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The genus Magrnolia comprises nearly 70 spe-
cies[1], many of which have been chemically
examined because of the occurrence of compounds
covering a diversified series of skeletal patterns in
the Magnoliaceae. Two uninvestigated species of
this genus, M. campbellii H.f. and T. and M. muta-
bilis Regel. which are mainly distributed in the for-
ests of Sikkim and Bhotan in Eastern Himalayas,
were collected at an altitude of 2000-3000 m.
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(3) Ry, Rz=H; Ry, Ry =3, 4-methylenedioxyphenyl
(4) R,R;=H; Ry, Rs = 3,4-methylenedioxyphenyl

Magnolia campbellii was found to contain the
oxoaporphine alkaloids, lanuginosine [2] (1) and
liriodenine [3](2) from the basic part of the CHCl,
extract and sitosterol [4] from the light petrol
extract and the neutral part of the CHCl; extract.
This is the first report of the occurrence of an oxy-
genated liriodenine in the genus Magnolia,
although liriodenine itself occurs in a number of
Magnolia species [3]. The leaves of M. mutabilis
afforded liriodenine [3] (2) from the basic fraction

of CHCl, and ( —)-sesamin [5] (3) from light petrol
extract.

The spectral data (UV, IR, PMR) of (—)-sesa-
min were as already reported [6]. The MS peaks
of sesamin, not reported earlier, are similar to its
epimer, episesamin [7] (=asarinin) (4), but the
relative abundances of the peaks differ.

EXPERIMENTAL

Dried and milled stem-bark of M. campbellii and leaves of M.
mutabilis were exhaustively extracted successively with light
petrol (60-80°) and CHCl; (Soxhlet). From the extract concen-
trates the neutral and basic components were separated in the
usual way.

M. campbellii. The basic fraction of the CHCI; extract chro-
matographed several times on alumina with CHCl; gave (from
CHCl, solution) pure lanuginosine [2] (1) in glistening orange -
needles (12 mg/kg), m.p. 312-314° d; single iodine-stained and
UV fluorescent (orange) spot, R, 061, silica gel G, CHCl;—
MeOH (93:7); MS: m/e 305 (100%, M*) and 275 (5%, M-
CH,0); identified by direct comparison (UV, IR, m.m.p., Co~-
TLC). The residue, m.p. 295-298° 4. from the mother liquors
was found to be mainly lanuginosine contaminated with a
minor amount of liriodenine (R, 0-58, TLC as before). The MS
showed two strong peaks at m/e 305 and 275 due to molecular
ions of (1) and (2) respectively.

Sitosterol was isolated from the light petrol extract of M.
campbellii, in the usual way, m.p. 137°, [«]p —34° (CHC13); ace-
tate, m.p. 134°, [a}p —37° (CHClL,).

M. mutabilis. The CHCl, extract treated as above gave lirio-
denine (33 mg/kg) (m.m.p, Co-TLC, IR). The light petrol
extract chromatographed over silica gel G. with light petrol-
C¢H, (1:1) gave needles (29g/kg), mp. 125-126°, [alp
—44:3° (CHCL,), R, 0:65, silica gel G, C4H,~CHCI, (1:1); MS:
mje 354(54%, M *),203 (21-6), 178 (14-9). 161 (55-4), 150(33-8), 149
(100), 135 (50), 131 (33-8), 122(25-7), 121 (13-5). Its dibromo deri-
vative, prepared in the usual way, had m.p. 172-173° and was
identical with an authentic sample of dibromosesamin (m.m.p.,
Co-TLC, IR).
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The chemical investigation of the trunk wood of

a specimen of Iryanthera juruensis Warb. (Myristi-
caceae), revealed the presence of sitosterol, sitos-
tenone,  (+)-2'-hydroxy-7-methoxy-4',5-methy-
lenedioxyflavan [1] and a lactone. C,,H,,0Os,
designated juruenolide. The PMR spectra of the
compound and of its acetate allowed expansion of
the formula to 1a. This contains a piperonylethyl
unit (r 3-3-3:5, 3ArH; 416, O,CH,; 7-53, 1. J 75
Hz, ArCH,CH,), a methylene chain {t 82-8-8, 15
CH,;). whose signal covers an additional one H sig-
nal, and a hydroxy-y-lactone unit (la v, 1745
Y 1b v, 1770, 1730 em™ '), The allocation of

the hydroxyl to C-2 and of the methylene chain to
C-4 of this lactone was based on the analysis of the
signals associated with its 2 oxymethine and 2
methylene protons, The latter can only be situated
on C-3. Double irradiation experiments revealed
one of them (¢ 87) to be coupled to H-4 (r 552)
and the other one (t 7-44) to H-2 (z 5-88). Further
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correlation of the t 5-88 doublet with the carbinolic
proton was based on the paramagnetic shift (A —
0-86 ppm) of this signal upon acctylation.
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The relatively high t value {8:7) of one of the
methylene proton signals indicated that the corre-
sponding H-3 is situated well over the plane of the
carbonyl. Coupling and absence of coupling was
seen as evidence, respectively, for its cis-relation to
H-4 and trans-relation to H-2. An identical conclu-
sion about the relative stereochemistry of jurueno-
lide was reached upon obscrving the coupling of
the relatively deprotected (1 7-44), and hence quasi-
equatorial. H-3 to H-2 and the absence of coupling
to H-4. According to the modified Hudson rule
[2], formula 1a represents also the absolute con-
figuration of the lactone. since this is more dextro-
rotatory.[%]5 + 12-5(MeOH), than its potassium
salt [«]p” + 10:0 (MeOH).



