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I. T h e  S y n t h e s i s  a n d  A c y l a t i n g  C a p a c i t y  of  N - ( A r y l o x y c a r b o n y l ) b e n z o x a z o l i n - 2 - o n e s  
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UDC 5 4 7 . 7 8 7 . 3 + 5 4 2 . 9 5 3 . 5  

N-(Aryloxycarbonyl)benzoxazolin-2-ones have been obtained from 
benzoxazolinones and aryl ehloroformates and from N-(chlorocarbonyl) 
benzoxazotinones and phenols. These compounds possess acylating 
properties and with phenols in the presence of phenoxide ions they give 
diaryl carbonates. 

C o n t i n u i n g  o u r  s e a r c h  f o r  n e w  b i o l o g i c a l l y  a c t i v e  

s u b s t a n c e s  a m o n g  d e r i v a t i v e s  o f  b e n z o x a z o l i n o n c  (I, 

X = H) [1 -3 ] ,  we  h a v e  s y n t h e s i z e d  N - ( a r y l o x y c a r b o n y l )  

b e n z o x a z o l i n - 2 - o n e s  ( l id  ( s e e  t a b l e ) .  T h e  l a t t e r  w e r e  

o b t a i n e d  in  h i g h  y i e l d s  f r o m  N - ( c h l o r o e a r b o n y l ) b e n z o x -  

a z o l i n o n e s  (II) [1] a n d  p h e n o l s  ( m e t h o d  A) o r  f r o m  I 

a n d  a r y l  c h l o r o f o r m a t e s  in  t h e  p r e s e n c e  of  d i e t h y l a n i -  

l i n e  ( m e t h o d  B) .  

X @ O / c ~ O  

II 

i 1 L 
X ~ 0/C = 0 

H O A ~ "  

/ /  I l l  
- CI C O O A r  

a X-H: b x=ci 

E X P E R I M E N T A L  

N-(o-Tolyloxycarbonyl)benzoxazolin-2-one. A) with stirring, 
5.24 g (0.035 mole) of diethylanillne was added dropwise to a solution 
of 6.9 g (0.035 mole)of lla and 7.55 g (0.070 mole) of o-cresol in g0 
ml of dry dioxane. The mixture was stirred at ~20 ~ C for 4 hr, left to 
stand for 12 hr, and boiled for 6 hr, after which the solvent was dis- 
tilled off. The residue was treated successively with water, dil HC1, 
2% NaOH solution, and water again. This yielded 8.45 g (90%) of Ilia 
(At - o-CHsC6H4) , m p  139-140 ~ C (from heptane). 

B) To 1.35 g (0.01 mole) of Ia and 1.7 g (0.01 mole) of o-tolyl 
chloroformate in 10 ml of dry dloxane was added dropwise L49 g (0.01 
mole) of diethylaniline. The mixture was stirred at 20 ~ C for 5 hr and 
was then boiled for 6 hr, and the reaction product was isolated in the 
same way as in method A. Yield 1.82 g (67.5~o), mp 135-136 ~ C. 

6-Chloro-N-(phenoxycarbonyl)benzoxazolin-2-one. A benzene so- 
lution obtained by treating the products of the reaction of Ib with phos- 
gene [1] and containing 1.7 g (0.01 mole) of IIb was treated with 1.60 
g (0.01 mole) of phenol and then, in drops, with 1.49 g (0.01 mole) of 
diethytaniline. The mixture was stirred at room temperature for 6 hr 
and then at the boil for 6 hr. The precipitate that formed was filtered 
off and was washed with water, dil HC1 2% NaOH solution, and 
water again, giving 1.14 g of IIIb (At = C6H5), mp 159-160 ~ C 
(needles from heptane). The benzene solution yielded another 1.04 g 
of IIt. The total yield was 76.5%. 

Reaction of N-(o-tolyoxycarbonyl)beazoxazolin-2-one with o-cre- 
so l in  thepresenceof sodium o-cresoxide. A mixture of 1.35 g (0.005 
mole) of III and 0.504 g (0.005 mole) of o-cresol in 30 ml of benzene 
was boiled for 3 hr with a small amount of sodium. After the benzene 
had been distilled off, the reaction product was treated with 2% NaOH 
solution, and the precipitate was washed with water and dried, giving 
0.945 g (77.7%) of di(o-tolyl) carbonate, mp 56-58 ~ C, showing no 
depression of the melting point in admixture with a sample obtained 
by treating o-cresol with phosgene in the presence of diethylaniline. 
The same compound was obtained with a yield of 78% when the re- 
action was carried out in dry dioxane and at room temperature. 

Reaction of 6-chloro-N-(phenoxycarbonyl)benzoxazolin-2-ene with 
p-chIoropheaol in the presence of sodium p-chlorophenoxide. A solu- 
tion of 1.44 g (0.05 mole) of iIIb (At = C6Hs) in 50 ml of dry dioxane 
was treated with 0.64 g (0.05 mole) of p-chlorophencl with a very small 
amount of metallic sodium. The mixture was stirred for 6 hr, and the 
solvent was distilled off. The residual oil was treated with heptane, 
and the ib was fiItered off, mp 186-188 ~ C. The heptane was distilled 
off from the filtrate, giving 0.93 g (80%) of p-chlorophenyl phenyl 
carbonate, mp 94.5" C. 

Reaction of IIa with sodium o-eresoxifle. With stirring, 6.9 g (0.035 
mole) of IIa was added to a suspension of o-CHsCoH40Na obtained from 
0.805 g (0.035 mole) of sodium and 10.8 g (0.1 mole) of o-cresol in 
50 ml of dry dioxane. The sodium chloride was filtered off, the di- 
oxanewasdistilled off from the filtrate, and the residue was treated 
with 2% NaOH solution and with water, giving 5.8 g (89%) of di(o- 
tolyl)carbonate, mp 56-57 ~ C (from heptane). Found, %: C : 74.34; 
H 5.69. Calculated for C15H14Oz, %: C 74.38; tt 5.76. 
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