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Proceeding with studies on the mutual effect oN-CH,-Si(OMe); fragment, which attenuates the
nitrogen-containing aromatic heterocycles and organelectron-donor power of the nitrogen atom [2]. Such
silicon substituents SiXbound with them [SiX = rearrangement without isolation of the tautomers was
Si(OMe), SiF,, Si(OCH,CH,).N] [1], we have detected by'H—(*°Si) INDOR spectroscopy in 1-(tri-
prepared previously unknown 4-methyl-1-phenyl-2-methylsilyl)-2-piperidone (4:1 N:O tautomeric ratio)
(trimethoxysilyl)-3-pyrazolidone I and 4-methyl-1- [3].
phenyl-2-(silatranylmethyl)-3-pyrazolidone 11 . In _ _
the IR spectrum of the starting 4-methyl-1-phenyl-3- The resulting da‘ga allow us to state that in com-
pyrazolidone (I ), the band of stretching vibrations Pound I the following rearrangement takes place,
of the (N)C=O carbonyl is at 1682 cth The UV favored by then,c -hyperconjugation effect.
spectrum of compoundll contains a strongr—7’ Me o) Me OCH,Si(OMe);
band of the 1-phenylpyrazolidone heteroring at 4 i
248 nm € 10700). Vacuum distillation of compound - — _
| gave a low-boiling and a high-boiling fractions HZC\’T"N_CHZ“I(OME)3 HZC\'T‘ N
[bp 164 and 18ZC (4 mm), respectively] in a 1:4 Ph Ph
ratio. The IR spectra of both fractions show the above la Ib
carbonyl stretching band at 1699 thand a new band
at 1636 cm'. In the IR spectrum of the high-boiling Treatment of the high-boiling fraction of com-
fraction the latter band is much stronger than thgoundl with triethanolamine gave silatrarnk in 88%
carbonyl band. The UV spectrum of a solution of theyield. The observation of a single C=O stretching
low-boiling fraction in acetonitrile shows twea-n band at 1679 cnt in the IR spectrum of compound
bands at 249 and 275 nm (2:1). The UV spectrum ofi and of a band at 253 nna ©500) in the UV spec-
the high-boiling fraction contains mainly a band attrum of its acetonitrile solution gives unequivocal
275 nm € 11700). The appearance of the band akvidence for the formation of aN-substituted hetero-
1636 cn* in the IR spectrum and of the long-wave ring containing an NC=0 group. That means that in
band at 275 nm in the UV spectra of both fractions othe absence oh,c™ interaction the equilibrium for
compoundl can be explained either by rearrangementompound Il is shifted to the left, i.e. the
of the -N-C=0 fragment to-N=C-O- or by forma- N-C=0<>N=C-O rearrangement is reversible.
tion of a Sik— O(=C) donor-acceptor bond. The second _ ,
assumption should be ruled out, since the UV spectra 4-Methyl-1-phenyl-2-(trimethoxysilylmethyl)-3-
of solutions of the high-boiling fraction of compound Pyrazolidone (I) was obtained by the previously
| in heptane, acetonitrile, and DMSO practically coin-described procedure [4]. The total yield of the mixture
cide. The highly nucleophilic DMSO should cleave©f tautomerda andlb was 76%. Found, %: C 57.15,
the Sik-O(=C) bond and lead to coordination of 97.45; H 7.5_0, 7.80; N 10.10, 10.09; Si 9.52, 9.60.
DMSO with the silicon atom. These effects would C14H22N,O3Si. Calculated, %: C 57.11; H 7.53; N
lead to a hypsochromic rather than a bathochromi8.52; Si 9.54.

Sh|ft Of the T—>T band in the uv Spectrum. 4_Methy|_1_pheny|_2_(S|Iatranylmethyl)_s_pyra_
The presence of the N=O© moiety in compound zolidone (Il). Yield 88%, mp 229C. Found, %: C
| is caused by th@,c -hyperconjugation effect in the 56.14, 55.99; H 6.82, 6.98; N 11.58, 11.38; Si 7.71,
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7.95. G;H.eN;O,Si. Calculated, %: C 56.17; H 6.93;  Zh. Obshch. Khim2000, vol. 70, no. 7, pp. 1132142.

N 11.56; Si 7.73.
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in KBr pellets were measured on a SPecord IR-75 kov, M.G., Kramarova, E.P., and Baukov, Yu.Eh.
spectrometer in the range 4QmO00 cm-. Obshch. Khim.,1981, vol. 51, no. 2, p. 488.

REFERENCES 4. Chernov, N.F., Bolgova, Yu.l., Trofimova, O.M., and
1. Brodskaya, E.l., Belyaeva, V.V., Trofimova, O.M., Voronkov, M.G., Zh. Obshch. Khim.1999, vol. 69,
Chernov, N.F., Pukhnarevich, V.B., and Voronkov, M.G., no. 9, pp. 14531455.

RUSSIAN JOURNAL OF GENERAL CHEMISTRY Vol. 71 No.6 2001



