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I t  is of g r e a t  i n t e r e s t  t o  c a r r y  o u t  t h e  fo l lowing t ransformat ion on t h e  

primary amino groups found i n  water  s o l u b l e  n a t u r a l  products  such a s  polypept ides :  

+ RNH2- - .-Nu + 
+ I 

R 
TO t h i s  end a p ro to type  water  s o l u b l e  pyrylium c a t i o n  was prepared and i t s  hydrol- 

y s i s  i n  b u f f e r s  of pH 4 . 5 - 9 . 5  s tud ied .  The pH-rate p r o f i l e s  f o r  t h e  convers ion 

of  c a t i o n  t o  a c y c l i c  pseudobase ( k f )  and f o r  t h e  r e v e r s e  p rocess  (k,) were obtained. 

Above pH 9 pseudobase was i n  equi l ibr ium wi th  i t s  anion.  A t  t h e  same pH, the cation 

was conver ted  t o  anion much f a s t e r  than was pseudobase. A c i d i f i c a t i o n  of a  solution 

conta in ing anion gave pyrylium i n  a b i p h a s i c  p rocess .  These r e s u l t s  a r e  indicative 

of t h e  presence  of t h e  ketodienol  tautomer of pseudobase ( a n  enedione) .  Protonation 

of t h e  anion could occur e i t h e r  on oxygen t o  g i v e  ketodienol  o r  on carbon t o  g i v e  

the  enedione. Rate s t u d i e s  i n d i c a t e d  t h a t  convers ion of pseudobase t o  c a t i o n  was 

the slow component of t h e  b iphas ic  process .  The rate- . . step in the converdon 

of pseudobase t o  c a t i o n  i s  then ke ton iza t ion  of t h e  ketodienol .  The p r i n c i p l e  of 

microscopic r e v e r s i b i l i t y  i n d i c a t e s  t h a t  t h e  r e v e r s e  process  is  r a t e  determining for 

formation of pseudobase from pyrylium c a t i o n .  


