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T r a n s a n n u l a r  i n t e r a c t i o n s  by  t h e  s u l f u r  atom t o  t h e  e l e c t r o n  d e f i c i e n t  c e n t e r  

have been o b s e r v e d  accompany ing  w i t h  r i n g  c o n t r a c t i o n  o r  r i n g  e x p a n s i o n .  1 )  

N - p - T o s y l s u l f i l i m i n e s  h a v i n g  d - p r o t o n s  r e a c t  w i t h  p o t a s s i u m  h y d r o x i d e  i n  a l c o h o l s  

t o  a f f o r d  e i t h e r  t h e  S - s u b s t i t u t i o n  p r o d u c t ( c o r r e s p o n d i n g  s u l f o x i d e )  o r  t h e  

Pummerer t y p e  r e a r r a n g e m e n t  p r o d u c t ( c o r r e s p o n d i n g  d - a l k o x y  s u l f i d e )  o r  b o t h .  2 )  

Meanwhi le ,  upon t r e a t m e n t  o f  t h e  s u l f i l i m i n e s  b e a r i n g  d , p - p r o t o n s  w i t h  s t r o n g  

bases s u c h  as  p o t a s s i u m  t - b u t o x i d e  i n  an a p r o t i c  s o l v e n t  s u c h  as  benzene a f f o r d e d  

the c o r r e s p o n d i n g  v l n y l i c  s u l f i d e s  i n  s u b s t a n t i a l  y i e l d s . 3 )  These s u l f i d e s  a r e  

c o n s ~ d e r e d  t o  be o b t a i n e d  v i a  t h e  u n u s u a l  Pummere r - t ype  r e a r r a n g e m n t .  However,  

we f o u n d  t h a t  when I - N - p - t o s y l - 1 , s - d i t h ~ a o c t a n e s u l f i l i m i n e ( l )  was t r e a t e d  w i t h  

p o t a s s i u m  t - b u t o x i d e  i n  an a p r o t i c  s o l v e n t  such  as  d i c h l o r o m e t h a n e ,  Z - a l l y l t h i o -  

t h i e t h a n e ( V 1 )  and t h e  d i s u l f i d e ( V I 1 )  we re  o b t a i n e d  i n  40 and  21% y i e l d s  r e s p e c t i v -  

e l y .  The a s s i g n m e n t  f o r  t h e i r  s t r u c t u r e s  were  c a r r i e d  o u t  by  s p e c t r a l  a n a l y s e s .  

A p p a r e n t l y ,  t h e s e  p r o d u c t s  w o u l d  be o b t a i n e d  v i a  an i n i t i a l  f o r m a t i o n  o f  i n t e r -  

m e d i a t e ( V ) .  The mechan isms f o r  t h e  r e a c t i o n s  a r e  i l l u s t r a t e d  i n  t h e  scheme. 

Th i s  and  r e l a t e d  t r a n s a n n u l a r  r e a c t i o n s  i n  c y c l i c  p o l y t h i a - e t h e r s  w o u l d  be 

d e s c r i b e d .  
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