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4H-THIOPYRANS 
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Polysubstituted 4H-thiopyrans I, II form thiopyrylium salts III and IV with perchloric 
acid in acetic acid only in the presence of oxygen [i]. 
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Methane and carbon dioxide were detected for the first time in the gaseous products of 
this reaction, which may be evidence of the formation of acetyloxy radicals in the reaction 
mixture. Methane and carbon dioxide were not detected in the gas phase above an acetic 
acid--perchloric acid mixture and above an acetic acid--perchloric acid--hydrogen peroxide mix- 
ture. Evidently the acetyloxy radicals, capable of fragmenting to carbon dioxide and the 
methyl radical, are formed in the reduction of the CH3CO0- anion by the radical cation V. 
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One of  t he  pa thways  of  f u r t h e r  c o n v e r s i o n  of  t he  t h i o p y r a n y l  r a d i c a l  VI i s  p r o b a b l y  i t s  
i n t e r a c t i o n  w i t h  oxygen ,  f o l l o w e d  by d i s p r o p o r t i o n a t i o n  of  t he  p e r o x i d e  r a d i c a l  t h a t  t h e r e b y  
a r i s e s  w i t h  a t h i o p y r a n  m o l e c u l e .  In  a c i d  medium s o l v o l y s i s  of  t he  4 H - t h i o p y r a n  h y d r o p e r o x -  

O--t I  

i d e  t h e r e b y  o b t a i n e d  t o  the  c o r r e s p o n d i n g  t h i o p y r y l i u m  c a t i o n  ( I I I ,  IV) and 

h y d r o g e n  p e r o x i d e  i s  p o s s i b l e .  

An a n a l y s i s  of  the  gas  phase  above t he  r e a c t i o n  m i x t u r e  t h i o p y r a n  ( I ,  I I ) - - p e r c h l o r i c  .' 
a c i d - - a c e t i c  a c i d ,  p r e p a r e d  by the  method of  [1] in  a s p e c i a l  s e t u p ,  was p e r f o r m e d  a f t e r  com- 
p l e t i o n  o f  t he  s a l t  f o r m a t i o n  r e a c t i o n  on an LKhM-72 c h r o m a t o g r a p h .  
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