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A 1,s-SHIFT OF THE PHENYLSULFINYL GROUP I N  PHENYL PENTADIENYL SULFOXIDES 

Yehiel Gaoni 

Department o f  Organic Chemistry, The Weizmann I n s t i t u t e  o f  Science,  

Rehovot, I s r a e l  

1 ,4-Pentadienyl ic  su l fox ides ,  obtained by r e a c t i o n  of 3- thiabicyclo[3,1,0]-  

hexane-3,3-dioxides with phenyl magnesium bromide’, undergo a f a c i l e  

rearrangement with base t o  t h e  conjugated 2,4-pentadienyl ic  su l fox ides ,  

e .g .  ,1L and 1E .  
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When separa ted ,  each o f  t h e  two isomers J i s  found t o  thermal ly  e q u i l i b r a t e  

t o  t h e  same 2 : l  mixture of Jl and 1 Z .  This  i s  believed t o  occur  through a 

[2 ,3]s igmatropic  shif t ’ ,  wi th  2 as an in te rmedia te .  This in te rmedia te  i s  

however, symmetrical and may y i e l d  a new su l fox ide  by a degenerate  

u- 
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rearrangement t o  t h e  5-pos i t ion .  By us ing  deu te ra t edJZ  - it i s  p o s s i b l e  t o  

show t h a t  such a process  does occur.  Also,  with su l foxides  g iv ing  rise t o  

an unsymmetrical in te rmedia te  it i s  found t h a t  t h e  equi l ibr ium s h i f t s  i n  

t h e  d i r e c t i o n  of  t h e  thermodynamically more s t ab le  isomer. 
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