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RIGIDIFIED MACROCYCLIC PHOSPHORAMIDES A NEW 
FAMILY OF PmORGANIZED LIGANDS 

J. P . DUTASTAa and P . SIMONb 
Normale Sup&rieure de Lyon, 46 All6e d'Italie, 
69364 Lyon 07, France 

Grenoble, France 

a"St&r&ochimie et Interactions Mol&culaires", Ecole 

bL.E.D.S.S., Universit'e J. FOURIER, BP 53X, 38041 

Macrocycl  i c molecules capab le  o f  s e l e c t i v e  r e c o g n i t i o n  o f  
i o n i c  o r  n e u t r a l  gues ts  a re  o f  c o n s i d e r a b l e  c u r r e n t  i n t e r e s t .  The 
des ign  and syn thes i s  o f  hos t  mo lecu les  t h a t  c o n t a i n  phosphorus have 
been developed r e c e n t l y .  T y p i c a l l y ,  t h e  model compound A 
m o d i f i e d  t o  t h e  more r i g i d  mo lecu le  B which can e x i s t  as two -- exo/endo 

isomers. B rep resen ts  a new f a m i l y  o f  p reo rgan ized  l i g a n d s  t h a t  can 
i n v o l v e  t h e  phosphorus group d u r i n g  complexat ion  o f  v a r i o u s  gues ts .  
The exo/endo i someri sni was i n v e s t i  ga ted  by NMR s t u d i e s  . The compl e x i  ng 
p r o p e r t i e s  o f  B were s t u d i e d  by  NMR and e x t r a c t i o n  method w i t h  
a l k a l i n e  and ammonium ca t i ons .  The complexat ion  cons tan ts  m a i n l y  
depend on t h e  molecu la r  geometry and t h e  s i z e  o f  t h e  c a v i t y .  The 
h i g h e s t  Ka cons tan ts  a r e  ob ta ined  w i t h  t h e  endo isomer where t h e  P=O 

bond i s  d i r e c t e d  toward  t h e  c e n t e r  o f  t h e  macrocyc le .  Complex 
f o r m a t i o n  and d e t a i l e d  s te reochemica l  d a t a  f o r  A and B w i l l  be  
presented. 
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