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We have reported the synthesis and ca t i on  complexing proper t ies  o f  a va r i e t y  of macrocyclic 

polyether-diester l igands i nc lud ing  those conta in ing py r i d i ne  (1 )  and furan (2 )  subcycl ic un i t s .  

Chiral macrocycl ic l igands conta in ing the py r i d i ne  subcycl ic u n i t  exh ib i t ed  enantiomeric recogni-  

t i on  when complexed w i t h  c h i r a l  alkylammonium s a l t s  ( 3 ) .  We now repo r t  the  synthesis and complex- 

i n g  proper t ies  of new thionodiester-crown l igands (k-:) and t h e i r  reduct ive  desu l f u r i r a t i on  t o  the  

pyridino-crown compounds ($-El. 
Thionomacrocycles A-5 were prepared i n  good y i e l d s  by t r e a t i n g  0.0'-dimethyl 2,6-pyr id inedi-  

carbothioate w i t h  the appropr iate g lyco l  i n  the presence o f  methoxide i on  i n  benzene. The methanol 

by-product was removed by molecular sieves. These macrocycles formed s tab le  complexes w i t h  a l k a l i  

metal s a l t s .  Thionomacrocycles t-2 were desu l fu r ized by Raney Ni  (4 )  t o  g ive  pyridino-crowns 
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Enantiorneric recogn i t ion  by l igands 2 and 8 f o r  c e r t a i n  c h i r a l  alkylammonium s a l t s  has been 

studied by  t i t r a t i o n  ca lor imet ry  i n  CH30H and temperature dependent 'H NMR spectroscopy i n  CD2C12. 

Both (S,S)-2 and ( 5 , s ) - a  exh ib i ted  c h i r a l  recogn i t ion  f o r  the  hydrogen perch lora te  s a l t s  of (R)- 

o - ( l -naphthy l )e thy l  amine and (R)-methyl phenylalanate over the  corresponding (S)-forms. 
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