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It  iS known that  the reac t ion  of 3 , 3 - d i m e t h y l - l - b u t e n e  (I) with va r ious  covalent  sul fur-conta ining e l ec -  
t rophi l tc  reagen ts  a lways  p roceeds  without r e a r r a n g e m e n t  [1]. We d i scovered  that the use of reagen ts  of 
the cat ionoid type m a k e s  it poss ib le  to d i rec t  this reac t ion  toward the fo rmat ion  of p roducts  with a r e a r r a n g e d  
skeleton.  Thus,  the reac t ion  of (I) with C6HsSBF 4 (II) at --20~ in CH2CI2--CHaNO 2 solution leads to the f o r -  
mat ion of a co lored  solution of a complex  with the hypothet ical  s t ruc tu re  (III), which when t r ea t ed  with v a r i -  
ous nucleophil ic  r eagen t s  at --20 to --10~ gives  1,2-addition products  with a r e a r r a n g e d  s t ruc tu re  of gen-  
e ra l  fo rmula  (IV) (yield 60-90%, see [2] for  the fo rmat ion  of analogous products  when (II) is r eac ted  with 
cyclohexene).  However ,  if the solution of complex  (III), obtained at --20~ is kept at 20~ for  1.5-2 h, then 
the main  reac t ion  product ,  independent of the nature  of the nucleophilic reagent  Z, used to t r e a t  the mixture ,  
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becomes  3 ,4 ,4 - t r ime thy l th iochroman  in 78% yield.  These  r e su l t s  can be explained if it is a s sumed  that the 
reac t ion  of (I) with (II) g ives  the episulfonium complex  (III), which undergoes  r e a r r a n g e m e n t  when the t e m -  

p e r a t u r e  is r a i s ed  to y ie ld  the in te rmedia te  (VI), which is  capable  of subsequently alkytating the phenyl 
ring. The composi t ion  and s t ruc tu re  of p roducts  (IVa-f) and (V) were  p roved  by the e lementa l  ana lys is ,  
IR, NMR, and m a s s  spec t r a l  data. 
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