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Alstonia scholaris (Fam : Apocynaceae) has so far furnished

only two indole alkaloids (1), echitamine (2) and echitamidine(3).
We like to report in the present communication the structure of
annther indole basse, alk%aloid A, isnlated from the leaves of

this plant,

Alkaloid A, CogHooNs03, m.p. 223-25° (dec.), /€7, -47°
(CPC13) is a tertiary weak base with pKa, 5.72 (ethanol-water)
and forms a msthiodide, C, B, N,05I, m.p. 235-37° (dec.) and
a yellow picrats C,gH,cNg0,q, m.p. 172-749 (dec.). Analysis
of functional groups indicates the presence of a methoxyl, about
one C-methyl and only one active hydrogen atom. Saponification
experiment and Spectral data indicate that the methoxyl group
in the base occurs as a carbomethoxyl (A;:ﬁ?l S.78 pj, three
proton singlet at 3.745 ). The active hydrogen in the alkaloid
is associated with an -NH (;\nu3°l 2.9 p). 1Isolation of

max.
acstaldehyde as 1ts DNPH derivative by ozonolysis of the base
strongly suggests the presence of an sthylidene group in its
molecule which is corroborated from its N.M.R. Spactrum
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(methine quartet centred at 5,448 ana methyl doublet around
1.588 , 7 = 14 c.p.s. ).

The dihydroindole ultraviolet spectrum of the base in
ethanol (Aﬁgf{ 237, 287 mp,logk , 3.90, 3.51) which changes
to 3H- indolium type in presence. of concentrated acid
(A;EZ'HM% 239, 244, 305 mp, logé , 3.65, 3.64, 3.67) suggests
that the third oxygen atom is attached to the indoline & -posi-
tion as a carbinolamine ether system as in the case of picra-
lins (4) and pseudoakuammigine (S). The one proton signal
centred at 4.926 in the N.M.R., spectrum of the alkeloid can be
attributed to one flanked between an oxygen and a nitrogen atom
which incidentally suggests the termination of the ether oxygen
tn the carbcn atom adjacent to N(p). Based on these data and
from biogenetic consideration alkaloid A is proposed to have the

structure (1).
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Now 1f (I) represents the structura of the alkaloid it should be
identical with desacetyldesformvl derivative of the Akuamma alke-
loid picraline and in fact in the N.M.R, spectrum of the alka-
loid A the proton §}énals assoc;ated with (I) appear essentially
at the same positinnd as are observed in the spectrum of plcra-

1ine {5).
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Further support in favour of structure (I} for the alkaloid
is provided by mass spectrometry., The mass spectrum of alka-
loid A exhibits the molecular ion pesk at m/e 338 in agreement
with the formula C20H22N203. Lithium aluminium hydride reduc-
tion of the base furnishes a product (M = 286) the mass spectrum
of which is revealing and shows a fragmentation pattern that
would be expected from desformmopicralinol (II, 6). The decrease
in mees number by 42 mass units from the original base corres-
pends to the conversion of -C020H3 to -CHEOH and replacement of
the amino ether oxygen bridge by two hydrogens during LAE
reduction. The usual indole peaks are observed at m/e 130 (a),
143 (b) and 144 (c). The genesis of the ion fragments regis-
tered at m/e 166 (d) and 251 (e) may also be visualized in verms
of structure II for the LAH reduction product.

The sppropriate shifts of the ion fragments a, b, ¢, 4 and
e to m/e 131, 145, 146, 169 and 253 respectively, observed in
the mass spectrum of the lithium aluminium deuteride reduction
product (II1) of the alkaloid A, confirm the exact location of
the esther bridge in the original base (I).

Finally tre identity of the alkaloid A with desacetyldes-
formvl picraline (= picrinine) has been established from their
superimposable infrarsd spectra and undepressed mixture melting

point.

The isolation* of picrinine (I) from Alstonia scholaris

%pPicrinine has recently been isolated from Rauwolfia vomitoria
leaves by Dr. J. foisson gt gl., Faculty of Phammacy,
University of Paris, raris (Personal communication).
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has an  important blogenetic significance as it may be considered
as an irtemmediate for the formation of both echitamine and
chitamidine skeleton (Schems I). The formation of flavo-
plcralire (7), an acid rearrangement product of desacetylpicra-
iine lerds support to the interchange of positions by C-3 and
C-16 atoms as has been envisaged in the schems for the formation

of echitamidine skeleton

SCHEME-I
I
He
CO,CHy
OH
g apats
N o
~
Echitamine sketeton Echitamidine skeleton
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