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T T

X g A f”

(FRE R B BRI BT AT

M S RERT 5 BBE — M FTR—ur TS R (wallicoside, 6) . 2y l%IE & &
R R NAEEA B4 10 ik JE-3-0-B-D-F B MM b & (1>4)-B-D-% % Ut 1 8 &£-(1->9)-
B-D~Je iy 1k Mtk i i e~ (1 —>4) - B-D- i oK SRR 165 A 2 - (1 —>4) - 8- D—im B R vt T i oK.

Wi 47 2 B B WA#F SE B (Cynanchum wallichii Wight), R B BENBEBRREY. R
AHBBRITRBEXTREGITHEG, IZE—ZE8RAMEERS. EHYHME
MRS T 5 B 7 % Bt 35 % B 1 5% (doaoylmetaplexigenin, 1), W 4 i 3 Rk
(rostratamine, 2) ¥ S Wit (qingyanshengenin, 3) fminif (gagamine, 4) FliGikRE
(caudatin, 5) FFH A4~ Co HERIL™Y., AXMEHHFSHRMMREL RN, AR
5B BB B A B I —— 1515 2 1K (wallicoside, 6) BIZ5HIME.

6 %} Keller-Kiliani 3 #)# Liberman-Burchard A3 2 M, EHALE R TR
a-EEBNENY, C2WMLMAR, ZRZEXRB 6, 64 “ONMR 56 LK, 7
FHRTES O:~0s Wb 2B MESH10 88.1, 29.7, 78.1, 89.1, 189.8(R 1), MEW
L8 (glycosidation shift) v, $i8Y 6 49 88-OH £ 5 8 45 Bk, 6 iy *C NMR #
893~106 {EEIME 096.4, 100.2, 101.8, 104.1 F1104.7 LA EH . XEE#£CI®
FHEIRABCT, R 6 MR B 5 A THAR(E 2. MABENKRS BAH X
W, KE VTR R A XU B A M L I KRS (oymarose) 1 — Ry AR HRA. 1
A HE LB ARG, 0 oM (£4). 60 NMR s 5 P £-8-D-4
Z5 it kg R (7)™ P - B-D~ 4 4 XU 1 (methyl-cellobioside, 8)' Hx-B8-D-Ingk
ok g B TR (9) 7 R -B-D-Fe AT Bt g R (10) 7 ek (£ 8), WP AWASH
R Xt L Wi, AL 5 M PR F B IR A — 4 5 e AT kR (oleandrose) X R Iy i,
#R By BB o- R AR RABE, Kb, WL TmMERRE, —5 T RmiksE
M—4 FHHHA O REHUBRN, BHENHU 1—4 BREAREERNOE
. B TRHEEMNCTREERN, FEX0E KK R E #% th m/z 341, 325 Y4
FR B TR m/z 448, 432 :&fﬁﬁﬂﬂ%%@ﬁ%%*ﬁﬁ%ﬁ%ﬁﬁﬁ B % JF
HAE TR, T =4 FHH LR R EREL TR

6 2 B-D-HHE N EWEMR, BAKK AQL) KK B(12),

1982 4£.10 B 18 HUk®|, AX YT 1982410 A 14 HE“ E@E%%Aﬁ%ﬂﬁﬁ?ﬂﬁi4 THiE,

v REIEBRPT L.
*OEREKEREA.




11 4 ‘ B W ERBEH 1059

&1 ER¥AH PCNMR 4 24% O H(EEYLR)

(Carbon c¢hemical shifts of aglycone moiety)

5 6 1 12

Cc 1 39.2 38.1 33.1 38.2
2 31.9 29.7 29.9 30.0
3 72.6 78.1 77.9 77.7
4 43.2 39.1 39.0 39.0
5 140.3 139.3 139.0 139.5
6 118.4 119.1 119.0 119.2
7 84.7 34.7 34.7 34.7
8 74.3 74.2 74.2 74.3
9 44.5 44.5 45.0 44.5
10 37.3 37.3 37.3 37.4
1 25.0 25.0 25.0 25.0
12 7.5 72.4' 72.5 72.8
13 57.9 57.9 57.8 58.0
14 89.4 89.3 89.3 89.8
15 33.7 33.8 33.8 33.8
16 27.4 27.4 27.4 27.4
17 92.8 92.3 92.3 92.4
18 10.6 10.6 10.6 10.6
19 18.3 18.2 18.1 18.2
20 209.2 . 209.2 209.2 209 .2
a 32.8 32.9 32.9 82.9
1 165.8 165.8 165.8 165.8
2" 114.1 114.1 114.0. 114.1
LY 165.2 165.2 165.2 165.2
4 38.1 38.1 38.1 38.2
5’ 20.9 20.9 20.9 20.9
6’ 20.9 20.9 20.9 20.9
7 16.4 16.5 16.4 16.4

11 i **0 NMR 7£ 593~106 7 pu /i i 3, & 0] 11 PO, 5 6 f#y °C NMR
B(%2), kE—HHHENGE, FERBR TR NN, Y 11 5 6 REk—4FH %
MR Y.

11 54 B-D-HEHRBER, B2KK B(12). 12 1 **C NMR # 893~106 3
=S4, BHEEESHE, h 6 REFMA THRERWER ™Y, 5 6 f11l i *C NMR
B (% 2), 12 KRS80 m TRA O mRBMOUERY, 1 0"8~5 fi Batiyfbsef
#4351 H 680.8(80.0), 83.8, 71.9 gAE N 81.2, 76.1, 72.9, B M5 10 —F#y—4H
i, FUI 12 WARSER K IAT B, WA TRMERBEMATHAN, ZRE &% 4
iy °C NMR %% 5 =4+ 1848 i oynanchoside 18 --3, RFENEETREME, it
1 12 BA R — 5T RATBE, P B 5 T IR RS B B S 41
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£2 EH PCNVR 4248 0 H(EELR)
(Carbon chemical shifts of surgar moiety)
[ 11 12 1307
cym. cym. cym. cym.
c1 96.4 96.4 96.3 96.3
2" 37.3 37.3 37.4 37.2
8" 7.5 77.6 M 77.6
4" 83.3 83.3 83.4 83.3
5" 68.9 68.9 69.0 68.9
6" 18.5 18.5 18.7 18.5
OCH;, 58.8 58.8 58.8 58.8
cym. cym. - cym. cym.
1" 100.2 100.3 100.4 100.3
2" 37.3 37.3 37.4 37.2
3" 7.5 7.6 7.7 77.6
4" 83.3 83.3 83.1 83.1
5" 68.9 68.9 69.0 68.9
6" 18.5 18.5 18.7 18.5
OCH, 58.8 58.8 58.8 58.8
ole ole ole ole
1" 101.8 101.8 101.9 102.0
on 37.3 37.3 37.4 37.0 *
3" 80.3 80.0 81.2 81.3
4" 83.3 83.3 76.1 76.1
5 71.9 71.9 72.9 72.9
6" 18.7 18.5 18.7 18.6
OCH; 57.1 57.2 57.1 57.0
gle gle
1" 104.7 104.3
" 74.2 75.5
3" 76.2 78.4
4" 81.2 71.9
5" 76.6 79.2
6" 62.3 63.0
gle
1" 104.1
2" 74.9
3" 7.5
4" 7.5
5" 7.5
6" 62.3
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I L RS RATLIEH, 6 ML 85N, &K E -8-0-B-D-H# M m S - (1—>4) -
B-D-Hj & ML % B~ (1—>4)-B-D JeAT bk ik W 5 F—(1—4)-B-D-im & KX JR ik i 3 5
~(1>4)-B-D-im & K Bk i i 3 R (caudatin~8—o—A-D—glucopyranosyl-(1-4)-8-D-
glucopyanosyl-(1-4)—B-D—oleandropyranosyl-(1—4)-B-D-cymaropyranosyl-(1—+4)-8
—D~cymaropyranoside),

ro bm,
'R‘

1 R;=0, Ry=R3=H, Ry=0H
2 R,~0, Ry=Nie, Ry=H, R=O0H
8 R;=0, Ry,=P—HO-Bz, Ry=H, R=0H
4 R,=H, ONic, R;=Cin, Ry=H, R4=0H
8 R,=0, Ry=Ikem, Ry=H, Ry=0OH
[} R1=0, R;=Ikem, R4=0H,
14 154 1-»4 14

Ri=gle gle ole eym cym —=
11 R;=0, R,=Ikem, R4=OH,
14 14 1-+4 '
R3=gle ole cym eym—

12 R;=0, Ry=Ikem, R4=OH,

1->4 14
Rz=ole cym crm

13 B;=0, Ry=Ikem, Ry=H,

1->4 1-»>4
cym

Ry=ole

cym-—

CH.OH CH,0H
(\\[\ O—CHp
0,
HOGH / OH
OH o)

EH

8

CHj, CH,
0—CH,3 0-—-CH3
HO H OCHa
H;0
9 10

P-HO-Bg p-HOCSHCO; Nie; m-NCsHL0
Cin: O;H;OH =CHOO;
0
CH i
Tkem, © —C—CH—O—
CH;, 4 3:,. at 1
5'

H,
7[
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3 THARH PCNMR 4348 S H(LR)

(Carbon chemical shifts of methyl glycosides)

7 8 9 10
c1" 105.5 105.2 99.4 101.0
2" 74.9 74.5 35.1 36.6
3" 78.8 76.6 78.5 81.8
4" 71.6 81.1 74.0 76.2
5" 78.3 76.3 71.0 72.8
6" 62.7 61.9 18.9 18.4
OCH, : 56.0 56.0
1" 104.8
o 74.6
3" 78.0
4" 71.4
5" 78.3
6" 62.4
5 L

W PR AN, RBRE. UV /A 210 B4R Wi, IR 460 B 4
FIEEEH Wi, “H NMR J ©C NMR fj WH-00 koo 3202580 b BE 3¢ 3% B % (X
5%, 4513 ODCl, #1 C:DsN Sy, TMS 3 Pusz.
6 IS S |
kg MW BWB(=F ZHABA), LART FARERA 0g TN R
.
40g ¥R L 1725g B (LI EMAKS, 60~360m) H: (460 x2000) E474,
MR- Z M B (TLO, BBt G B, 8:2:0.1 Abi-FE-KEF) BF 5 484,
Hoer 2:8 WA 8 0g, NEF KRB, PH-28HZMEEE A% ERER
, T8 Silgel 60H(Merck) HEMUAH-FRERBALER S, REHFLN K
Moi gel RARAEEH74- 8,911 FBE-K Bl (HPTLO, Rp-18(Merck),9:1 -7k JE JF]
4 280mg 6,
B B®6
6 EENEHEERER, m. p. 194~196°C, [a]+22°(c. 0.01 CH,0H).
[4#7] CeHesO23H0 H-H{H.C,56.31; H,8.00, scii{g.C, 56.33; H, 7.89,
UV(CH;0H). 217~222nm,
IR(KBr), 1710(C=0), 1640(C=C), 1225(C—0—0), 1100~1050(C—0—C)
-1
IH NMR S {4.1.06[6H, d, J=7Hz, (CH,),0H], 1.09(8H, s, 19-CH;), 1.18~
1.25(9H, m, 3CH,), 1.43(3H, s, 18-CH,), 2.12(8H, s, CH;C—CH), 2.18(3H, s,
21-CH,), 3.44(6H, s, 2x OCHy), 3.80(8H, br. s, OCH,), 4.50(1H, m, 3a-H)4.80

cm
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(1H, dd, 12¢-H), 5.82(1H, br. s, 6-H), 5.52(1H, s, CH;0—CH), C NMR ¥
R#1, 2,

MS(m/z). 485(glo—glo-ole-0-), 472[M*-(gle-glo-ole~cym-cym~0~)-H], 469
(gle-gle—ole-), 454(472-H,0), 448(~0-ole—cym-cym-0), 446[M+-(gle-glc—ole-oym
—cym-~-)-43 (-COCH,)], 432 (-ole—oym—~cym-0-), 361 [M*- (gle-gle—ole~cym—oym-)
-128 (Ikemaic acid)], 341(glo—gle—0-), 3825 (gle-gle-), 128 (Ikemaio acid), 43
'(-COCH,) '

6 &1k 2

30mg6 & T 10mL 3% #HM-FRE, 72K LRIV 40min, ju 5mL B K, ¥ E
ZEBRPEE. KBHZRMZEMER, FRELKE. FREAT, ARNE-AHRTEIAE
By 6. b HGIBEESEREY B, SEXECAEANBREB AR TR.

KBBHAKER AgCOs A, i, %4 E 2mL, fl Whatman No. 1 B##, B
MRARNARGED.

®4E BEENE R

(Paper chromatography E; value of sugars)

- (7:1:2) BEM-ETE-% (8:1:3) [E TEE-BE~7K
(Sugars) X B W RS, X 8w © R
%&éﬁom 0.15 0.15 | 0.11 0.1t
’%fm’;ﬁ 0.32 0.32 0.22 0.22
(Booss sughr) 0.67 o
‘ T(Jﬂcgmj;m 0.80 0.80 0.74 0.73

BaH, 0.1N AgNOs, 0.6N NH,,

SEymm |

170mg 6 % F SmL ZBY, MAMKHEE 250 mL, Fin -4 % 3% W % 100mg,
F 36°C Wi i 18 K, WE BN R AR B R LM (AL G B, 8:2:0.1 ApH-P
B-KRIF), MEBAEGSRER, Kk TARN TR REAT, B 170mg &4
BRY). B 100g BEBSAE R BT 4 B8, M (95:5) 45— BEvE 5 2R 4B M= 20 mg 12,
M (85:15) .45 ¥k i3 48 3] 110mg 11, KB W45 4L R HTA0 th M2,

1l EREpERAHIR, m. p. 158~156°C, [a]f’+84° (c. 0.01, CHCI,),

(48] CssHesOa HEM. C, 60.89; H, 8.12, sz#i{H.C, 60.82; H, 8.21,

BONMR ¥iERFE 1, 2,

11 M B

90mg11 B F 3mL ZR, MAWAKBRE 100 mL, HiMA 100 mg B-H % H W EE,
40°C #5 B 2L K, BEMHER. 80mg HFXEy L) 50g BB HA B, M(95:5) &K
BB RTS8 E 40mg 12,
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12 W &AM, m. p. 106~110°C,
(48] CuwHrOw HE{H.C,63.77, H, 8.46, ScWiffi, O, 63.79; H, .46,
0O NMR FiERE 1, 2,

& H AL ¥ K 2 S 4718 (H. Mitsubashi) S5 8 B {535 B (caudatin) 5 RTH,
KL B0,

3 % X K
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THE STRUCTURE OF WALLICOSIDE

ZBANG ZHUANG—XIN Zuou Jun*
(Kunming Institute of Botamy, Academia Sinica)

ABSTRACT

A new glycoside, walliocoside, C1HgsOs, m. p. 194~196°C, [a]p+22, was isolated
from the crude glycoside mixture of Cynanchum wallichii Wight, The structure of
wallicoside was shown through enzymolysis and speciral analyses to be caudatin-3-
o-B-D—-glucopyranosyl-(1—4)—-B-D-glucopyranosyl- (1->4)~8-D-oleandropyranosyl
~(1—>4)-B-D-cymaropyranosyl-(1-—>4)--8-D-cymaropyranoside (6).



