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T h i a z o l e s  and t h i a z i n e s  c a n  be s y n t h e s i s e d  i n  good y i e l d  from r e a d i l y  a v a i l a b l e  

a l l e n i c  and a c e t y l e n i c  n l t r l l e s l .  A d e t a i l e d  s t u d y  of t h e  mechanism h a s  shown 

t h a t  b o t h  t y p e s  of n l t r i l e  add t h i o l s  a t  t h e  '4 ichael  p o s i t i o n  in t h e  presence o f  

c a t a l y t i c  b a s e .  2 . 3 - D i e n e n i t r ~ l e s  g i v e  frrst u n c o n j u g a t e d  n i t r i l e s ( l 1  and t h e n  

conjuga ted  a d d u c t s  ( 2 ,  E  and 7,) on h e a t i n g  w i t h  b a s e  whereas  a c e t y l e n i c  n l t r i l e s  

g ive  o n l y  c o n j u g a t e d  a d d u c t s  ( 2 ,  E  and Z l .  I f  a second n u c l e o p h i l e  i s  p r e s e n t  a s  

In amminoe thane th io l  f u r t h e r  h e a t m g  r e s u l t s  in 5 - e x o t r l g  r l n g  c l o s u r e  t o  g i v e  t h e  

t h i a z o l i d i n e  (31 b u t  t h i s  opens a g a i n  t o  g l v e  t h e  more s t a b l e  N - a d d u c t ( 4 ) .  

D i s t i l l a t i o n  o f  S- o r  N-adducts  ( 2  o r  4 )  o r  m l x t u r e s  o f  b o t h  g i v e s  good y i e l d s  o f  

2 - s u b s t i t u t e d  t h i a z o l i n e s ( 5 )  o r  b e n z t h l a z o l e s  ( 6 ) .  
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R e f l u x ~ n g  S- o r  N-adducts ( 2  and 4)  w i t h  excess sodium e thr rx ide  i n  e t h a n o l  f o r  2 4  

hours g a v e ,  2.3-d~hydro-6-cyano-5-alky1-4.II-l.R-thiazlnes ( 7 )  In a b o u t  9 0 8  y i e l d .  

Thls constitutes a new g e n e r a l  method f o r  t h e  s y n t h e s i s  of  d i h y d r o - 1 . 4 - t h i a z i n e s  

i n v o l v i n g  a n  i n t e r e s t i n g  o x i d a t m n  s t e p  t o  d i s u l p h i d e  ( 8 ) .  

The assignation of t h e  s t r u c t u r e s  o f  a l l  i n t e r m e d i a t e s  and h e t e r o c y c l e s  and pro-  

posed mechanisms w i l l  be d i s c u s s e d .  


