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In te rmo lecu la r  and in t ramo lecu la r  cyc loadd i t i on  reac t ions  o f  benrylidenecyanoamines v i a  t h e i r  

1 ,3-d ipo lar  tautomers were inves t iga ted .  

In te rmo lecu la r  Reaction. Benzylidenecyanobenzylamine 3 reacted w i t h  d imethy l  acety lenedi -  

carboxy late t o  g i v e  the expected 1: l  adduct, 3 -py r ro l i ne ,  together  w i t h  p y r r o l e  d e r i v a t i v e  a r i s i n g  

from a 1: l  adduct w i t h  e l i m i n a t i o n  o f  hydrogen cyanide. The r e a c t i o n  o f 3  w i t h  d imethy l  fumarate 

gave a m ix tu re  of p y r r o l i d i n e  (1 : l  adduct) and I - p y r r o l i n e  de r i ved  f rom a 1 : l  adduct w i t h  e l i m i -  

n a t i o n  of hydrogen cyanide, whereas j reacted w i t h  d imethy l  maleate t o  g i ve  the same 1 - p y r r o l i n e  as 

the so le  product .  The stereochemical course of the above reac t ions  i s  a l s o  discussed. On t h e  o the r  

hand, i t  has been found t h a t  c y c l o a d d i t i a n  r e a c t i o n  competed w i t h  ene-reaction and Micheal t ype  

a d d i t i o n  reac t ion  i n  the reac t ion  w i t h  N-(p-nitropheny1)maleimide; i n  c o n t r a s t  t o  the r e a c t i o n  i n  

r e f l u x i n g  benzene, cyc loadd i t i on  r e a c t i o n  proceeded p r e f e r e n t i a l l y  i n  r e f l u x i n g  to luene t o  g i ve  two 

stereoisomer ic  1 -py r ro l i nes  a r i s i n g  from a  1 : l  adduct w i t h  e l i m i n a t i o n  o f  hydrogen cyanide. 

In t ramo lecu la r  Reaction. Next, i n t ramo lecu la r  c y c l o a d d i t i o n  reac t ions  of benzylidenecyanobenzyl- 

amines, l& 16, 12, iq, LO, having a lkyny l  o r  a l keny l  groups have been inves t iga ted .  On heat ing i n  

xylene, a l l  the benzylidenecyanoamines a f fo rded  products de r i ved  f rom in t ramo lecu la r  cycloadducts 

w i t h  the e l i m i n a t i o n  o f  hydrogen cyanide. 


