LE Il 19

THE SYNTHESIS OF ISOMERIC as-TRIAZINONES FROM
«-KETO-ESTERS AND AMIDRAZONES, ANC SOME
REACTICNS OF THE PRODUCTS

Gy. Domany, J. Nyitrai, Gy. Simig”, K. Lempert

Deportment of Crganic Chemistry, Technical University,
Budapest

As o part of our attempts to .prepclre new ontiinflammatory a
-hetaryl-propionic acid derivatives, ethyl 2-methyl-3-oxo-sucei-
nate was condensed with ¢ series of benzamidrozones to ebtain
type 1 and 2 as-triazinones.
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Alkaline hydrolysis and decarboxylation of 1 ond 2 furrished _3
ond 4, respectively. Aromatic os-triazines of type. 5 were o_btc)-
ned by allowing to react 1 with phosphoryl chloride and diaze-
methone. Further reactions of type 1 and 2 compeund will be
discussed:
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SULPHUR ANALOGUES OF s-TRIAZINE-2,4(1H,3H)-dione
{5-AZAURACIL)

A. Piskele, M. Synd&kovd and P. Fiedler
Institute of Organic Chemistry and Biochemistry, Czechoslovak
Academy of Sciences, 166 10 Progue 6

In connection with the study of 5-azopyrimidine nuclecbases we
also investigated the synthesis of sulphur analogues of s-tro-
tine-2,4(tH.3H}-dione {5-ozauracil; I}. In this paper we des-
cribe the preparation of this-5-azauracil (I} and its N-methyl
derivotives,

We started the synthesis of thio-S-azouracil (i) from thiobiuret
(I which we converted to hydriodide of $-methylisothickiuret
on reaction with methyl iodide. We obtgined the free base IV
on trectment with a weokly basic ion excharger in OH= form.
The free isothiobiuret IV was submitted to cyclocondensation
with ethyl orthoformate, offording 4-methylthios-triazin-2(1H)-
sone {V) in high yield. The latter gave on thichydrelysis with
hydrogen sulphide in pyridine the required sulphur enalogue
of 5-azaurceil Il. The product was isolated in the form of -a co-
valent adduct with methancl, Vi. When heated ot 130°C in a
vacuum the adduct lost methanol under regeneration of thio
derivative II. When the covalent adduct is dissolved in dimethyl-
sulphoxide an equilibrium between the substances Ul and VI is
obtained, which is distinctly shifted in favour of the non-solvated
product Ik
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Starting from 1-methyl-4-thiobiuret (¥Il} ond using an ana.
logous reuction sequence we synthetized 7-methyl-4-thio.5.aza-
uracil (X) via the intermediates VIl and 1X. Compound X alse
gives o covalent adduct, XI, with methanol. However, in this
case, the equilibrium between substances X ond Xl in dimethyl-
;c;lphox?de solutions is shifted in favour of the covalent solvate

In o similar manner we also prepared the isomeric 1-methyi-
-2-thio-5-azauracil {XV) from 1-methyl-2-thiobiuret (XIl) via the
isothiobiuret Xill and methylthiotriozinone XIV. Compound XV
was isolated in the form of a covalent sclvate with ethunol,
XVI. This substance behaves in dimethylsulphoxide solution simi-
larly as solvate Xl
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We clso succeeded in the preparotion of the sulphur onalog-
ues Jl, X and XV in lower yields by direct cyclocondensation of

the corresponding thiobiurets 11, VIJ, and Xl with ethyl formote,
under catelysis with sedium methoxide in methanef,
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REACTIONS OF OCTAHYDROGUINAZOLINONES
Christien Bischoff"

Zentralinstitut fir Qrganische Chemie der Akademie der Wissen-
schaften der DDR. 1199 Berlin-Adlershof, Rudower Chausse 5.

From cyclohexanone-2-corboxamide octahydrequinazolinenes
are farmed by the fellowing reactions:
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Octahydroquinazolinone 1 reacts with HzQ2 to the hydroxy-
-oxaziridino-quinazolinone 2, which with ferrous sulphate forms

compound 3.
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SYNTHESS OF ISOQUINOBENZODIAZEPINCNES
K. Gall-lsték® and Gy. Dedk

institute of Experimentol Medicine,
Hungarian Academy of Sciences, Budapest

Based on former investigations in the field of 3(2H).isoquino-
linomes, a method hos been developed for the synthesis of new
condensed ring systems, such ¢s benzodiazepinones and benzo-
xazepinones with condensed isequinolinone. Accerding to the
working hypothesis, the starling compound in the case of beazo-
xozepinones was 1,4-dikydro-1-(2'-hydrophenyl)-3(2H)-isequiro-
linone, whereos the preparation of benzodiczepinanes was plan-
ned to be done from 1,4-dihydro-1+(2'-aminophenyl)-3-(2H)-
_isoquinolinone. Both compounds were ocylated with chloro-
acetyl chloride, followed by anr cttempt to bring about eycliza-
tion of the 2"-chloracetylated derivotives obtained. So far the
pr:pcrotion of the oxazepine derivative by this method has fai-
led.
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As for the benzodiazepinones, by the svitable selection of the
regetion conditions, the synthesis of the hitherto unknown 10,10-
-dimethyl-6,9,10,94b-pentahydro-5H-isoquino- [2,1-d] [1,4]-ben-
zodiozepine-6,9-dione | has been successfully carded out.
Upon the cyclization of 1,4-dihydro-1-(2'-amincphenyl)-3(2H)-
-isoquinolinone a new compound wih unkown structure has
been iscloted, which proved to be identical with compound IL.
The ratic ¢f compounds | and Il depends on the water con-
tent of the solvent DMSQ; on ottempt is made at interpreting
the two reaction paths.
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