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‘H, 13C and 31P NMR Studies of the Stereochemistry 
of Chiral2-Substituted 
(4&6~-Dimethyl-1,3,2-dioxaphosphorinanes 

* 
G. SZALONTAI , J . BAKOS’ , I .T6THt , B. HEIL’ , I .  PELCZER” and 
P . SOHAR++ 
Research  I n s t i t u t e  f o r  Heavy Chemical I n d u s t r i e s ,  
H-8201,  Veszprgm, P.O.Box 160, Hungary 
t I n s t i t u t e  o f  Organic  Chemis t ry ,  Veszprgm, U n i v e r s i t y  o f  
Chemical E n g i n e e r i n g ,  H - 8 2 0 1 ,  Veszprgm, P.O.Box 28, Hungary 
++ EGIS P h a r m a c e u t i c a l s ,  S p e c t r o s c o p i c  Depar tment ,  H-1475 
Budapes t ,  P.O.Box 100, Hungary 

I 3 C ,  ’H and 31P NMR i n v e s t i g a t i o n s  have been  c a r r i e d  o u t  t o  
de t e rmine  t h e  r i n g  s t e r e o c h e m i s t r y  and phosphorus  c o n f i g u r a t i o n  
f o r  f o u r  c h i r a l  (4R,6~)-2R-4,6-dimethyl-1,3,2-dioxaphosphorina- 
ne d e r i v a t i v e s ,  L-T - -  ( 2 R = C 1 ,  - Ph, OMe and Ot-Bu, - r e s p e c t i v e l y ) .  

Me Me 

1 H NMR s p e c t r a ,  DR, 2D-J expe r imen t s  and s p i n - s i m u l a t i o n  p roved  
t h e  c h a i r  c h a r a c t e r  of  t h e  r i n g .  Depending on t h e  p o s i t i o n  of  
R ,  two d i a s t e r e o m e r s  may e x i s t ,  b u t  i n  most c a s e s  o n l y  one 
p redomina t ing  form was d e t e c t e d .  
Dynamic p r o c e s s e s  were obse rved  f o r  compounds 1 and 2. 
S a t u r a t i o n  t r a n s f e r  expe r imen t s  proved  t h e  e x i s t e n c e - o f  r i n g  
a n d / o r  phosphorus i n v e r s i o n s .  
The s t e r e o c h e m i s t r y  of  two n o v e l  b i s p h o s p h i t e s ,  5 and 6 were 
a l s o  s t u d i e d .  The c h a i r  c h a r a c t e r  o f  t h e  r i n g s  was conf i rmed .  

R 

A t  room t e m p e r a t u r e  “ th rough-space”  c o u p l i n g  h a s  been  found 
between P atoms s i x  bonds a p a r t  s u g g e s t i n g  s p a t i a l l y  c l o s e  
p o s i t i o n  o f  them. 
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