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STUDIES ON THE SCHIFF BASES - ENAMINES EQUILIBRIUM (1)
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The possibility of Schiff bases to react in the enamine
form, previously observed in some acylations (2, 3, 4) and
other reactions (5, 6), has now been investisated by means
of two typical reagents of the enamine function: p-nitrophe-
nyl-azide and tosyl-azide.

The following Schiff bases were examined: N-(ethylide=~
ne)-propylamine; N-l-(pronylidene)-provylamine; N-2-(propy-
lidene)-propylamine; N-l-(butylidene)-propylamine; N-2-(bu-
tylidene)-propylamine; N-l-(3-methyl-butylidene)-propylami-
ne (7, 8); N-2~(pentylidene)-propylamine and N-3-(pentylide-
ne)-propylamine. I.R. and N.l.R. studies on these substan-
ces are in favour for their Schiff bases structures; the
existence of enamine forms must however be taken into ac-
count since from the reaction with p-nitrophenyl-azide and
tosyl-azide aminotriazolines and amidines respectively we-

re obtained in high yields, (Both aminotriazolines and ami-
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dines represent the normal reaction products of the above rea-
gents with enamines (9, 10)). The reactions are carried with a
molar ratio 1:1 in CHCl3 at the boiling point of the mixture.
Reaction times of 4-8 hours are required with 4-nitrophenyl-
azide. With tosyl-azide heating was continued until no more N2
was evolved (2-3 hours). The reactions are thus exemplified in

the case of N-l-(propylidene)-propylemine:

CHB-CHZ-CH=N-CBH7 —_— CH,~-CH=CH-NH~C_H

3 377
4-N02-06H4-f/ Tos-N
CHB-?H— N -0
/CH\ /N OH3~CH,=C{
C 5Hy=HN N NE-CH,
CgHy~NO,—4
m.p. 97°C n.p. 87-88°C

A peculiar behaviour was observed in the case of N-2-
(propylidene)-propylamine which with Y4-nitrophenyl-azide yiel-

ded l-propyl~5-methyl-v-triazole and “-nitro-aniline:

CH5 CH2
CHB—C=N—03H7 _ CH;-C—NH—CBH7
4-N02-C6H4--N5
CH—N
CHB—g g + 4—NO2—06H4—NH2
\1;1/
58

b.pesg 130-32°C
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