SYNTHESIS AND THERMAL TRANSFORMATION
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The means of preparation and chemical properties of azoxybenzene derivatives have been studied in suf-
ficient detail [1]. On the other hand, azozypyrimidines have not been described.

We have found that the oxidation of 2- and 4-hydroxyaminopyrimidinest by potassium permanganate in
acetone at 20°C gives the corresponding azoxypyrimidines. For example, the oxidation of 2-hydroxyamino-
4,6-dimethyl- (I1a), 2-hydroxyamino-4,8-diphenyl- ({Ib} and 4~hydroxyamino-6-methyl-2-phenylpyrimidines (Ic)
gives 4,4',6,6'-tetramethyl-2,2- (Ila), 4,4',6,6'-tetraphenyl-2,2'- (iIb) and 6,6'-dimethyl-2,2'-diphenyl-4,4'~
azoxypyrimidines (IIc) The azoxy products (II) upon heating to their melting point or upon heating in ethylene
glycol at reflux rearrange to N-pyrimidinyloxopyrimidines., Thus, azoxy derivatives (IIb} gives 1,2-dihydro-2-
oxo-4,6-diphenyl-1-(4,6'-diphenylpyrimidinyl-2')pyrimidine (IIT), Analogous rearrangements have not been
reported for azoxyazines.

R R R Ph Ph
x | ! 7 Nl
Y/ \x Y/ \x x/\y P —< >
] 1 nd I 1 1 - _/ =
s/ I\ A \_/ N NN
Rt \N/\NHOH RGN NENE N o Ph

(Ia—c) & (111
(Ila—¢)
X,Y, R, B’ = N, CH, Me, Me (a); N, CH, Ph, Ph (b); CH, N, Me, Ph ().

Product (ITa) was obtained in 58%, mp 138-141°C (dec., from benzene—petroleum ether). Product (IIb)
was obtained in 639 yield, mp 184-187°C (dec., reprecipitated from chloroform by the addition of ether). Prod-
uct was obtained in 65% vield, mp 162—163°C (dec., from ethanol). Product (III} was obtained in 97% yield, mp
>260° (from ethylene glycol).

All the compounds synthesized are stable in the solid state at 20°C. Their structures were confirmed by
elemental analysis, TR and PMR spectroscopy and mass spectrometry.
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*Deceased.
1 The synthesis of 2- and 4-hydroxyaminopyrimidines has been described in our previous work [2].
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