
Tetrahedron Letters, Vo1.27, No.5, pp 593-596, 1986 0040-4039/86 $3.00 + .OO 
Printed in Great Britain 81986 Pergamon Press Ltd. 

TWO NEW QUASSINOID GLYCOSIDES, YADANZIOSIDES N AND 0 ISOLATED 

FROM SEEDS OF Brucea javanica (L.) MERR 

Toshiro Sakaki, Shin Yoshimura, Takahiko Tsuyuki,* Takeyoshi Takahashi,* 
Tadashi Honda,? and Toshihiro Nakanishit 

Department of Chemistry, Faculty of Science, The University of Tokyo 

Hongo, Bunkyo-ku, Tokyo 113, Japan 

tSuntory Institute for Biomedical Research, Wakayamadai, Shimamoto-cho, 
Mishima-gun, Osaka 618, Japan 

Summary: Two new quassinoid glycosides, yadanziosides N and 0 (1 and z), 

were isolated from "Ya-dan-zi", seeds of Brucea javanica (L.) MERR and the 
aglycone (fl) of 2 was found to exhibit an antitumor activity against the murine 
P388 lymphocytic leukemia. 

Bitter principles of Simaroubaceous plants have been extensively investi- 
gated from the interest in the structure elucidation and useful biological 

activities. I) Previously we reported several quassinoids and quassinoid 
glycosides from "Ya-dan-zi", seeds of Brucea javanica (L.) MERR.2) This paper 

describes the structure determination of two new quassinoid glycosides, 
yadanziosides N and 0 (1 and 2) isolated from "Ya-dan-zi" and an antitumor 

activity of the aglycone (4). 

The methanolic extract of defatted seeds of B _. javanica was partitioned 
between dichloromethane and water. The organic layer was subjected to separa- 
tion by silica-gel chromatography, gel chromatography using Toyopearl HW-40s 
and a Lobar column Lichroprep RP-8 to afford yadanziosides N (I; ~a. 0.0001% 
yield) and 0 (2; ca. 0.0002% yield) together with other known quassinoids.2) 

Yadanzioside< (1),3) mp 175-180 oC, [cr]s4 + 7.60 (c 1.8, EtOH) was shown 
to be a hexoside from a doublet signal at 6 5.47 (J=l.O Hz) due to an anomeric 
proton in the IH NMR spectrum, a peak at m/z 733 ([M+Na]+) in SI-MS, and a peak 
at m/z 548 ([M-C6H1005]+) in EI-MS. 

On heating with 1.5 M sulfuric acid in methanol, 1 afforded an aglycone 
(1) and D-glucose (identified by GLC after trimethylsilylation). The aglycone 
(s),4) mp 180-183 oC, [Cr]s4 +30° (c 0.7, EtOH), gave the molecular peak at m/z 
548.2282 (calcd for C28H36011: m/z 548.2257) and a base peak at m/z 111 due to 
the acyl group (C6HllCO) of the side chain in EI-MS. The UV absorption maxima 
appeared at 220 nm (E 16000) and 267 (E 6000) in ethanol solution, the latter 
of which was shifted to 314 nm (E 4000) on addition of alkali, indicating the 
the presence of a diosphenol moiety. 

In the IH NMR spectrum of 1, a doublet signal due to C(11 )-H appeared at 6 
6.20, which is lower than that of bruceantin (5)5). Irradiation of the signal 
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picrasen-21-oate. 

The aglycone (4_) of yadanzioside 0 (2) showed a significant antitumor 
activity9) against the murine P388 lymphocytic leukemia and the ILS values 

were 37.1 and 47.2% at 2 and 4 mg/kg/day dose levels, respectively. 
Yadanzioside N (1) constitutes a new type bruceoside with a quassin-type 

A-ring. Yadanzioside 0 (2) is a bruceoside with the largest carbon number in 
the 15-O side chain so far, and its aglycone (5) is expected to be a highly 
potential antitumor compound. 
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The ILS value of bruceantin (2) was 68.0% at 2 mg/kg/day dose level, 

however, a severe toxicity was observed at 4 mg/kg/day dose level. 
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