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DIPOLAR ADDITION REACTIONS OF NITRILEOXIDES, IV."
THE CYCLOADDITION OF NITRILEOXIDES T0 KETENE AMINALS.

P, Rajagopalan and C.N. Talaty
CIBA Research Centre, Goregaon, Bombay 63, India

(Received 6 July 1966)

Nitrileoxides (I) react vigorously with ketene aminals
(I1) to furnish 5-substituted-aminoisoxagzole derivatives (III)
directly in good yields. 3Since ketene aminals can be prepared
readily from triethyl orthoacetate and secondary amines (1),
this cycloaddition reaction affords a new, one-step approach to

the isoxagzole system.

1
ﬁ n
+ CH
K (':'—- B > l/ \
¥ IS N Na7 Lk mp,
R, &
1 I 111

* Contribution No.65 from CIBA Research Centre, Bombey 63.
Por Part III of this series g¢f. P. Rajagopalan and C.N.Talaty,
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The general procedurs for the j;rcparation of compounds
of the type III is as follows: A solution of the ketene aminal
in absolute ether (0.5 mole) is added in one lot, with agitation,
to a solution of freshly liberated nitrileoxide (0.5 mole) in
absolute ether. In many cases, precipitation of the product
occurs within a few mimites. The mixture is then refluxed for
30 minutes, cooled, filtered and the residue recrystallised from
a suitable solvent. 1In case there is no separation of the pro-
duct, the mixture, after being refluxed for 30 minutes, is evapo-
rated to dryness under reduced pressure and the residue triturated
with 1X hydrochloric acid, filtered and recrystallised from an

appropriate solvent,

A few of the substituted-aminoisoxazole derivatives thus
prepared are listed in the Table. They are extremely, if at all,
weak bases and exhibit I.R. absorption characteristic of isoxazoles.
At least in two cases the secondary bases liberated during the
reaction were isolated and identified by conversion into substi-
tuted ureas by treatment with 4-chlorophenylisocyanate and compa-
rison of the latter with authentic samples.
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