UNUSUAL SUBSTITUTION IN
PYRAZOLYLCHLOROACETYLENE SERIES

M, S. Shwartsberg and S. F. Vasilevskii UDC 542.91:547.771:547.362

We found that the reaction of NaNH, in liquid NH; with 4-8-chloroethynyl-1, 3, 5-trimethylpyrazole
(I) [mp 83-34°, Found: Cl 21.02%. CgH¢N,Cl. Calculated: Cl 21,03%. Infrared spectrum in CCl,: 2230
em™ (C=(). NMR spectrum in CCl, (5, ppm): 3.54 (NCHj3), 2.10 and 2.17 (3- and 5-CHy)], obtained in
63.5% yield by the dehydrochlorination of 4-¢, B-dichlorovinyl-1, 3, 5-trimethylpyrazole with a stoichiomet-
ric amount of the same base, unexpectedly leads to 4-ethynyl-5-aminomethyl-1, 3-dimethylpyrazole (II) in
$5% yield, mp 76-76.5° (from petroleum ether), Found: C 64.35; H 7.46; N 28.31%. CgHyyN;. Calculated:
C 64.40; H 7.43; N 28.17%. Infrared spectrum (CCl,, v, cm'i): 2118 (C =C), 3320 (C=CH), 3400, 3220,
1618 (NH, zssoc.). NMR spectrum (CDCl;, 6, ppm): 3.79 (NCH;), 2.26 3-CHg), 3.90 (CHy, 1.45 (NHy),
3.22 (C=CiI). The CH;—(C) group was identified as being 3-CH, by the character of the shifts of its sig-
nals in the NMR spectrum with change in the solvent [1].

The raechanism of the reaction was not ascertained, It is possible to postulate either a consecutive

or a synchronous cleavage of a proton and chlorine anion from the methyl group and the acetylene group
that is conjagated with it, and the subsequent addition of the nucleophile to the intermediate bipolar com-

pound (III)
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