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We have observed predominate N-alkylation of activated oximes with diazoalkanes (Table 1),
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The structure of nitrones (Ia-c) was demonstrated by broadening of the MeN signals in PMR spectra and
from IR spectra, and also by cycloaddition reactions.
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*The yield of alkylation products of oxime Na Salts by reaction with RI in acetone upon
boiling for 5 days is given in parentheses.

TKBr tablets.

160 MHz from HMDS, $ mole % solntions in CeHs.

**j= 1.4 Hz.

17 = 7.1 Hz.

$4Purified by chromatography on silica gel, GHC; as the eluent.

s+sAt =60° in CHFCl,, 8, ppm; 2.63 (CHy, AB, Jop=15, AV = 52 Hz), 1.3 (Me,C,Av =
3 Hz). :

Institute of Chemical Physics, Academy of Sciences of the USSR, Moscow. Dnepropetrovsk Chemico-
technological Institute. Translated from Izvestiya Akademii Nauk SSSR, Seriya Khimicheskaya, No. 1, pp. 250-
251, January, 1977.

This material is protected by copyright registered in the name of Plenum Publishing Corporation, 227 West 17th Street, New York, N. Y. 10011. No part
of this publication may be reproduced, stored in a retrieval system, or transmitted, in any form or by any means, electronie, mechanical, photocopying,
microfilming, recording or otherwise, without written permission of the publisher. A copy of this article is available from the publisher for $7.50.

224



(1a) S=CR4 MeNOC(R2)CH, C(COMe), R = Me(a), MeOLC (b)
1__._.

(Illa, b

The alternative oxaziridine structure is excluded by the absence of geminal nonequivalence of CH,N protons in
(Ib). 1In contrast to isomeric O ethers, the mass spectra of (Ia-c) contain peaks of charactensmc iragments
(M — R'OCO,)*and (M — R'OCO,— coz)+

The O ethers (da-c) are identical to the alkylation products of oximes upon reaction with RI {the nitrones
formed in this case decompose rapidly in basic medium). In contrast to nitrones, O ethers react with CH,N,;
for example, 1-methoxyaziridine-2,2-dicarboxylic ester (68%) was obtained from (Oec) [1}].
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In a continuation of investigations of catalytic transformations of allene [1] we studied by IR spectroscopy
its interaction with y-AL,O; and Ni(CO), deposited on y-Al,0;. In the case of y-Al,O, isomerization of allene to
methacrylate was observed already at 20°C (absorption bands at 2140 and 3350 em™1). Preliminary adsorption
of pyridine on the y-Al,0O; surface suppressed completely the isomerization and the appearance of bands at
1450 cm~! in the spectrum indicated the presence of coordinatively bonded pyridine on the surface., After de-
sorption of pyridine at 250~-300° allene again isomerized at ~20°. Evidently isomerization of allene on y-ALO,
proceeds on Lewis acid centers. Interaction of allene with Ni(CO), deposited on y-Al,0, at a temperature of
0-20° leads to the formation on the y-Al, O, surface of compounds, characterized by absorption bands at 1150,
1250, 1295, 1340, 1430, 1640, 2850, 2910, 2040, 2990, and 3080 cm™!. The whole set of absorption bands makes
it possible to assign the formed compound to the m-allyl complex of Ni on the v-Al,O; surface can be obtained
upon reaction of Ni(CO), directly with allene, and not only with allyl halides, as was shown earlier in [1].
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