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Suaaary: Reactions of 
carbon tetrachloride 
isoxazolin-3-ones. 

2-bentyI-5-phenyl-4-isoxazolin-3~~s with broaine-N.N-diaethylacetaaide collplex in 
at ram temperature afforded excellent yields of 2-tmzyl-4-bma&%phenyl-4- 

Various a-substituted 4-broao-4~isoxazolin-3-oues have been attracted because of their strong 

biological activities such as antiinflaaaatory,’ aualgesic,‘a*lb*e herbicidal,3 antitussive,i..lb.4 and 

antihypertensive,ia**b*4 activities. The introduction of broaine atoa to the 4-position of 4-isoxazolin- 

J-ones has been accoaplished by t.be cyclizaiton of 2,2,3-tribalohydmcaaic acids, followed by the 

eliaination of hydrogen bromide.5 Hcmever , the direct halcgenation of the Z-substituted 4- 

isoxazoli~3-one(~l has not been reported, although 

balcgenated readily at the 4-position.* Therefore, 

isoxazolin-3-one(hl and its derivatives. 

the %-substituted isothiazol-36nes are kncm to be 

we investigated broaination of 2-benzyl-5-phenyl-4- 
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Direct brcaination of kCX=Y=Hl with broaine in carbon tetrachloride at ambient temperature afforded 

&(X=Y=H) and hydrobroaide of b in 38% and 33% yields, respectively. Similarly, &(X=H, Y=2-C1) and 

hydrobroaide of & were isolated in 34% and 29% yields, respectively. Since hydrcgen broaide liberated 

during the course of the reaction would deactivate 1, the reaction with various Lewis bases were exaained. 

After soae trial, we found that N,N-diaethylacetamidee(DMA), a weak Lewis base, afforded excellent yields 

of 2. Soae results are listed in Table 1.7 

Although broaine is knows to coordinate with oxygen at.oa of DHA,* its synthetic uti1it.y has never 

teen reported. Surprisingly, 2-benzyl-4-isoxazolin-3-one(4) did not react with the present system even 

after the prolonged reaction time, being quantitatively recovemd. The inertness of 4 might be due to the 

lack of the stabilization of the ration generated by tbe addition of brcaoniua ion at the 4-position of 4. 

This view is supported by the reduced reactivity of 1 with the 5-phenyl group substituted by an electron- 

withdrawing group& Id. B, 1, al. Further study on the application of Brs-DMA coaplex is in 

Pmss . 
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Table 1. Bromination of 2-bensyl-5-phenyl-4-i soxazol in-3-ones(i) 

Substrata Mole ratio Reaction tire Isolated yield(X) 

1 1 : h-2 : DMA min 2 

5% x=H. Y=H 
h. x=H. Y=2-C1 

E, X=H, Y=%Cl 

d_, x31. Y=4_cl 

R, x=H. Y=4-k 

f, x31, Y=2+ls 

g, x=H. Y=3xlIk 

8, x=H, Y-3-N& 

1, x31, Y=4-N& 

i. X=Cl. Y=H 

B, X=Cl. Y=2-C1 

1 3 2 14 a2 

1 1 1 1140 a9 

1 3 2 60 a7 
1 3 2 33 96 

1 3 2 60 a2 

1 3 2 2 aa 
1 3 2 1.5 a7 

1 3 2 20 ai 

1 3 2 120 94 

1 3 2 160 91 

1 3 2 20 95 

1 5 4 a0 66 
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