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S Y N T H E S I S  AND R E A C T I O N S  OF 2H-Ip3-THIAZETES 

K l a u s  B u r g e r  and R a l p h  O t t l i n g e r  

Organisch-Chemisches I n s t i t u t  d e r  T e c h n i s c h e n  U n i v e r s i t a t  Munchen, 

L i c h t e n b e r g s t r a f l e  4, D-8046 G a r c h i n g  b e i  Munchen, Germany 

2H-1,3-Thiazetes have been supposed t o  be t h e  i n t e r m e d i a t e s  o f  t h e  

p h o t o a d d i t i o n  o f  t h i o c a r b o n y l  compounds t o  n i t r i l e s ,  y i e l d i n g  

N-(alky1idene)thiocarboxamides '. U s i n g  t h e  s t a b i l i z i n g  e f f e c t  o f  

t r i f l u o r o m e t h y l  g r o u p s  on s m a l l  r i n g  systems we succeeded i n  

s y n t h e s i z i n g  2 H - 1 , 3 - t h i a z e t e s  as  s t a b l e  compounds '. A t  e l e v a t e d  

t e m p e r a t u r e s  a t h e r m a l  m o b i l e  v a l e n c e  t a u t o m e r i c  e q u i l i b r i u m  w i t h  

N - ( p e r f l u o r o i s o p r o p y 1 i d e n e ) t h i o c a r b o x a m i d e . s  was observed,  urhich 

competes w i t h  a I 2 + 2 ]  c y c l o r e v e r s i o n  p r o c e s s .  

The s u l f u r  c o n t a i n i n g  h e t e r o - 1  ,3 -d ienes  e a s i l y  a c c e s s i b l e  by  t h i s  

r e a c t i o n  t u r n e d  o u t  t o  be v e r y  v e r s a t i l e  r e a g e n t s .  By I4+11 and 

[4+2]  c y c l o a d d i t i o n  r e a c t i o n s  numerous 5- and 6-membered s u l f u r  

h e t e r o c y c l e s  became r e a d i l y  a v a i l a b l e .  

47 

D
o
w
n
l
o
a
d
e
d
 
A
t
:
 
1
3
:
0
1
 
3
0
 
J
a
n
u
a
r
y
 
2
0
1
1



P a r t i a l l y  f l u o r i n a t s d  t h i a z o l e s  a r e  t h e  r e s u l t  o f  a new t y p e  o f  

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

b y  an  e l e c t r o c y c l i c  r e a c t i o n  w i t h  a s u c c e s s i v e  e l i m i n a t i o n  s t e p .  

The f l u o r i n e  a tom p r e s e n t  a t  C-(5) i s  r e a d i l y  exchangeab le  by  

v a r i o u s  n u c l e o p h i l e s .  
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