4-Et, R? =
4.Et, RZ =

5-Et, R2
5-Et, R2
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]

COOH
Me0,

N R
H
a2 Vel He, 2

3-Et, R? = 3.Pr
3-Et, R? = 3-Me
2-Et, RZ = 2-Pr
2.Et, R? = 2-Me

10 R!
1 R!
12 R!
13 R!

& R1
7 R!
8R!
9 R!

[ ]

cder programme in this field we focused our attention on the
synthesis of their degradotion products — 4,5-dthydrocanthin-
s-ones — particularly on (—}-4-ethyl-4-propyl-4,5-dihydro-6H-
-conthin-6-one 2, which was readily obtained by degrodotion
of (-F)-vincamine 1.

Starting from racemic and optically active 2,27 and 3,3-disub-
stituted 3-methoxycarbonylpropionic ocids 6—*% the appropriate
amid-esters 10—13 were prepared, which on Bischler-Napierel-
skii eyelization followed by selenium dehydrogenction afforded
the desired 4,5-dihydrocanthin-6-ongs 2—-5.

The synthesis of succinic acid-esters 6—9 wil! be discussed bri-
efly together with the physico-chemical properties of trypto-
mides 10—13 and especially of conthin-6-ones 2—5
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SYNTHESIS OF SUBSTITUTED 1(2H)-ISOQUINOLINCNES
ANC 8-OXOBEREBINES FROM HOMOPHTALIC ANRYDRIDES
AND AZOMETHINES

M. A Haimovo®, 5, €. Mihovska and E. R, Stanoeva

University of Sofia, Department of Chemistry, Sofia 1125,
Bulgeria

Recently we reported that the reaction of 1,3-isochromandienes
{homophtalic anhydrides) with acyciic and cyclic azomethines
can be used 05 a method for synthesis of 4-carboxy-1{2H)-
-isoquinclinenes, 13-carboxy-8-oxoberbines and 14-carboxy-
hexadehydroychimbanes!.2,

Homophtolic anhydrides 1 react analegously with azomethines
of aromatic, heteroaromatic and aliphatic cldehydes and ke-
tones, and aliphatic amines 2, as well os with 1-alkyl{aryl)-6,7-
-dimethoxy-3,4-dihydroisoguinefines 4 ({refluxing of 1 and 2,
resp. 4 in benzene er dichlorosthane, extraction of 3, resp. 5
with NaOH . aq), where trans-2,3-disubstituted or 2,3,3-trisubs-
tituted-4-carboxy-3,4-dihydro-1(2H}-isoquinclinenes 3 (R = H)
and 14-alkyl{aryl}-13-corboxy-8-oxoberbines 3 (R = H), resp.,
ore obtained. The relative configuration of 3 is proved chemi-
cally end by NMR-investigatien of their corresponding methyl
esters 3 (R = Me)!.2 The spatial structure of C-13 and C-14
cen not be established by NMR-analysis of 5 (R = Me).

Only in the case of the reaction between 1 (R! = H or MeQ)
and ethoxymethyleneaniline (2, R2 = H, R} = EtO, Ri="Ph)
4.anilinomethylene-1,3-isochromandiones § (Rl = H or MeO)
are obtained. In conditions of alkaline hydrolysis they are con-
verted into 4-carboxy-1{2H)-isoquinclinones 7{R = H, Rt=H
or MeQ, RZ = Ph). The NMR-spectra of their methyl esters show
a great similarity with the spectrum of the ester 7 (R = R2==
= Me, R} = H), which was obteined by us from the known

acid 7 (R = H)% In these two cases an aldel condensation
between the CH-acidic anhydrides and the aromethine takes
place.

1. M. A. Haimova, N. M, Molloy, 5. C, lvanova, A. J. Bimitrova

“and V. |. Ognyenov, Tetrahedron 33, 331 (1977};

2. M. Haimova, E. Stanceva end A. Dimitrova, Compt. rend.
285C, 353 (1977);

3. V. H. Belgoenkar, R. N. Usgaonkar, Tetrahedron Letters 1975,
3849. :
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ON THE MECHANISM QF THE AMINATION
OF 3-SUBSTITUTED DERIVATIVES OF 1,2,4-TRIAZINE WITH
POTASSIUM AMIDE IN LIGUID AMMONIA

Andrzej Rykowski*, Pawel Nantka-Namirski
Institute of Orgonic Chemistry, Polish Academy of Sciences,
Poland

Henk van der Plas

Laberatory of Organic Chemistry, Agricultural University,
Wageningen, The Netherlands

Amination of 3-methylthio-1,2,4-triczine with potassivm cmide
in liquid ammonia al —75 °C yields the correspending 3-amino
compound and in oddition 3,3 -bis{methylthic}-5,5'-bi-1,2,4-tria-
zine. It hos been proved using the corresponding 3-methylthio-
{4-15N]-1,2.4-triozine that omination goes for about 93% via
a ring opening - ring closure sequence (SNANRORC-mecho-
nism)! {see Scheme)
N
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