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AN INTERESTING REACTION OF

4H-1-BENZOPYRANO (3, 4-d)-OXAZOL- AND

' ISO-OXAZCL-4-ONI'S
IN a previons communication!, we have reported the
synthesis of 4H-1-benzopyrano (3, 4-~4) oxazol-4-onc
derivatives. With a view to studying some of the
reactions of these compounds such as the replace-
ment of the heterocyclic oxygen by nitrogen, we
investigated the reaction  of (Iz) with hydrazine
hydrate. It is pertinent to mention that Baddar er /.2
bave reported the replacement of heterayclic O by N
with Hydrazine hydrate in some e-pyrones to form
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l-amino-2-pyridones.

IR=CHg &) R=CHyq
by R=CoHg b) R=CpHg

The reaction was carried out by refluxing cequimole-
cular quantities of the reactants, e.g., (lz) and
Firdrazine hydrate in alcohol solution for 5 hr. Dilu-
tion with water afforded a colourless crystalline com:
pound (Ilz), m.p. 147-49°. [ts molecular weight
(mass spectrum) was found to be 323 and the ele-
mental analysis corresponded  with  the molecular
formula C;¢H;;0,N,;.H,0. Tt u.v. had 7\::::'“
215 nm (log €4-39), 290 am (log € 4-37)
320nm (log €4-21). In the ir. spectrum the lactone
band. which in the original dompound appeared at
1765 cm!, was completely absent. Further, the
spectrum showed a NH, band ar 3400 e¢m', whereas
the > C=N band appeared at 1610 em-l. The
a.m.t.  spectrum  (CDCl,; 8)  of the compound
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integrated for fifteen protons and showed the folow- —m———
ing signals : 2-4 (s, 6H. Ar-CHg), 4-3 (b, s, 2H~ 1. Merchant, J. R. and Shirali, S. S., Chem. and

NH,). 7:0~ 8-0 (m, 7H, aromatic). ' 5 Bb:i‘j" lg?’?é 1, E;SH ~

From the above evidence the compound was ’ liT a;{ J. _y_j;‘f'bbzi::r’_ 59?? lasndlgé-RaJy yes,
assigned the structure (lle). The latter is consistent 3. Desai, M. K. and Usg,aonkarf R., N., Indign
with the observation that on boiling it with either J. Chem., 1971, 4, 379.

acetic anhydride or with dilute hydrochloric acid the
original compound (Iz) was obtained in almost
quantitative |yield.

The formation of lla may be due to the opening
of the coumarin ring in (l«) by a strong base like
hydraline hydrate giving the hydroxy hydrazide as an
intermediate which recyclizes to give back the result-
ing compound.

The reaction also succeeds wich other 4H-1-benzopy-
rano (3, 4-d) oxazole-4-onc derivatives. The com-
pound (I[%) had m.p. 158-60°. However, a similar
hydrazide formation is not observed with 4H-1-benzo-
thiopyrano (3, 4-d) oxazol-4-ones.

The same reaction occurs also in the case of the
known®  3-methyl- and  3-ethyl-4H-l-benzopyrano
(3, 4-d)-isooxazol-4-ones giving the corresponding
hlydrazones IVa, m.p. 148-50°, IV, m.p. 114-1G°.

In our procedure for the preparation of the two
isooxazol-4-ones, which is somewhat different from
that reported the oximes of 4-hydroxy-acetyl- and
4-hydroxy-3-propionyl coumarins were acetylated to

vield the corresponding unknown acetates of the
oximes, m.p. 183-84° and 128-30° respectively. The |
oxime acetates on boiling with pyridine afforded the 1
required isooxazole-4-ones in 50-60% yields. '

With a view to study the general applicability of .
the reaction we studied the reaction of hydrazine -.
hydrate with 7-hgdroxy-3-ethyl-4-methylcoumarin.  In i
this case the reaction failed and the original coumarin
was obtained back. The reaction was unsuccessful 4
with 7-Hydroxy-G-ethyl-3, 4-cyclopenteno-  and f
7-hydroxly-6-ethyl-3. 4-cyclohexenocoumarins. ~ The ;
reactions also failed to give a pure product with :
A-methoxly-G-methylcoumarin. It, therefore, seems that
the presence of an oxazole or an isooxazole ring in
3, 4 positions is very necessary for the reaction to
occuf.

All compounds gave satisfactory C, H and N .
angl;yses.

We are thankful to Ciba-Geigy Research Centre,
Bombay, for n.m.r. and mass spectra.
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