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3 J ( P  , C )  COUPLINGS I N  3-PHOSPHABICYCL0[3.1.O]HEXANE 3-OXIDES 

L. TOKE, GY.  KEGLEVICH, A .  ~ o v A c s  
D e p a r t m e n t  o f  O r g a n i c  C h e m i c a l  T e c h n o l o g y ,  T e c h n i c a l  
U n i v e r s i t y  of  B u d a p e s t ,  1 5 2 1  B u d a p e s t ,  H U N G A R Y  

3 
V i c i n a l  p h o s p h o r u s - c a r b o n  c o u p l i n g s  ( J ( P , C ) )  measured  f o r  

3 - p h o s p h a b i c y c l o [ 3 . l . O ] h e x a n e  3 - o x i d e s  (1 and 2) o f  known 

g e o m e t r y  h a v e  been  s t u d i e d .  With one e x c e p t i o n  ( s e e  b e l o w ) ,  

t h e  dependence of t h e  3J(P,C) c o n s t a n t s  o n  t h e  t o r s i o n  angles 

( 0 )  f o l l o w e d  t h e  K a r p l u s - e q u a t i o n  ( J(P,C)=Acos O+BcosB+C). 
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s t u d i e d .  With one e x c e p t i o n  ( s e e  b e l o w ) ,  

he J(P,C) c o n s t a n t s  o n  t h e  t o r s i o n  angles 

r p l u s - e q u a t i o n  ( J(P,C)=Acos O+BcosB+C). 
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On C 6  c o u p l e d  t h r o u g h  t w o  v i c i n a l  p a t h s  b y  t h e  p h o s p h o r u s  

atom, e x t r e m e l y  l a r g e  c o n s t a n t s  ( c a .  12 Hi!) h a v e  b e e n  ob -  

s e r v e d  i n  1 and  - 2 (8-77O). A c c o r d i n g  t o  o u r  e x p l a n a t i o n ,  

" t h r o u g h  space ' '  c o u p l i n g  i s  r e s p o n s i b l e  f o r  the ext raord inary 

l a r g e  s p l i t t i n g .  

The 176'-12.7 Hz and 111'- 0 H z  data p a i r s  o b t a i n e d  f o r  B-chloro- 

5 , 6 - d i  ( m e t h q x v c a r  b o n y 1  ) -4 ,-/-dime t h y 1  -2-ethoxy-2-phospnabicyclo- 

[ 2 .2 .2 ]  octa-5,7-diene 2 - o x i d e  a l s o  f i t  t h e  K a r p l u s  c u r v e .  

T h i s  work was s u p p o r t e d  b y  O T K A  ( g r a n t  no.: T 014917) .  
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