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

Continuing our search for new biologically active
substances among derivatives of benzoxazolinone (I,
X =1) [1-3], we have synthesized N-(aryloxycarbonyl)
benzoxazolin-2-ones (IMD) (see table). The latter were
obtained in high yields from N-(chlorocarbonyl)benzox-
azolinones (I} [1] and phenols (method A) or from I
and aryl chloroformates in the presence of diethylani-
line (method B).
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EXPERIMENTAL

N~(o~Tolyloxycarbonyl)benzoxazolin-2-one, A) With stirring,
5.24 g (0.035 mole) of diethylaniline was added dropwise to a solution
of 6.9 g (0.035 mole)of la and 7.55 g (0.070 mole) of o-cresol in 50
mi 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 HCI,
2% NaOH solution, and water again. This yielded 8.45 g (90%) of Illa
(Ar — 0~CHyCgH,), mp 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 dioxane was added dropwise 1.49 g (0.01
mole) of diethylaniline. The mixture was stirred at 20° C for § 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 (87.5%), mp 185-136" 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
diethylaniline. The mixture was stirred at room temperature for 6 hr
and then at the boil for 8 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 IIlb (Ar = CgHg), mp 159~160° C
(needles from heptane). The benzene solution yielded another 1.04 g
of Iff. The total yield was 76.5%.
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Reaction of N-(o-tolyoxycarbonyl)benzoxazolin~2-one with o-cre-
sol in the presence of sodium o-cresoxide, A mixture of 1.35 g (0.005
mole) of I and 0.504 g (0.005 mole) of o-cresol in 30 ml of benzene
was boiled for 8 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 (717.71%) 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-one with
p-chlorophenol in the presence of sodium p-chlorophenoxide. A solu-
tion of 1.44 g (0.05 mole) of IIIb (Ar = C¢H;) 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 filtered off, mp 186-188° C. The heptane was distilled
off from the filirate, giving 0.93 g (80%) of p-chiorophenyl phenyl
carbonate, mp 94.5° C.

Reaction of Ia with sodium o-cresoxide. With stirring, 6.9 g (0.035
mole) of Ila was added to a suspension of o~CH;CgH, ONa 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-
oxane wasdistilled 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 §6=57 C (from heptane). Found, % C : 74.34;

H 5.69. Calculated for Cy5H40,, %: C 74.38; H 5.76.

REFERENCES

1. N. L. Poznanskaya, S. I. vanova, N, N. Mel'-
nikov, and N. I. Shvetsov-Shilovskii, KhGS [Chemistry
of Heterocyclic Compounds], 8, 427, 1967.

2. N. A. Aliev, S. N. Ivanova, N. N. Melmikov,
and N. I. Shvetsov-Shilovskii, KhGs [Chemistry of
Heterocyclic Compounds], 3, 429, 1967.

3. I. L. Gogoleva, S. N. Ivanova, N. N. Mel'nikov,
and N. L Shvetsov-Shilovskii, KhGS [Chemistry of
Heterocyclic Compounds], 3, 746, 1967.

4, L. C. Raiford and I. O. Inman, J. Am. Chem.
Soc., 56, 1586, 1934.

5. H. A. Staab, Ann., 609, 83, 1957.

28 December 1967 All-Union Scientific-Research
Institute for Chemical Plant

Protection Agents, Moscow.



KHIMIYA GETEROTSIKLICHESKIKH SOEDINENII

720

— oLt 9 8LII Y | — — YONID"H*D | 631831 YHPOPHD-# BI11
— —_ 0%'g 80'% 16°99 — IS | e1v | 4299 YONVHE'D | €11—3l1 VHIOPHD-d el
£l 0L 11 €9F 8l | 8% | — - YONIDPH®'D | gg1—oGI € YHPDFHD-0 altl
g'9L 8551 8y LG 01’88 S1gl L3S | oLs | 6188 YONIDPHM'D | 091691 A4 *HD a1l
— — 286 69'G 06'69 — &6 | 197 | 1098 SONFHY'D | FLI—ELE YH9DPON-d 30§
06 adl 8% 6% 01'8¢ 088! 0 | g6 | 898 PONIO*HY'D | 31831 v YH®DID-0 B[]
LL - 0g'e 80V 16'99 — 998 | ey | 0129 ONYH*'D | arl—T¥1 v "HPOPHD-w BII]
m.w% — 0%'g 80 16'99 — 8IS | pre | 0249 YON'TH'D | opi—6el v YHDPHD-0 i1l
18 - 8y'q I8¢ 08'99 - 098 | 9re | 96°99 FON°H™'D | 681—845!1 A4 SHD eIl
e LS Nl HS L . 0 (o I [
% *pe3emoaren 9 ‘punog 0, AW POURW

S9UO0-Z-UIJOZBXOZUSY( [AUOQIBO AXOTAIV)~N



