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The r e a c t i o n  of methylthio-,  e thy l th io - ,  and benzylthiodiphenylcyclopropenium 

s a l t s  ( 1 )  wi th  5- and 6-membered c y c l i c  1.3-diketones t o  g ive  e i t h e r  2 -a lky l th io -  

2H-pyrans or  dienone d e r i v a t i v e s  w a s  s t u d i e d .  

Treatment of (1)  with c y c l i c  1 ,>-diketones (2) i n  t h e  presence of  t r i e thy lamine  

af forded c o l o r l e s s  c r y s t a l s  of 2-alkylthio-2H-pyrans ( 3 ) .  (3a) from ( l a )  and (2a) 

i n  84%. (3b) from ( l a )  and (2b) i n  74%, (3c) from ( l a )  and (2c) i n  89%. (3d) from 

( lb )  and (2a)  i n  58%, and (3e)  from ( l c )  and (2a) i n  67% y i e l d .  The s t r u c t u r e  of 

(3) was e l u c i d a t e d  on t h e  b a s i s  of t h e i r  e lementa l  ana lyses ,  I R ,  ' H -  and 1 3 ~ - ~ ~ ~  

and mass spec t roscop ic  d a t a  as w e l l  a s  chemical  t r ans fo rmat ions  desc r ibed  below. 

2-Alkylthio-2H-pyrans (3) wi th  mercury (11) c h l o r i d e  i n  an a l coho l  (ROH) 

underwent convers ion t o  t h e  corresponding 2-alkoxy-2H-pyrans ( 4 ) ,  while  t r ea tmen t  

of (3a ,d)  wi th  mercury (11) a c e t a t e  i n  a c e t i c  a c i d  y ie lded  2-hydroxy-2H-pyran ( 5 ) .  

Oxidation of (5) follwed by hydro lys i s  produced known 2-benzoyl-5,5-dimethyl- 

1 cyclohexane-1 ,3-dione (6 ) .  The H- and 1 3 ~ - ~ ~ ~  d a t a  of ( j ) ,  (41, and (5) c l e a r l y  

show t h a t  t h e  equ i l ib r ium l i e s  completely on t h e  s i d e  of t h e  2H-pyran. 

In c o n t r a s t ,  t h e  r e a c t i o n  of  (1)  wi th  1,3-indandione y ie lded  t h e  ring-opened 

dienone d e r i v a t i v e s  (7)  as a  mixture of  E and Z isomers.  Desu l fu r i za t ion  of (7 )  

af forded (8) i n  good y i e l d .  
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