. Manske, The Alkaloids: Chemistry and Physiology, 
Vol. 9, Academic Press  (1967}, Chap. 5. 
F. R. Jensen and C. I-t. Bushweller, J. Amer. Chem. Soc., 91__, 5774 (1969). 
F. Bohlmann, W. Weiss, D. Rantz, and C. Arndt, Ber., 911, 2176 (1958). 
A. I. Begisheva, Kh. A. Aslanov, Z. U. Petrochenko, and A. S. Sadykov, Khim. Prirodn. Soedin., 
55 (1971). 

799 


