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Abstract-—Two new alkalolds, 6ol/6f-hydroxy-3-0-methylepimaritidine
(3-epipepyramine) (4 and 5) were isolated from the bulbs of Narcissus
tazetta L. var. chinenais Roem. together with four known alkalcids,
maritidine, 3-O-methylmaritidine, epigalanthamine and lycoramine.

The structures of 4 and 5 were determined on the basis of their IR, UV,
ob, 'H-NMR and MS fragments.

Narcissus tazetta L. var. chinensis Roem. (Amaryllidacese) is cultivated in China

as a decorative plant, the bulbs of thils plant were 2lso used for treatment of
tumor in folk medicine. In continuation of our studies on the alkaloilds of this
plant we have reported the isolation of 9 alkaleids: lycorine, tazettine, pluviine,
pseudolycorine, pretazettine, galanthamine, lycorenine, homolycorine and

haemanthidin92’3

. Pretazettine was proved to be one of the antitumor active
components.4 We reported here the isclation and structure elucidation of two new
alkaloids of 6é-hydroxy-35,10b-ethancphenanthridine type: 60/6f-hydroxy-3-0-
methylepimaritidine (4 and 5) a pair of C-3-epimer of papyramine (& and 7). These
two new alkaloids were isclated together as an inseparable mixture from the wesak
basie fraction along with two known alkaloids, maritidine (1) and 3-O-methyl-
maritidine (3) by repeated chromatography over alumina column, eluted with
¢hloroform and purified by preparative thin layer chromatography on silica gel
plates eluted with chloroform-metkanel (4:1, V/V). Additionally, two other known
alkalolds, epigelanthamine {8) and lycoramine (9) have also been isolated from
the mother liquor of pretazettine. The ldentification of 1, 3, B and 9 was
carried out by comparison of their melting points and gpectral data with those of
the authentic samples. There was & first report of isclation of 1, 3, 8 and 9 from
this plant.

69/6§-Hydroxy-3-0O-methylepimaritidine {4 and 5): pale yellow crystals, Rg 0.60
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silica gel 60 Fpgq plate, chloroform-methanol (8:2, v/, @360—10.20 (0=0,45,

MoO nm(logt): 232(3.86), 283(3.42) and the IR

chloroform). The UV spectrum A
speetrum (3400, 1600, 1505 cm ) showed the characteristic absorption of a
hydroxy group and an aromatic ring containing methoxy groups.

The mass spectrum and 1ts fragmentation pattern of 4 and 5 were very similsasr to

those of § and 7 isolated from Narcissus papyraceus Ker-Gawl.5 The high resolution

mags spectrum showed that the epimers 4 and 5 have a MW of 317.1602 consistent
with molecular formula of 018H23N04 caled. m/z 317.1627, which was identical with

that of papyramine (6 and 7). The fragmentation pattern of 4

and 5 i=s very similar
to those of § and 7. The base peak at m/z 262 (M+'-C3H5N) is characteristic for
the alkaloids in the crinine series with a double bond between C-1 and C-2 and no
hydroxy substituent at C-11. The mass spectrum also confirmed the existence of
both an aliphatic OMe and OH groups in the epimers. There were peaks at m/z 286
(M*" OMe ), 300(M* -OH) and at m/z 268 (M+"-CH502), which must be formed by
elimination of both OMe and OH groups in addition to H- from M*' . Both the
resemblance of the fragmentation of 4 and 5 with that of papyramine (6 and 7) at
the ready expulsion of the OH group were compatible with location of OMe group

at C-3 and the 0H group at the benzylic C-6 which has been deduced from the

1).5'6!9’12

TH-wvR spectrum (see Pig. Comparison of the proton magnetic resonance

spectra of 4

and 5 with those of 6 and 7 also showed theilr close relationship.
The 'H-MMR spectrum (90 MHz in CDClj) of 4 and 5 showed the important signals:
7.0%, 6.90, 6.83 and 6.80 (2d, s, two aromatic protens), 6.60 (1H, dd, J=1CH=z,
3,5Hz, H-1), 5.75-6.1¢(2H, m, E-2 and C-6-0H), 6.13 and 5.38 (tH, s, H-6), %.39

and 3.37 (34, a3, C-3-0Me), 3.89 (6H, s, two aromatic methoxy protons).

The 1H-—NMR spectrum indicated that these were two C-6 epimers in the solution and
that the 4 and 5 were C-3 epimers of 6§ and 7. The evidence of this is that the

signals of H-1 were appeared at 6.60, as a double of doublet with coupling

Ry=0H, R,=R,=R,=H
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constant J, 2=10 Hz and J1,3=3-5 Hz, which were similar fto those of epimaritidine
]
(2), but not to those of papyramine (6 and 7). (see Table 1)5’7'10

Table 1. Comparison of 1H--NMR spectral Data a)

1 2 2 4,5 6,1
H-1 6.664 6.49dd 6.55d 6.60d4 6,664
H-2 5.9%dd 5.824 6.11dd 5.90m 66,0044
H-3 4.3m 4.4m 4.5m 4,1m 4,0m
J1 ,2 10 10 10 10 10
J2.3 5 0 5 1.5 5
J1'3 o) 2 c 3.5 o]

a) 90 MHz, (ppm) downfield from TMS in CDCls

m/z 262 (base peak}

- - CO
--OCH,
CH, R
CH,0
+OH m/z 230
m/z 219 m/z 247

Figure 1. Mass Spectral Fragments of 4,5 and 6,7

The CD spectrum of 4 and 5 were alsc similar to those of papyramine (€ and 7). On
the basis of these spectral data structures of 4 and 5 were assigned to e
6‘/6?—hydroxy—3_0—methylepimarit1dine a pair of C-3 epimers of papyramine (6 and
7}, corresponding to 6-hydroxy-5,10b-ethanophenanthridine alkaloids of

haemanthidine—type.”'13
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