In order to investigate the generclity of this mechanism in the
1,2 4-tricizine series, we extended our amination studies to some
derivatives containing different leaving groups at C-3 and
various substituents at C-5 or C-6 of the triazine ring (see

Figure).
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1, X=F Ri=Ph Ri=H ri, X = SCH: Rt = t-Bu Rz = H
2.X=Ci RimPh RamH 2 X=S0CHT Ri={BuRi=H
3. X = 8y Ri=Ph Rzr=H 13 X= i N{CH)s Ri ™ -Bu 2 = H
4. X=1 Ri=Ph Ri=H 4 X=C| Re=H Ri=Fh
5 X = OCHs Ri=Ph Rr=H 15 X = 5CH Ri=H Rit=FPh
6. X = S5CH3 Ri=FPh RimH 16 X=Cl Ri=Ph R:= Pk
ZX=8CCHs  Ri=Ph Ri=H 17. X = QCH: Ri=Ph Ra'=pp
g X= +N({CHy)> Ri=Ph Re=H 18 X = SCHs Ri=Pnh Ri=Pph
9. X =Cr Ri=tBu Re=H 19 X = SO:CHs  Ri=Ph Rz =Ph
10. X = OCH: Ri=tBu Rr=H 20. X = sHN{CH)sRi=Ph R:=Ph

It was found that besides the corresponding 3-amino compounds
as main product, seversl by-products ore formed depending
on the noture of the substituents on pesitions 3 ond 5.
With the compounds 2, 3 ond 4 o considerable amount of 2,4-
~diphenyl-1,3,5-triozine is obtained os by-product tegether with
some of the dehalegencted product $-phanyl-1,2,4-triazine,
With compound &, ring contraction into 3-methylthio-5-phenyi-
-1,2.4-triazole takes olace as side reaction.

It has been proved using the corresponding [4-15N Jtdazines
that the formation of the 3-amince compounds occurs by o ring
opening - ring closure sequence {SKANRORC) and/er by the
more clossicol addition-elimination mechanism (SnAE). As pro-
ved by nmr spectroscopy the addition of the omide ion to C.5
in 3-X-triazines is more favoured than eddition to C-3. Howeaver,
in cases where o substituent is present ot C-3 which has highly
electron-attracting preperties [ +M{CH3)a, 502CHal, the addition
to C-3 is the favourite process. The mechanism of the amination
ond the ring modifying process will be discussed.
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SOME NOVEL TYPE ELECYRON DEFICIENT
HETEROAROMATIC AMMONIOAMIDATES

Kéroly Zauer, Jézsef Nyitrai' and Kdroly Lempert
Dept. of Organic Chem. TU BUDAPEST.

We wish to report on the synthesis of nove! type electron defi-
cient heteroaromatic ammonioamidates derived by incerpera-
tion of the amidote nitrogen and carben and of the ammonio
nitregen atoms inte o second ring (Compounds 1, 2, 3},

They key step of the syntheses is based on neighbaoring-group
participation of the nitregen otom of the starting heteroaroma-
tic system in the cleavoge of acyl azide groups.

X uCH L
X=H 2,

The structures of 1, 2 and 3 were proved by spectroscopical
means and by unambiguous syntheses.

The taut ism and ph hemical behaviour of 1—3 ware
also investigated.
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THE CONDENSATION OF o-AMINOBENZALDEHYDE WITH
PYRAZOLE-5-ONES

Rudolf A. Abremovitch, Donuta Tomasik and Piotr Temasik'
Depastment of Chemistry and Geology, Clemsen University,
Clemson S.C. 29631, USA.

Department of Organic Chemistry, Pedagogical University,
42-201 Czgstechows, Poland.

The Friediinder quincline synthesis was extended to the con-
densation of o-aminebenzaldehyde with pyrazole-5-one ard its
derivatives {1¢ — 1i} in order to obtain pyrozoloquinolines (3}
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This could be achieved only in few cases. The behavior of the
intermediary compound {2) depends on the electronic proper-
tiag of both the R and R' substituents. When the pyrazole-5-one
is not stabilized by R'= Ph the pyrazele moiely in the inter-
medicry compound (2) is cleaved and corresponding hydrazones
of 1-H-3-acylquinoline-2.one {4} are formed apart from other
products,
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In the case of 1,3-diphenylpyrazole-5-one {1b) pyrazcloquino-
line(5) is also formed by the intramolecular Michael-type od-
dition and subsequent oxidetion. 1,3-Dimethylpyrozole-5-one
{1d) s much more resistant towards condensation and the
major product formed was 1,3-dimethyl-4-(o-amincbenzylidene)
pyrazole-5-one (6).

Ph——,

Mareover, both hydrazones (4a) and {(4d) underge condensation
with o-aminobenzaldehyde yiolding 3-(2-quinclyl)quinolin-2-one
(7). Alse benzylidenepyrazole-5-0ne {6} turns into both pyrazo-
loquinoline (3d} and quinolylquinoline-2-ene (7). 1-H-Pyrazole-
-5-ones (1) and (1i) which are not stabilized with R = Ph can
be a source of hydrazine. The lotest is formally iiberated from
pyrazole-5-ones yielding with o-aminobenzaldehyde 2,2'-dia-

minobenzaldazine (8).
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Corresponding both 3-benzoyl- and 3-formyl-1-H-quinoline-2-
_ones {de) ond (4} are also fermed, however, they undergo
condensation with o-aminobenzaldehyde to give azines (9e)
and (9i}, respectively,
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REACTICON WiTH AROYLIMIDODIYHIOCARBONATE
M. Richter and M. Augustin

Department of Chemistry, Martin-Luther-University
of Halle-Wittenberg, GDR

Abstract — This paper is decling with the reaction between
aroyl-aminodithiocarbomates ard alkylating reagents ferming
aroyl-imidodithiomethylearbonate 1 and -thiazoles.

The reactivily of these compounds have been investigated.
Reaction of 1 with aucteophilic compounds gives new possibi-
lities of synthesizing heterocycles.

With ommonic, aliphatic and cromatic amines 1 yields subst.
isothioureas and subst. guonidines. IH-NMR spectra of these
compounds are interpreted as to their E/Z isomerism and their
imine-enamine tautomerism, Reoction of 1 with diamines and
aromatic amines, respectively, which still have a nucleophilic
substitgent in ortho-position next to the amino group leads to
the heterocycles. The reaction T with CH-acid compounds leads
to ocylthioamides, with cyanacetamide to the pyrimidone, and
with hydrazines, guanidines or thioamides to the heterceycles
1,2,4-thiazole and 1,3,5-triozines.

The mass-, IR- and H-NMR spectro of the synthesized com-
pounds are discussed.
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THE OXIDATION OF PYRIDINES WITH CGPPER SULFATE
Rudolf A. Abramavitch, Piotr Tomasik® and Adem Woszezyk:

Deportment of Chemistry end Geology, Clemson University,
Clemson, $.C. 29631, USA.

Department of Crganic Chemistry, Pedagogical University,
42-201 Czestochowa, Poland.

Qxidation of pyridine, 3-picoline, 3,5-lutidine, quincline, isoqui-
neoline and acridine with hydrated copper sulfate gives the cor-
responding pyridones probably via the intramolecular reaction
of a base — Cu {Il) complex:
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The homologues of pyridine bearing the methyl groups in the
- and y- positions undergo demethylation. The reaction goes
via the aldehyde and carboxylic acid fermation. Picolinic ccid
could be isolated after oxidation of 2-pigeline owing to the
formation of a relatively stable copper chelote. Also 1.2-bis
{3-methyl-4-pyridylbethylene is formed with a low yield from
3,4-tutidine. Oxidation of the a- and y- methyl groups may be
taking place via the hydrogen — obstroction from the side-

-chain.
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The unusual oxidation of not only the »- but alse the g-corbon
atom in 2- and 4- ethylpyridines has been discovered. Aport
from pyridine also 2- aad 4-picolines are formed. As far os we
are aware this is the only example krown of such an oxidation
at the terminal atom of o side ¢hain, containing more thaa one
carbon otom, A rodicol precess seems likely to be involved in
this case.
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NEW REARRANGEMENTS OF N-CONTAINING RINGS
A. N. Kost, R, D. Segitulin

Department of Chemistey, Moscow State University,
Moscow 117234, USSR
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