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The isolation ef cephaeline, emstine, psychotrine(2), tubmlesinme(3-5),
desmethyltubulosine (6,7) and ise~tubulosine (8) have already heem reported
from the root-bark of Alamgium lamarokii Thw. (Alangisceas). io now report
two more new phemolic alkaloids designated as desmethylpsychotrine, m,.p.
166-168°%, /@ 7p + 67.9° ( ¢ 0.30 MeOH ) and alangioinme, w.p. 147-148°,
a7y + 64.1° ( g 0.26 MeOH ) from the same seurce.

The psychotrine fraction evem after ropoqtod orystallisations from
acetone-water in stout bright yellow needles showed three distinot spots in
TIC over silica gel G run im 15% methanol in ohloreform solveat system, The
mixture could howsver be resolved inte the pure components through chromato-
graphy over silioa gel using 1-5% methanol in chloroform. Psychotrine, m.p,
121-122°, [ 7p + 78.5° ( @ 0.6 MeOH ) charscterised as the dihydrogeno-
xalate of its O-methyl derivative, m.p. 161° (dec.), [T 7, + 43° ( g 1.0,
water ) was the first to be eluted followed by alangicine and desmethyl-
psychotrine im that order. The infra-red spectrum of each of the new
alkaloids in chlereform exhibits a sharp band near 3509 «l’1 indicating the

presence of phemolic OH group.

Alsagicine, c”n“lizos ( mol, wt. 480 by mass spectrum ), orystallises
from aloohol in light yellow gramules. It analysed for three OGHs groups,
It exhibits UV absorption maxime at 275 ( log € 3.84 ), 312 ( log € 3.42 )
and 408 ( log€ 4.09 ) m'm in ethanol and at 238 ( log€ 4.17 ), 292
(log€ 3,83 ) and 328 ( log€ 4.07 ) mxu in 0.1 N NaOH compatible with
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& ocatechol system, On treatment with diasemethane, it afferded twe distimet
methylated products detectable by TLC. The presemce of at least twe phemolic
hydrexyl groups in the melesule was thus inferred.

The structure of alangioine became virtually elear frem mass speetre-
metry. Besides M-CHy, M-C,Hy and N'*, the other impertamt iom peaks appear-
od at m/e 302, 290, 289 (intense), 288 (intemse), 274, 260 (mest imtenmse),
288, 316, 207, 206, 192, 191, 190 and 178, A comparisonm with the spectrum
of psychotrine(9) shows that the fragments corresponding te the bemzequine-
1izidine molety are shifted to higher values by 16 mass umits. On the other
hand, the peak positions corresponding to the isoquinolime residue (rimgs
D and E) remained unaltered. The relative intensity patterns of the peaks
are also similar. Undoubtedly, the phenolie hydroxyl groups must be located
one each in rings A and E. Assuming the correct site of phenolie group of
alangimarckine and ankorine(10) at position 8 of the bensoquinolizidine
mojety and from biogenetic oconsiderations, alangicine may be assigned the
tentative struoture I, The absolute configuration remain yet to be settled.

Desmethylpsychotrine analysed for cz.,n“uzo‘ (mol, wt, 450 by mass
spectrum) and two ocns groups. It orystalliged from ethanol in dark yellow
granules. It shows UV maxima at 233, 277, 310 and 410 m um (log € 3,95,
3.83, 3.34 and 3,96 respectively) while in 0,.iN NaOH the values are 243,
307 and 326 m.u (leg€ 4.41, 4,38, 4.32 respectively),

On treatment with excess of diasomethane for 20 hr., the compound led
exclusively te O-methylpsychotrine., Om the other hamd, demethylation* eof
psychotrine with ocomc. hydrochloric aoid under reflux for 6 hr. gave in

* O-methylpsychotrine when hAydrelysed under severe conditioms has been
roport«lfn) to yield eight products,
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sddition te the umcenverted material amether spet ia TLC identieal with
that of desmethylpsychoirine indieating the nature of the compound. Waile
one of tha hydrexyl greups must be at pesitieon 6’as in psyehetrime, the
other eould eocecupy ittlor of the three pessible pesitioms at 6,7 or 7.

w2 OCHy

oH

11, RyoH; Ry=CHyj RyeH
. 111, RyoCHys Ryel; Rysl
IV, Ry=H;} RysRy=Cly

Y, ByeRy=CHy) R,E

The mass specitrum of the compound shews ion peaks at w/e 438 (8-0!,),
421 (M- H), 273, 260, 259 (imtemss), 288 (imtemse), 256, 244, 230 (west
intense), 328, 235 (M'*), 216, 193, 191, 100, 178, 17T and 176, The frag-
nentation pattern is sxactly parallel to that of psyohotrine(s), with the
difference that the 1om peaks corresponding te the A/B/C riag system are
shifted to lower values by 14 mass units. This establishes ths position eof
the second hydroxyl group at riag A. Hence, dessmethylpasyehetrime mst be
sither II or III though a differentiation is net pessible at this stage.

Finally, desmethylpsyohetrine was methylated aveiding exsess of diaze-
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methane and the pregress of the resstion fellewed every 15 min. by TLO e
silica gel in the selvent system mentioned. Initislly, O-methyl-
psyshotrine (R, 0.63) snd peyehetrine (R, 0.36) was formed in traces
with a third cempenent (.t 0.40) presumably IV or V as the major produet,
Peychotrine eeyld not be detected after 1 hr. and the ameunt of O-methyl-
paychotrine pregressively imereased up te 30 hr when the two methylated
compounds were formed im almest equal amommts. Obvieusly, the methylas-
tion at pesition ¢’ is more faeile than that ia ring A. The aeid hydre-
lysis (iidg gupra) is also expected (11) to prefereamtially eleave the
methoxy greoup st position 7 of psychotrime. We thus favour struoture
IIXI for desmethylpsyochetrime.

The smthers are grateful to Dr. B. Das, Institut de Chimie des

Substances Naturelles, Gif~-Sur-~Yvette, France fer the mass spectira,
to Prof. A.R. Battershby, Univ, of Liverpool, U.K., for some samples for

.

ocomparisom, te Dr, A, Prossi, Hoffmann-La Roche, USA for a sample of
6-0-mothyl~T-desmethylpsychotrine and to Mr. P.P, Ghosh-Dastidar for
technical assistamce.
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