
B O R O D I N  - H U N S D I E C K E R  R E A C T I O N  

I N  T H E  I S O X A Z O L E  S E R I E S  

S.  D .  S o k o l o v  a n d  T .  N.  E g o r o v a  UDC 547.786 : 542.944.9 

The homolyt ic  subst i tut ion of hydrogen in an i soxazole  r ing has not yet  been desc r ibed .  We have found 
tha t  the s i l ve r  sa l t s  of i s o x a z o l e - 4 - c a r b o x y l i c  ac ids  r eac t  smoothly  with b romine  and f o r m  4 - b r o m o -  
i soxazo les  via the scheme  of the B o r o d i n - H u n s d i e c k e r  react ion,  for  which a f r e e - r a d i c a l  chain mechan i sm 
fo r  decomposi t ion  of the in te rmedia te  acyl  hypobromi te  has been es tabl i shed.  
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This method was used to obtain 3,5-dimethyl-4-bromoisoxazole (Ia) with bp 62-64 ~ (15 ram) and nD2~ 
1.4891 [i] in 47% yield; no melting-point depression was observed for a mixture of the 2,3,5-trimethyl-4- 
bromoisoxazolium chloroferrates obtained from this product and a genuine sample. 3-Phenyl-4-bromo- 
5-methylisoxazole (Ib) with bp 128-130 ~ (5 ram) and nD2~ 1.5816, was similarly obtained. Found: Br 33.4%. 
CIoHsBrNO. Calculatedi Br 33.6%. 

Isoxazole-3- and isoxazole-5-carboxylic acids give mixtures of products with predominance of acyclie 
compounds. 5-Phenylisoxazole-3-carboxylic acid gave 3-bromo-5-phenylisoxazole in ~ 10% yield (the PMR 
spectrum of a CCI 4 solution has a singlet at 6.48 ppm). Thus 4-isoxazolyl radicals are more stable than 
3-isoxazolyl radicals. 
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