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REACTION OF METHYL 12-HYDR0XY-AB1ETAN-8,11.13-TR1ENE-19-0ATE WITH THALLIUM(II1) 

PERCHLORATE. FORMATION OF A  LACTONE WITH A NEW REARRANGED SKELETON. 

T a t s u h i k o  Nakano a n d  M a r f a  I s a b e l  He rnBndez .  C e n t r o  d e  g u i m i c a ,  I n s t i t v t a  v e n e z o -  

l e n o  d e  I n v e s t i g a c i o n e s  C i e n t i f i c a s  ( I .  V .  I .  c . ) ,  A p a r t a d o  1 8 2 7 ,  c a r a c a s  1 0 1 0 - ~ ,  

V e n e z u e l a ,  a n d  Andrew T .  M c P h a i l ,  P a u l  M .  Gross C h e m i c a l  L a b o r a t o r y ,  Duke 

U n i v e r s i t y .  Durham,  N o r t h  C a r o l i n a  27706 ,  U. S .  A .  

The o r g a n i c  r e a c t i o n s  mak ing  use of  t h e  o x i d i z i n g  a b i l i t y  of  t h a l l i u r n ( I I 1 )  

d e r i v a t i v e s 1  a r e  now r e c e i v i n g  much a t t e n t i o n  e s p e c i a l l y  i n  t h e  f i e l d  of n a t u r a l  

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

compounds t o  o t h e r  b i o l o g i c a l l y  a c t i v e  d e r i v a t i v e s ,  we w e r e  i n t e r e s t e d  i n  t h e  

o x i d a t i o n s  of  m e t h y l  p o d o c a r p a t e  ( 1 )  and m e t h y l  12-hydroxy-abietan-8,11,13-tri- 

e n e - 1 9 - o a t e  ( 2 )  w i t h  t h a l l i u m ( I I 1 )  p e r c h l o r a t e . '  W h i l e  i n  t h e  case  of  compound 

( I ) ,  t h e  e x p e c t e d  2 - q u i n o l  ( 3 )  wae o b t a i n e d  a s  t h e  m a j o r  p r o d u c t ,  compound ( 2 )  

was l a c t a n i z e d  u n d e r  t h e  same c o n d i t i o n s  t o  a compound of  a new s k e l e t a l  t y p e .  

T h i s  l a c t o n e  was  f o r m u l a t e d  as ( 4 )  o n  t h e  b a s i s  of s p e c t r o s c o p i c  e v i d e n c e  a n d  i t s  

s t r u c t u r e  a n d  s t e r e o c h e m i s t r y  were e s t a b l i s h e d  u n e q u i v o c a l l y  b y  a s i n g l e - c r y s t a l  

X-ray a n a l y s i s .  I n  t h i s  C o n g r e s s ,  t h e  d e t a i l s  of  t h i s  u n u s u a l  r e a c t i o n  a n d  a - 
p o s s i b l e  m e c h a n i s m  f o r  t h e  f o r m a t i o n  of  compound ( 4 )  w i l l  b e  d i s c u s s e d .  
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