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SYNTHESIS O F  cu-and B -0LEFINIC DITHIOESTERS - REACTIONS WITH 

GRIGNARD REAGENTS - SYNTHESIS O F  ARTEMISIA KETONE. 

P a s c a l  Gosselin,  Serge  Masson, Monique Saquet and Andre Thui l l ier ,  

DCpartement de  Chimie,  UniversitC de Caen, 14000 CAEN ( F r a n c e )  

A new synthes is  of d i th ioes te rs ,  s ta r t ing  f r o m  phenylisothiocyanate is 

descr ibed  (scheme I )  and th i s  method is convenient for  the  prepara t ion  of 

@ -0lefinic d i th ioes te rs  (e. g. 1 , scheme 11). 

Scheme I 
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The p-olefinic d i th ioes te rs  can be converted by catalytic amounts  of base  

into a-olefinic d i th ioes te rs  (e. g. 2) which a r e  isolated e i ther  a s  m o n o m e r s  

o r  d i m e r s ?  

Reactions of organomagnesium compounds with these  olefinic d i th ioes te rs  

a r e  examined, Carbophilic additions a r e  observed  with allylic Gr ignard  

reagents  and these  reac t ions  a r e  used  to p r e p a r e  iso-Artemisia  (4) and 

A r t e m i s i a  (2) ketones with good yields ,  

Scheme I1 
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Alkylmagnesium bromides give thiophilic additions and from dithioester 1 , 
a dithioacetal of p -unsaturated aldehyde is obtained : 

1 
) EtMgBr, (-5O) 

SEt 
I I 

With cy -0lefinic dithioe s t e r  s the carbanion initially formed by thiophilic 

addition undergoes Michael type addition with a second mole of 

dithioester : 

SM e 
EtMgB r MgBr 

SMe 
-780 2 - 

+ 
S -  MgBr 

The dimerisat ion a t  room tempera ture  of the less substituted a-olefinic 

di thioesters  r e su l t s  f rom a regioselective Diels-Alder cycloaddition and 

cycloreversion is observed thermally.  

R 

M e  S - room temp. Mesq,sMe 
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