FL 7

RELATIONS BETWEEN THE STRUCTURE ANC REACTIVITY
QF BIS-QUINOLIZIDINE DERIVATIVES ANC OTHER CYCLIC
CIAMINES

M. Wiewidrowski

Institute of Organic Chemistry, Polish Academy of Sciences,
Poznah — Poland

FL 8

RECENT SYNTHESES OF RETEROAROMATIC AMINES
8Y CYCLIZATIONS OF NITRILES

K, Gewald

Sektien Chemie der Technischen Universitéit Dresden,
Mommsenstrasse 13, DOR-8027 Dresden

Syntheses of heterocyclic amines with lost step being ¢ nucleo-
philic addition anta the nitrile group can be carried out in dif-
ferent woys. A survey will be given of convenient syntheses by
means of the THORPE-ZIEGLER-cyclization and the intramale-
cular FRIEDEL-CRAFTS-reaction starting from - nitriles having
on cctive methylene group. The resulting heterocyclic com-
pounds are o-cming carboxylic acid derivatives ond o-amino
ketones, respectively, They can easily underge e.g. cyclic con-
densations yielding condensed heterocyclic systems.

The intermediate step of the first type is mostly on alkylation
of unsoturcted 8- or aromatic o-mercapto-, -hydroxy- and -ami-
nonitriles by a-halogen corbonyl compounds {or the reaction
of heteroaromatic o-chloro nitrites with w-mercapte o «-amino
carbonyl compounds hoving an a-methylene greup). The inter-
imedates of beth types ore derived from malenenitrile and ather
cyonoacetic derivotives or from cyanomethylketones or from
cyanamide tao.

In particulor the simple syntheses of the following heterocyelic
systems will be described: heterocondensed 3-omino-thiophenes
e.g. thiencpyridines and thienoisothiazoles from o-mercaptonitri-
ies, special 3-amino-furans, 3-amino-benzofurans and 3-amine-
~furopyridines from o-hydroxy nitriles, 3-amino-pyrroles from -
-arylaminomethylene nitriles, 4-aminc-isoxazoles from g-oxi-
mine-nitriles, 4-amino-imidezoles from arylamino-methylenecyan-
amides, d-amino-pyrozoles from g-arylhydrazonenitriles, 3-ami-
no-indeles and 3-amino-thienopyrroles from o-aminonitriles. 4.
-amincisothiczoles can be cbtained from -(O-tosyloximine)-
-nitriles and «-mercapto carbonyl cempounds.

Cempared to it examples for analogous syntheses of six-mem-
bered heteracyclic rings ore rarely. .

In the presence of aluminium chleride arylamingmethylene cyon-
acetic derivatives uyndergo cyclization yielding 4-amino-quino-
lines. Anologously 4-aminothienopyridines can be synthesized
from thienyl-2-aminemethylenemaloncnitriles 4-amine-cinnoliaes
from «-arylhydrazononitriles and 4-amino-guinozolines frem -
arylamino-methylencyanamides.

Advances in the reactions of vliden-nitriles with elemental sui-
phur to form 2-amino-thiophenes and 2-and S-omino-thiazoles
will be mentioned briefly.
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