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Summary
The present work is a continuation of our comparative
studies on some newly prepared acrylonitrile derivatives.

The wide applications of 2-propenoyl derivatives as a
precursors in the synthesis of biologically and pharmac-
ologically active compounds, beside other interest in the
synthesis of industrial products, like polymers, made them
worthy to be synthesized hoping to obtain new structures
with enhancing potency.

The thesis includes three parts:

Part 1:

Synthesis _and reactions of 2-substituted-(4H)-3,1-
benzoxazin-4-one and quinazolin-4-one derivatives.

This part deals with the synthesis of 2-[1"-cyano-2"-(4""-
methoxyphenyl or 2 -thienyl)-ethen-1"-yl]-(4H)-3,1-benz-
oxazin-4-ones (3 a-c) via condensation of anthranilic acid
and its 3,5-dibromo derivative with 2-propenoyl chloride
derivatives (1 a&b) in presence of pyridine to give the acyl
anilide derivatives (2 a-c) followed by cyclization with
acetic anhydride.

The structures of 3 were elucidated with elemental analysis
as well as spectral data (IR, "H-NMR and MS) and also a
series of chemical reactions like:

i) Aminolysis of (3b) with ethyl amine to give the expected
amides (4a).

ii) Alcoholysis of (3b) with ethanol in presence of a base to
give the ester (4b).

iii) Condensation of (3b) with p-toludine at 160-170°C
yielded the expected 3-(4"-methylphenyl) quinazolinone (5).
iv) Condensation of (3a) with hydrazine hydrate as strong
nucleophile provides the unexpected products depending on
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the reaction conditions, i.e. in dioxanc at 0°C. The pyrazolo
[5,1-b] quinazolin-9-gne derivative (6) was obtained, while
in polar solvent (n-butanol), the further addition of another
molecule of N,H, at o,B-unsaturated nitrile at position-2
with subsequent cleavage enhances the formation of azine
(8) and 2-amino-pyrazolo (5,1-b] quinazolin-9-pne (7).

v) Heating of (3 a&b) with ammonjum acetate without
solvent at  160-170°C afforded the quinazolin-4-ones
(9 a&b).

The structure of (9 a&b) was established by speciral data
and  elemental analysis. Furthermore, quinazolinones
(9 a&b) were subjected to the following reactions :

i} Chloriantion with POCI/PCls mixture gave 4-chloro
quinazolines (10 a&b).

i1} Conversion of (10a) to the quinazolin-4-thione (11) upon
lreatment with thiourea also was achieved.
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Part 2

Amidation ang esterification of 2-cvano-3~(4‘—meth-
oxyphenyl) 2-propenoyl chloride (1a)

The reactions in this part include:

2.1) Reactions of (1a) with 2-aminopyridine in the presence
of triethylamine afforded a mixture of N-(2'-pyridyl)-2—
propenoyl amide derivative (12) and pyrido [1,2-a]
pyrimidine derivative (13).

2.2) Condensation of (1a) with sulfanilic acid and sulfa
drugs like, sulfimethoxazole and sulfamethazine in presence
of base yielded the expected 2-propenoyl amide derivatives
(14a —).

2.3) Treatment of (1a) with hydrazine hydrate at 0°C in dry
benzene gavea mixture of 3-aminopyrazol-5-one derivative
(15), bis—N,N'-(2-propenoyl) hydrazine derivative (16) and
azine (8), while wih pheny] hydrazine, the expected
2-propenoy| phenyl hydrazine derivative (17a) was
obtained. Furthermore with thiosemicarbazide, the acid
chloride (1a) gave the expected condensed product (17b).
2.4) With hdyrazide derivatives, like, p-toulene sulfonyl
hydrazide, (1a) reacts to give the expected product (17¢),
while upon treatment with benzoylhydrazinc, the conden-
sation with subsequent addition to the cyano group afforded
the pyrazolone derivative (18).
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