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CHALCONE OXIMES. PART V I  
* 

NOVEL REARRANGEMENT OF 2.3-OIHYDRO-BENZO-T-PYRONE OXIMES 

INTO b2-ISOXAZOLINE DERIVATIVES 

A b s t r a c t  - The (E ) 2 ,3-dihydro-2-(R-phenyl)-4~-benzopyran-4-one -------- 
oximes ( l a  - f )  have been t ransformed i n t o  cor responding 

2  
i somer i c  A -1soxazo1ines (2a  - f )  by t reatment  w i t h  t r i -  

f l u o r o a c e t i c  ac id .  

Recen t l y  we have descr ibed the  t r a n s f o r m a t i o n  o f  ( E )  2.3-dihydro-2-(R- 

phenyl)-4~-benzopyran-4-one oximes i n t o  i somer i c  ( E )  1-(2-hydroxyphenyl)-3-  

1 (R-pheny l ) -2 -propen- l -one oximes . 
On the  b a s i s  o f  'H NMR ds ta ,  t h e  ( E )  c o n f i g u r a t i o n  was assigned f o r  t he  s t a r -  

t i n g  compounds. The same c o n f i g u r a t i o n  was a l s o  e s t a b l i s h e d  f o r  t he  r e a c t i o n  

p roduc ts  on the  b a s i s  o f  t h e  r e s u l t s  o f  Beckrnann rearrangement l e a d i n g  i n  t h i s  

case t o  the  2 -s t y ry lbenzoxszo les .  

A t  present  we w i s h  t o  r e p o r t  t he  n o v e l  rearrangement o f  (E ) 2.3-dihydro-2- 

2  (~ -phen~l ) -d -H-benzopyran-4-one oximes i n t o  i s o m e r i c  A - i s a x a z o l i n e  d e r i v a t i v e s .  

Thus, when ( E  ) oximes ( l a  - f )  were t r e a t e d  w i t h  b o i l i n g  t r i f l u a r o a c a t i c  

2 
a c i d  ( f o r  90 min.). t h e  cor responding A - i s o x a z o l i n e  d e r i v a t i v e s  (20 - f )  

were obtained. The m e l t i n g  p o i n t s ,  y i e l d s  and t h e  s p e c t r a l  da ta  o f  t he  r e s u l -  

2 
t i n g  A - i s o x a z o l i n e s  as w e l l  as t h e i r  a c a t y l  d e r i v a t i v e s  a re  l i s t e d  i n  

Tab le  1. We aasvme t h a t  t he  r e a c t i o n  sequence shou ld  i n v o l v e  two s teps  as 

d e p i c t e d  i n  Scheme 1. 

The use o f  well-known i s o m e r i z i n g  agent i . s .  t r i f l u o r o a c e t i c  a c i d  causes 

a  h y d r o l y t i c  r ing-open ing and r a c y c l i z a t i o n  o f  i n t e r m e d i a t e  oxime t o  the  

2 A - i s o x a z o l i n e  d e r i v a t i v e .  
. . . . . . . . . . . . . . . . . . . .  

* P a r t  V r  P o l i s h  3.Chem.. 1980, @, i n  press  
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Scheme 1 

The fo rma t ion  o f  oxime i s  supported by known l a b i l i t y  o f  t he  2.3-dihydro-benzo- 

-j"-pyrones e s p e c i a l l y  towards bases 1#3-5. 

The h y d r o l y t i c  r ing-open ing o f  2.3-dihydro-2-phenyl-4H-benzopyran-4-one oxime 

2 l e a d i n g  t o  3-(2-hydroxypheny1)-5-phenyl- A - i s o x a z o l i n e  was r e p o r t e d  i n  1961 by 

V e n t u r e l l a  and B e l l i n o  4. In a  succes ive peper however the  au tho rs  r e v i s e d  

t h e  s t r u c t u r e  o f  t he  product  and c la imed  i t  t o  be 1-(2-hydroxyphenyl) -3-phenyl-  

2-propen-1-one oxime. I n  the  l i g h t  o f  t h i s  r e v i s i o n ,  t he  present  work desc r ibes  

the  f i r s t  rearrangement o f  oximes o f  2.3-dihydro-benzo- pyrones i n t o  

A2- i soxazo l i ne  d e r i v a t i v e s .  
a- 

2 The obse rva t i on  o f  t he  fo rma t ion  o f  A - i s o x a z o l i n e  d e r i v a t i v e s  prompted 

us t o  i n v e s t i g a t e  the  TFA c a t a l y s e d  rearrangement o f  i s o m e r i c  1-(2-hydroxy- 

phenyl)-3-(R-phenyl)-2-propen-1-one m i m e s  l. The r e s u l t s  w i l l  be pub l i shed  

separa te l y .  

A f t e r  comple t ion  of t h i s  work a  v e r y  s i m i l a r  rearrangement of oximes 

2  o f  d ihyd ropy ron ic  d e r i v a t i v e s  i n t o  A - i s o x a z a l i n e  was r e c e n t l y  r e p o r t e d  

5  
by Payard et.al. . 
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