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DIHYDROSILAAZAANTHRACENES

A. V. Vorlamov*®, M. §. Prostokov, Navin Soxena, A. M. Klochkov
Potrice Lumumbo People's Friendship University, Moscow

Synthesis of new heterocyclic systems - dibydresileazcanthrace-
nes | and Hl {yield 25—30%) has been performed by dehydro-
cyclisation of 2,5-dimethyl-4-triphenylsilyl-and 3-methyl-4-met-
ryldiphenylsiIylpyridines at 530—540° on dehydregenation cota-
yst.
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Increase or decrease of dehydrocyclisation temperoture speci-
fically decreases the yield of | and II. | is obtained from 1,2,5-
-trimethyl-4-triphenylsilyl- a%-piperidiene in 1% vield. Structures
of | ¢nd lf have been confirmed by IR, NMR and Mass-Spectro-
SCOPY.

Oxidation of 1 and 1l resulted in the vield of silaazaanthrones.
Condensation of | with excess of benzaldehyde gave trans-2-
«styryl-9.9-diphenyl-9-sila-9,10-dihydro-3-azaanthracene  which
was subsequently oxidised to 9,9-diphenyl-9-sila-2,10-dihydro-
-3-azeanthrone-2-carboxylic acid.
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Reduction of oxime 2-methyl-9,9-diphenyl-9-sila-9,10-difydre-3-
-azaanthrone by LiAlH4 in THF produced compounds HI and IV,
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STUDIES ON THE REACTIVITY OF NITRAMINOPYRIDINES

Eweryst E. Pasternak, Anteni Thomaos, Piotr Tomesik®
ond Romuald Zelewski

Department of Chemistry, Higher Schoof of Engineering,
45-056 Cpole, Pofand.

Department of Organic Chemistry, Pedagogical University,
42-201 Czestochowa, Polond.

Institute of the Product Determination, Acot:iemy of E¢onomics,
60-967 Pornan, Poland,

Nitraminopyridines are well known as the reagents, Their nitra-
mino groups con be substituted with all the hologen atoms,
hydroxy, and hydrazino groups. We have attemped to extend
the sange of the application of nitraminopyridines in the che-
mical syntheses using the fact thot the ionized nitraming group
is the ortho- ond para- directing, electron donoting substituent
(Fp-nNOF — = —0A3, Tp-NNo2 — = 0,000}, Thus we have
shown that both 2. and 4- nitraminopyridine anions can be
monochlorinated and monobrominated by means of chlorine
aad bremine, respectively. These reactions proceed via the for-
motion of corresponding N-hologeno nitreminopyridines. The
latest undergo rearrangement in the aqueous solution at the
elevated temperature.

When 2-nitraminopyridine undergo ecid catalyzed rearrange-
ment in the conc. H2504 solution both 2-oming-5-nitro- and
2Z.amino-3-nitropyridines are formed. Qur studies have shown
thot the process is of the mixed intra- and intermoleculor cha-
racter. The acid catalysis is specific in its natire. The rearrange-
ment is of the first rate with respect to the substrates and the-~
tronsition state is highly polar,
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Electron donating substituents in the g-positions accelerate
the rearrangement ond the electron withdrewing groups slow
down the process. The opinion that 3-substituted 2-nitromino-
pyridines rearrange more readily than their 5-substituted iso-
mers is incorrect.

The isomer ratic of 2-amine-5-nitre- and 2-omino-3-nitropyridi-
nes which is 4 : 1 after the rearrangement in the cone. H2504
solutien and the 68% ag HCIO4 solution can be influenced by
the decrease of the concentration of the coloelyzing acid. In
mere diluted oeidic media this ratio changes up to 2: 1. This
is, however, accompanied by the decreose in both the yield
and rate of the rearrangement, In the 80% oq. H3PQOq solution
only 2-amino-3-pyridine is formed, however, with 5% yield. The
temperature effects only the rate of the process and dees not
influence the isomer ratio.

The rearrangement of 2-nitraminopyridine in the HCIO4 solu-
tions is accempanied by the chlorination. Thus 2-amino-3-nitro-
-5-chforopyridine is formed as the only preduet of the rearrange-

ment. Since 2-nitraminopyridine anion c¢an be either chicrin-
ated in the 5-position, exclusively, it is to believe that 2-pitrami-
nopyridine is ¢hlorinoted rather then the rearrangement pro.
duct. The duplicotion of that reoction using the HIO3 ond HsiOg
solutions wos unsuccessful. ’
The thermal decomposition of nitraminopyridines appears to be
the process autocalalyzed by the proton with the varying ratio
of isomers formed during the rearrangement. The thermal rear-
rangement of N-methylnitramines is very sfow.
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AZAFLUCRENES
N. 5. Prostakav

Patrice Lumumba People's Friendship University, Moscow

Existing information of these heterocyclic compounds is limited.
In this report, dedicated to the chemistry of azafluorenes, the
following objects used in the syathesis and study of azafluare-
nes are represented:

1. Synthesis of substituted pyridines from y-piperidens. Con-
version of y-piperidons into y-piperidols, dehydration, dehydro-
genation, N-dealkylation of these to pyridine boses.

2. Catalytic dehydrocyclisation of substituted pyridines resulting
in 2-, 3- and 4-azafluorenes.3.Reduction of 2-araflucrenes to
isomeric indano [2,1-c]piperidines.4.Synthesis of 3-styryl-2-oza-
fluprene isamers.5.Synthesis and configuration of isomers of
benzopyridofulvenes.6.Pyridyl substituted azaffuorenes.?.Zwitter
ions of azafluorenes and their interaction with acetylenedicarbo-
xylic ether.8.Azafluorenes in the synthesis of indencindolizines,
9.Spiro compounds with azeflugrene fragment.i0.Azafluorenss
in the synthesis of new heterocyclic systems - ozaflucrentens.
The following reseorch has been conducted by the collabore-
ters ond research scholars of the Department of Organic Che-
mistry Potrice Lumumbe People’s Friendship University Moscow.
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CONVERSION OF PYRIDO(2,3-d}PYRIMIDINES INTO SOME
OTHER HETEROCYCLES

B. VerZek®, 8, Stanovnik, and M. Tisler

Departmeént of Chemistry, University of Ljubliana, Ljubfjana,
Yugoslavia

The synthesis of 4-aminopyrido{2.3-d}pyrimidine-3-oxide (I} from
I {R = H or CH = NOH) or lll is described. The oxide (1}
when treated with acetic anhydride and then hydrolyzed, gives
the oxadiazolyl compound (IV), obtainable clsd from | upon
acetylation and heating the N-acetoxy derivative. The 3.oxide
when treated with N,N-dimethylformamide dimethylocetal gives
the corresponding 4-N,N-dimethylaminomethylengemine com-
pound which upon treatment with hydroxylamine gives the oxc-
diazolyl derivative (V). This, when trected with pelyphosphoric
acid is transformed into the s-triazolo(1,5-0)pyridine derivotive
(VI which upon heating gives the corresponding cycno deriva-

tive (Vil).
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The structures of compounds follew from analytical, spectro-
scopic and X-ray dota, Some other tronsformations, such of
seduction, deowygenction and cychzotiens will be presented.
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VILSMEIER-HAACK REACTION OF 5-AMINC.-PYRAZOLE
DERIVATIVES

Antal Simay' and Kélmdn Takécs

Research Loboratory of Chinain Pharmaceutical and Chemical-

Warks H-1045 Budapast, Té u. t—5.

Vilsmeier-Haack reaction of some 1-substituted 5-amino-pyra-

zoles (1) has been reported by several groups of authers. The
preducts of the reaction have been chaoracterised either by
structure 2 {1,2) or 3 (3).

In order to elucidate the above mentioned structural problem
we reinvestigated the reactions of 1-substituted and 1,3-disubsti-
tuted 5-amino-pyrazoles with dimethy!-formamide — phosphoryl-
-chloride reagent.

We hove found that reactions of 1 and DMF.FOCI13 result in
the formation of compounds 2 only, independently of the cha-
racter of Ry ond Rz substituents. No protection of the 5-amino
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group ¢ould be achieved by acylation, Vilsmeier-Hack reaction
of S-acylaminopyrazoles is accompanied by acyl-splitting and
also in these cases compounds 2 are obtained.

Structure 2 wos proved by the spectral and chemical properties
of the products, The formyl group of 2 could be selectively con-
densed with nitrogen boses (i, ¢, phenyl-hydrazine ete.} and
CH- acid compounds, leading to pyrozole derivatives 4. Certain
representatives of compounds 4 (X = NR) could be cyelized
and pyrazole[3,4-d]pyrimidines (3) were obtained. In some
cases spontoneous second-step <yclisation was observed.

The mechanism of the reactions mentioned above will olso be
discussed.
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SYNTHESIS OF PYRROLO[3,2-dJSELENAZOLE AND PYRROLO
[3.2-d]THIAZOLE. TWO NOVEL RETEROCYCLES

A. Shofiee” and A. Mozloomi

Department of Chemistry, College of Pharmacy, Tehran
University, Tehran/tran .

As a part of a program designed to expand the chemistry of
fused pyrrole heterocycles, a method was developed for the

synthesis of pyrrolo [3.2-d]selenczoles and pyrrolo [3,2-d]thia-
zoles as it is shown beliow.
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R = H, CHs, CéHs; X =5 : .

R = CsHs, p-ClCsHa- p-BrCsHa-, h-MeCsHi-, p-CH3OCsHa-,
CeHa5-; X = Se

The chemistry and structure elucidation of these new hetero-
cycles will be discussed.
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THE SYNTHESIS OF 3-SUBSTITUTED AND 3,5-DISUBSTITUTED
DERIVATIVES OF 1,2,4-TRIAZOLE -

Tomdi Vanék, Viasta Velkovd and lifi Gut

Institute of Organic Chemistry ond Biochemistry, Czechoslovak
Academy of Sciences, Prague 6

Thermal condensation of thicamides | with acylhydrazides |
affords Nl-acylamidrozones |l which cyclize to triozoles IV on
heoting above their melting point. The reaction con ble carried
aut in one step, witheut the isclation of the intermediate 1,
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