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THE SIMPLE SYNTHESIS OF TETRA-ALKYL 
SYM-MONOTHIOPYROPHOSPHATES 

R.DEMBIflSK1 and  A.SKOWROflSKA 

P o l i s h  Academy o f  S c i e n c e s ,  C e n t r e  of  Molecular and 
Macromolecular S t u d i e s ,  S i e n k i e w i c z a  1 1 2 ,  90-363 M d b ,  
Poland  

T h i s  p o s t e r  i s  a p a r t  o f  o u r  c o n t i n u i n g  i n t e r e s t  i n  t h e  

s y n t h e s i s  and  p r o p e r t i e s  of phosphorus  acid a n h y d r i d e  ana- 
l o g s ,  p a r t i c u l a r y  t h o s e  c o n t a i n i n g  s u l f u r  b r i d g e  between 

t w o  phosphorus  atoms ( 1 ) .  R e c e n t l y  w e  have found t h a t  s u l -  

f u r  d i c h l o r i d e  reacts  w i t h  d i a l k y l  t r i m e t h y l s i l y l  phos-  

p h i t e s  - 1 t o  form t h e  t e t r a - a l k y l  sym-monothiopyrophos- 

p h a t e s  - 2 i n  h i g h  y i e l d .  

CH2C12 
2 ( R O )  2POSiMe3 + SC12 - (RO)  2P-S-P II II (OR) + 2Me3SiC1 

-5OOC 0 0  
1 - 

2 - 
t RO = MeO, E t O ,  PriO, Bu C H 2 0  

(RO) 2= (CH3)  2C (CH20)  

Under t h e  r e a c t i o n  c o n d i t i o n s  no  i s o m e r i s a t i o n  of - 2 i n t o  
i t s  asymmetr ic  isomer (RO)  2 P ( S )  -0-P ( 0 )  (OR)  i s  observed. 
The r e a c t i o n  p r o c e e d s  most p r o b a b l y  t h r o u g h  t h e  f o r m a t i o n  

o f  d i a l k o x y  oxophosphoranesulphenyl  c h l o r i d e  (R0)2P(0)SC1.  

A p p l i c a t i o n  o f  t h i s  react ion i n  n u c l e o t i d e  c h e m i s t r y  w i l l  
be  a l so  mentioned.  

( 1 )  A.Skowrohska, R.Dembidski, R.Kamidski, J . M i c h a l s k i ,  

J.Chem.Soc., P e r k i n  T r a n s .  I ,  1988, 2197. 
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