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It was  found that  the r eac t i on  of ep i su l fon ium ions (ESI) with r - d o n o r s ,  which a re  act ive a r o m a t i c  c o m -  
pounds [1], and t r i m e t h y l s i l y l  enol  e t h e r s  [2] p r o c e e d s  s t r i c t l y  s t e r e o s p e c i f i c a l l y  a c c o r d i n g  to a t r a n s - r i n g  
opening s c h e m e .  Thus ESI sa l t s  (Ia, b) obtained f r o m  c i s - a n d  t r a n s - b u t e n e  [3], in a r e a c t i o n  with mes i ty lene  
(MsH) o r  2 - t r i m e t h y l s i l o x y p r o p e n e  (II) give s t e r e o i s o m e r i c  individual (GLC, P M R d a t a ,  250 MHz) adducts  (IIIa, 
b) and (IVa, b), in y ie lds  of 50-70~o. 
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cis -~ cis-(Ia) --, ~ 95% threo- (IIIa), (IVa) 

trans- ~ trans-(Ib) --, >/95% erythro-(IIIb). (IVB) 

F r o m  the l i t e r a tu r e  data  on the s t e r e o e h e m i s t r y  of the r ing  opening of ESI by r - d o n o r s  [3] and the value 
of the s p i n - s p i n  coupling constant ,  a t h r e o  conf igura t ion  was  as s igned  to adduets  (IIIa) and  (IVa), and an e r y t h r o  
conf igura t ion  to (IIIb) and (IVb). In the r e a c t i o n  of ESI of cyc l i c  a lkenes ,  t r a n s - d i s u b s t i t u t e d  de r iva t ives  (V) 
and (VI) a re  f o r m e d  s t e r e o s e l e e t i v e l y  in y ie lds  of 30-60%. 
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The above e x a m p l e s  a re  the f i r s t  c a s e s  of the s t e r e o s p e c i f i c  opening of ESI by the ac t ion of weak  nuc l eo -  
phi les  which a re  r - d o n o r s .  

The s t r u c t u r e  of a l l the  p roduc t s  was c o n f i r m e d  by data  of e l emen ta l  ana lys i s ,  m a s s -  and 1H and 13C 
NSIR s p e c t r a .  
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