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ADDUCTS OF GROUP I V  B ORGANOMETALLIC RADICALS W I T H  D I T H I E N Y L  

KETONES AND SYMMETRIC DITHIENOBENZOQUINONES. 

by ANGEL0 ALBERT1 

L a b o r a t o r i o  d e i  Composti del  Carbonio c o n t e n e n t i  Eteroatomi 

e loro  A p p l i c a z i o n i ,  C .N.R . ,  Ozzano E m i l i a  ( I t a l y )  

and Gian Franco  P e d u l l i  

I s t i t u t o  d i  Chimica Organica  d e l l ' U n i v e r s i t a ,  B a r i  ( I t a l y ) .  

The r a d i c a l s  of  g e n e r a l  formula  A o r  B 

R,R' X 
2-Thienyl SiR3 

R' GeR3 3-Thienyl 

2-ThienoLZl3k7Thienyl ox SnR3 
2-ThienoLS12k7Thienyl I 

(A)  

have been produced e i t h e r  by i r r a d i a t i n g  a m e l t  of t h e  p a r e n t  

compound and t h e  a p p r o p r i a t e  S i l a n e  (Germanium Hydride,  d i t i n  

d e r i v a t i v e )  o r  by p h o t o l y z i n g  a s o l u t i o n  of t h e  r e a c t a n t s  i n  

d i - -Buty lperoxide ,  I n  t h e  r e s u l t i n g  k e t y l - l i k e  r a d i c a l s  t h e  

p r o t o n  hyperf  i n e  coup l ings  d e c r e a s e  a long  t h e  series X=H> Si; G e >  Sn, 

w i t h  e x c e p t i o n  o f  t h e  th iophen  ana logue  of  f luo renone  where t h e  

t r e n d  i s  almost r eve r sed :  X=Si>Ge>H-Sn. Th i s  may s u g g e s t  t h a t  t h e  
e l e c t r o n  r e l e a s i n g  o r  e l e c t r o n  withdrawing behaviour  of t h e  X 

s u b s t i t u e n t  ( X  = MR3) may depend on t h e  n a t u r e  of t h e  s u b s t r a t e .  

I n  t h e  th iophen  ana logues  of an th raqu inone  t h e r e  i s  no ev idence  

o f  i n t r a m o l e c u l a r  m i g r a t i o n  of t h e  o r g a n o m e t a l l i c  group.  
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