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ISOLATIOS A N D  CHARACTERIZATION O F  A THIADIPHOSPHIRAUE 
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I 'hosphorus c o n t a m i n g  s m a l l  r i n g  compounds, e s p e c i a l l y  th ree - loembered  r i n g  con~~pou~ls ,  

a r e  of c u r r e n t  interest. By i n t r o d u c ~ n g  an e x t r e m e l y  b u l k y  g r o u p  i n t o  a imoleculc ,  

we wore s u c c e s s f u l  i n  t h e  p r e p a r a t i o n  :md c h n r a c t e r l z a t i o n  o f  E - 2 , 3 - b l s ( Z , 4 , 6 - t r i -  

tert-but)-lpl~enyl)-1,2,3-tI~iad~~~hos~~hiranc (2)  as n s t a b l e  compotmd by t h e  f o l l o v l n g  

two d i f f e r e n t  m e t h o d s .  

a) The p h o ~ p h o n o t h i o i c  d l c h l o r i d e  (I_) was a l l o w d  t o  r e a c t  with magnesium i n  - 

t e t r a h y d r a f u r a n  t o  g i v e  ? I n  54% y l e l d  as  a s t a b l e  c r y s t n l l i n c  m a t e r i a l  (mp 1 3 1 . 5  - - 

132"C,  Sp 6 5 . 1  ppm). 2 - w a s  t h e r m a l l y  and p h o t o c h e m i c a l l y  s t n b l c  and i n s e n s l t l v e  

t o  a t m o s p h e r i c  m a l s t u r e  and o r y g c n  f o r  n l o n g  p e r l a d  o f  t i m c .  

1 
~ ~ - 2  - - 3 - - 4 - 5 - - 

( A r =  2 , 4 , 6 - t B u 3 C 6 H 2 )  

bJ The o r a n g e  d i p h o s p h e n e  (4, mp 175  - 176OC, Sp 4 9 2 . 4  p p n ~ ) ,  o b t a i n e d  f rom t h c  

phosphanous d i c h l o r i d e  (5 )  h , i t h  magnesium a s  t h c  first i s o l a t e d  I'=P compound, was 

a l l o w e d  t o  r e a c t  w i t h  e l e m e n t a l  s u l f u r  i n  t r i e t h y l a m i n e  t o  g i v e  t h e  y e l l o h  d i p h o s -  

phene s u l f i d e  (3, mp 151 .5  - 1 5 Z 0 C ) ,  which was i r r a d i a t e d  o r  h c a t e d  in t o l u e n e  t o  

g l v e  2 - a l m o s t  quantitatively. The i n t e r m e d i a t e  2 was i s o l a t e d  as  a s t a b l e  c o w  - 

pound and was c h a r a c t e r i z e d :  6p 255 .8  and 247 .8  ppm,  J = 6 2 g . 9  H z  a s  an  A B  q u a r t e t .  - 

3 was d e s u l f u r i z e d  w i t h  t r i s ( d i m e t h y l a m 1 n o ) p i i o ~ 1 > h 1 n e  t o  g l v e  2 a l m o s t  q u a n t i t a t i v c -  - - - 

I) w h l l e  2 - r e s i s t e d  e v e n  u n d c r  s eve re r  r e a c t i o n  c o n d i t i o n s .  

The compounds 2 ,  2 ,  and 2 were a n a l y z e d  by  X- ray  c r y s t a l l o g r a p h y ,  f o r  which x c  

a r e  indebted t o  D r .  Ken H i r o t s u  and P r o f .  i ' n i i c h i  Hlguchi  a t  Osaka C i t y  University, 

J a p a n .  


