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genated derivative. However, the presence of M+-70 
(5x), M+-98 (40/,), M+-112 (4%) and M+-135 (5%) peaks 
supported the presence of one double bond in the struc- 
ture (I). 

Oxidation of the alkaloid with KMnO, in Me,CO 
gave two acid spots on TLC, one of which was indenti- 
fied as piperonylic acid by comparison with an authentic 
sample of piperonylic acid obtained by the oxidation of 
piperine. 

EXPERIMENTAL 

Extraction and isolation. Airdried coarsely powdered stems 
(1.25 kg) of P. tric/~~tachyon were extracted (Soxhlet) with 
petrol (&I-80’) for 70 hr. Residue (20 g) after the removal of 
the solvent was dissolved in C,H, and chromatographed on 
a column of neutral Al,O,. Late C,H, and early CHCI, 
eluates after the removal of the solvent yielded a waxy crys- 
talline material. This on rechromatography over neutral 
AI,O, and elution with petrol-EtOAc yielded I-piperettyl pyr- 
rolidine [I] and the compound (1) as a brownish waxv sub- 
stance (0.535 g), repurified by FLC over Si gel, R; 0.52 
(EtOAcC,Hh, 1: 1). 

Hydroly&-Compound (1) (150 mg) in loo/, alcoholic HCI 
(10 ml) was heated at loo” in a sealed ampoule for about 70 hr. 
The solvent was removed in uacuo and residue dissolved in 
H,O and filtered to give insoluble residue (A) and filtrate (B). 
Residue (A) was dissolved in alcoholic KOH (S”/, 10 ml) and 
acidified with dil HCI to give a ppt. which was extracted with 
CHCI,. After removal of solvent the acid was obtained as 
a brownish waxy substance (72mg); R, 0.82 (n-BuOH- 
HOAc-H,O, 4: I:l). It analysed for CL6Hz00* (M+ 2763. 
iMd)” 214 nm (E = 235OO), 269 nm (c = 12400) and 286nm 
(E: 7200); PMR (60 MHz, CDCIj): 6 1.24$, 8H, (-CH,-),, 

6 1.56-2.10 (m, 4H, =C-CH2- and -CH,-&), 65.9 (s, ZH, 
a-CH,-0-), 66.0-6.22 (m, 2H olefinic) and 66.58-6.82 (m, 
3H, Aromatic H). 

Hydrogenation. Compound (1) (70 mg) in EtOAc (20 ml) was 
hydrogenated using Pt black (20mg) at ordinary temp and 
pres. After completion of the reaction the catalyst was 
removed by filtration and the filtrate distilled in G’OCWJ to give 
a yellowish waxy residue (50 mg) which could not be crystal- 
lized, R, 0.45 (C,H,-EtOAc. 4:l; IR (neat): 1635cm-’ 
(:N-C=G), 1500cm-1, 149Ocm-’ (Aromatic), 295Ocm-‘, 
103Ocm- and ‘93Ocm-’ (-(XX-O-); PMR (6OMHz, 
CDCI,): S 1.26 (s, 12H, (-CH,-),, 6 1.78 (m- 4H, -CH,-CH,-), 

6 2.18-3.3 (m, 4H, &-Ar and IXH -) 63.55 (t 4H 
<Hz-N-CH,-) 65.85 (s. 2H. -@4X&) and a6.56-7.2; 
(m, 3H, Arom& H); his described in-the text. 

Oxidation. Comoound (1) (200 me) was dissolved in Me,CO 
(10ml). oxidised ‘with <&0+-&d processed by u&al 
methods. Residue was dissolved in HLO, acidified with dil 
HCI and extracted with CHCI,. CHC13 extract after removal 
of solvent gave a crystalline material on recrystallization from 
EtOH, mp 228-29” identified as piperonylic acid by mmp and 
co-TLC with an authentic sample of piperonylic acid. The 
aq fraction on evaporation gave a solid, R, 0.05 (EtOH 
(96%~H&NH~OH (25%), 5:6:8 which could not be crystal- 
lized and identified. 
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Dans le cadre d’ttudes systtmatiques entreprises sur Druce (&rie des PhyllodiGes) est une esp&ce sabulicole 
les plantes g alcaloides de NouvelleCaledonie, deux croissant en bord de plage sur calcaire; c’est un arbre 
esp&es du genre Acacia: A. spirorbis Labill. [l] et A. de 6-12 m, g phyllodes entitres, ovales, trb &rgies. L.es 
simplicifolia Druce ont et6 &udi&s. Acacia simplicifilia fleurs, jaunes, sont grou#es en capitules globuleux. Les 

fruits sont des gousses non arqutes, B ktranglements. IX 

* Partie 38 dans la drie “Plantes de Nouvelle-Caltionie”. 
matbrie vkgktal 6tudi& (plante en fruits) a ttt r&c&k 

Pour partie 37, voir B. C. Das et al., Alcaloides de AIstonia en mai 1974 au Mont Dore (Nouvelle-Caltionie). 

uieillordii, (a paraitre). Trois alcaloides ont ttt identifib dans I’extrait obtenu 

p Un tchantillon botanique a tti d&pod au Mu&m A partir des &zorces de tronc: la N,-mCthyltryptamine 
National d’Histoire Naturelle de Paris sous le numtro S&enet 1, la N$ri,dimithyltryptamine 2 et la mtthyl-2 t6tra- 
660. hydro-1,2,3,4 fi-carboline 3; si les deux premiers ont d&jja 
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Ctk iso& d’autres esp&oes d’dcacia [24], il semble que 
le troisikme. synthCtisk par divers auteurs[fl, n’ait et6 
signale a I’ttat nature1 que dans quelques planks [8-143 
n’appartenam pas a I’ordrs des Ikgumineuses [15,16]. 

De I’extrait des tiges feuilkes ont ete isoiks cinq alca- 
loides: les trois alcaloides d&j& kparb de l’extrait 
d’korces de tronc, la N*N,-formylmtthyltryptamine 4 et 
un compose present settlement en trb faible quantitt, 
dont la structure n’a pas tte entierement Clucidte. 

Quatre amides naturels de la tryptamine ont ite 
rkemment isoles: la N,-bkhCnoyltryptamine de la Noix 
de Coca [lTJ, la N&p-coumaryl) tryptamine et la N,,- 
ferulyltryptamine, en quantitks infimes, des grains de 
Mais [18] et la N-acktyltryptamine de Prosopis n&a 
(Lkgumineuses) [19]; mais, a notre connaissance, c’est la 
premiere fois que la Nr,N,-formylmethyltryptamine est 
isolke a 1’Ctat naturel. 

La prknce simultanke de methyl-2 tttrahydro-1,2,3,4- 
fi-carboline et de la N,$N,-formylmCthyltryptamine 
biogkrtetiquement si proches, est a remarquer. 

PARTJE MtiRJhfENTAL.E 

La divers alcaloides ant ttt extraits selon un pro&i6 deja 
d&nit [l]. Les &oroes de tronc contiennent 3,6x d’alcaloides 
totaux, 1s tiges feuill&s seulement 0,11x. Les produits puts 
ont ett &par&s par C.C.E.: gel de silice impregne de soude 
pour la N,-mithyltryptamine (CHCI,-MeOH, 9: l), neutre 
pour les autres composes (CHCI,-MeOH, 4: 1). 

La N,-methyltryptamine reprcsente 40% des alcaloides 
totaux extraits des &zorccs de tronc, la N,N,-dimtthyltrypta- 
mine 225% et la methyl-2 tetrahydro-1,2,3,4-P carboline 
12.7%. Ces trois alcaioides representent respectivement 26,3”/, 
6,2%, 58% des alcaloides totaux extraits des tiges feuillees, 
la NY-fotmyl methyltryptamine 1,6x. Les constames phy- 
siques et les dorm&es spectrales des trois premiers compos& 
sont en accord aver celles deja publiees [l,7-143. La N,N,-for- 
mylmethyhryptamine n’a pu ttre cristallisee; IR, v,, (CHCII) 
3470 et 1665cm-*; RMN @OMHz, CDCI,, TMS): 6 8,31 
(lH, m, NH indolique deuttriable), 8.13 et 7.83 (IH, Zs Clargis, 
CHO), 6,96 a 7,80 (5H, m, protons aromatiquw), 3.45 a 3.86 
(2H, m), 2.9 et 2,95 (3H, 2s. A-&, correspondant aux 2 fonnes 
oossibles de I’amide): SM: m/e 202 (M ‘). 130 (100). 143. 77. 
44, 103, 115 et 72. L& mCthyl-2 tetrahydr&l,2,3,4-B &rboiinei 
et NrjV,-formylmtthyltryptamine ont 6tt compares et identities 
aux compo& de synthtse correspondants. Aux dorm&es de 
RMN 13C connues darts la sirie indolique [20] il nous paralt 
nccessaire d’ajouter les deplacements chimiques [Zl] des dif- 
ftrents carbones des compo& d6crits cedessus: 

Nous remercions Francisco Reis pour la foumiture de 
l’tchantillon de methyl-2 tetrahydro-1,2,3,4-/I wboline de 
synth&se. 

Le cinquieme alcaloide, extrait en quantite infime des tiges 
feuillees, preaente un spectre UV de type indolique: IR Y,,, 
(CHCI,) 1665 et 346Ocm- *; RMN (90 MHz. CDCI,, TMS) 
6 9.15,~7,86 et 5.57 (3H, 3m, disparaissant par deut&iation), 
7,00 a 7,50 (4H, m), 3,84 (lH, m). 265 1 3,30 (7H, m), 2.55 
(3H, s); SM: m/e 243 (M’) 228, 185 (LOO), 156. La structure 
exacte de ce compose n’a pu itre determinCe. 
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Les spectres de decouplage total et partiel des protons 
ont ete enregistris sur un spectrotnctre HXE 90 Bruker 
fonctionnant avec transformee de Fourier a 22, 63 MHz 
(CDCI,, 1, 2 et 4; DMSO-d,, 3, TMS). 


