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THE STRUCTURE OF HEYNEANINE
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The isolation of lupeol and some unidentified triter-
penes from the bark of Tabernsemontans heyneana Wall (fam.
Apocyanaceae) has been reported earliar1. ¥We have re-examined
the roots and bark of this plant, The defatted bark was sub-
mitted to the gradient elution technique of Svoboda2 and the
crude alkalold mixture from the bensene extract on counter-
current distribution between ethyl acetate and citric acid-
disodium hydrogen phosphate buffer (pH4) gave an amorphous
alkaloid (TLC-Silica gel, Rf 0.77, ethyl acetate). Further
chromatography on alumina gave a crystalline alkaloid named
heyneanine, m.p. 105~107° and 160-162°. The alkaloid gave &
molecular ion peak at 354, confirming the molecular formula
0213261‘203 assigned on the basis of elementary analysis. No
degradation experiments have been carried out, but purely on
the basis of the physical evidence presented, we ascribe
structure (I) to heyneanine.
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The U.V. spestrum (A, 225, 286, 293 mm; £ . 31600,
8130, 72405 A L, 251, 290 mp; € o4, 2510, 6920) is typical
of an indole unsubstituted in the benzene ring. The I.R.
spectrun has bands at 3600 and 3670 on™' (OH), 3440 em™' (imdole

¥H) and 1720 om 1 (Cc0OMe). The NMR spectrum* of heyneanine is
instructive and closely resembles that of voaoristine (II).
(F1g.1). Voacristine shows $he)NH proton signel at 7.9 § and
the typilcal 1,2,4-aromatic proton pattern between 6.75 § and
7.35 § . The aromstic methoxyl signal in voacristime appears
at 3.85 §, but this is absent in the spectrum of heymeanine,
Instead signals for four protoms appear in the aromatic region
between 7 Sand 7.5 §, indicating that the indole ring is un-
substituted and the signal for the )l! proton appears at 8.3 8 .
The spectra of voacristine and heyneanine are almost identical
in the other regions. Thus, the ester methoxyl appears a$

3.8 § and the Oyq secondary methyl group appears as a doublet
at 1.1 § (J = 6.5 ops) in both.

* Determined in 0])013 at 60 MC/mec with Bi(ﬂl;)‘ as intermal
standard.
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Blemann’ and Budzikiewics ot a1* have shown that the
mass spectra of coronaridine (desmethoxyvoacangine) (III) and
voacangine (IV) show fragmentation ions ditfer:l.ng in the aro-
matic part of the fragmentation by thirty msss units. 4 study
of the mass spectra of heyneenine and voacristine (Fig.2) brings

II1

to light s similar relationship. It can be seen that there
are over twenty fragmentation ions in the higher mass range
which aiffer by thirty mass units. Some of the important

fragnents of heyneanine are depicted in structures a-f.
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Taken in conjunction with the U.V,, I.R. and N.M.R., spectra,

taere can be little doubt that heyneanine is correctly repre-

sented by (I). Bfforts to confirm this structure chemically

are currently in progress.
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