¢ &% Chinese Traditional and Herbal Drugs 38 43 % 25 8 # 20124E 8 A ©1479 «

ELXFMRUZERTAR

A, EJ @i, £ B, W 2, EmS
R KEFE 2B KRR KT A9 R E st =, dbat 100191

1 E: B WREXT llex pubescens WAL N5 . sk KA IEMRER . [ ODS. Sephadex LH-20 %+ (1% & 2
2% B BOBAH B AT A alidh, HOEE B OGS TR B AN R . SR ONBETH 70% S BRI
FOBKET 16 MUEY, ARAKETIC (D BRI (). IWZM-3-0-B- I ZBEF (3D, 1hZ3-3-0-B- R XURE
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Chemical constituents in leaves of Ilex pubescens

ZHOU Yuan, ZHOU Si-xiang, JIANG Yong, SUN Jian, TU Peng-fei
State Key Laboratory of Natural and Biomimetic Drugs, School of Pharmaceutical Sciences, Peking University, Beijing 100191,
China

Abstract: Objective To study the chemical constituents from the leaves of llex pubescens. Methods The chemical constituents
from the leaves of I pubescens were isolated and purified by silica column chromatography, ODS, Sephadex LH-20 column
chromatography, and semi-preparation HPLC. Their structures were elucidated by chemical and spectral analyses. Results Sixteen
compounds were obtained from 70% ethanol extract and identified as daidzein (1), genistin (2), kaempferol-3-O-f-gentiobioside (3),
kaempferol-3-O-B-robinobinoside (4), kaempferol-3-O-B-galactopyranoside (5), quercetin-3-O-f-gentiobioside (6), 3B, 19a-di-
hydroxyolean-12-ene-24, 28-dioic-28-O-B-D-glucopyranoisde (7), ilexsaponin A; (8), ilexgenin A (9), 2-hydroxymethyl-3-caffeoyloxyl-
1-butene-4-O-B-D-glucopyranoside (10), 2-caffeoyloxymethyl-3-hydroxyl-1-butene-4-O-f-D-glucopyranoside (11), 3, 4-O-diocaffeoyl-
quinic acid (12), 3, 5-O-diocaffeoylquinic acid (13), 1, 5-O-diocaffeoylquinic acid (14), 4, 5-O-diocaffeoylquinic acid (15), and 2-phenylethyl-
O-a-L-arabinopyranosyl (1—6)-O-p-D-glucopyranoside (16). Conclusion Compounds 1—6 and 12—16 are isolated from this plant
for the first time.
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FEA T llex pubescens Hook. et Amn. NAHEL  HMWLER O SATIE, T 2GR HRE, ¥
AHIBERRERSNTEAR, AR DER 2. /F KRG, ABAFT IR M S0 IR, AL
HARAKNEY), BAEFEWRREAR, HAFA, 1 XT%K - 70% SRR I BEA TG, R A A
MR R, HAFARE. BAEM RN GRS EEE T 16 MEEW, 75 K
2. (((Tﬁ/lﬁlﬂﬁ%ﬂﬂﬁ%» Wk BAHMET, 1t (daidzein, 1) JYRLARTY (genistin, 2). 1l
MR IS AVIEEE, IR R WA RRK, I, AW -3-0-B- e 0 — ¥ (kaempferol-3-O-B-gentio-
WoRIEE, Mot HEAE NS ST B4 bioside, 3). LIZSH-3-O-B-HIMXUHETF (kaempferol-
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3-O-B-robinobinoside, 4). 114M-3-0-B-1-FLHE
(kaempferol-3-O-B-galactopyranoside, 5)- #ffl &7 #-3-
O-B-JElH —#+ (quercetin-3-O-B-gentiobioside, 6)+
3P, 190-FAIE - 12-K5-24, 28-—3-28-0-B-D-
2 Bl LY LG I R 2 BE (3B, 19a-dihydroxyolean-
12-ene-24, 28-dioic-28-0-B-D-glucopyranoisde, 7).
BAFHE Ay (ilexsaponin A;, 8). BAHH A
(ilexgenin A, 9 2-F% I 3E-3-MIMERE - 1- T #5-4-O-
B-D- R 7] 25 ¥ (2-hydroxymethyl-3-caffeoyloxyl-
1-butene-4-O-B-D-glucopyranoside, 10). 2-BimEEfEFH
B 3- ¥k -1- T R -4-0-B-D- Wk W R A OBE T
( 2-caffeoyloxymethyl-3-hydroxyl-1-butene-4-O-B-D-
glucopyranoside, 11). 3, 4-O- " WIHEBESEEZE T 1% (3,
4-O-diocaffeoylquinic acid, 12). 3, 5-O-_HIHERE3E
ZE TR (3, 5-O-diocaffeoylquinic acid, 13)+ 1, 5-O-
INHEREREZE TR (1, 5-O-diocaffeoylquinic acid, 14).
4, 5-O-—WNHEEE L4 TR (4, 5-O-diocaffeoylquinic
acid, 15). 2-7K & % -0-a-L-Fif $7 A1 3 (1—6)-
O-B-D-HL I 75 25 B £ [2-phenylethyl-O-o-L-arabino-
pyranosyl (1—6)-O-B-D-glucopyranoside, 16]. £ 54
1~6. 1216 4 1 XK MAZAHY ) B 15 21
1 NE5HH

Bruker Avance DRX 400 !, Vnmrs—500 4%
WALPRAL; Aglient 6300 41 ESI-MS S I HIAX;
Waters 2996, Waters 2487 DAD A%l % fil ELSD £
W& (Alltech A%]); Alltech ODS Cg -1l % (1%
£ (250 mm X 10 mm, 5 pm); FEEEREAR (200~
300 H) A= eul R 0 5 Byl Ah T A7
HPD100 KALW G A M B A H A2 5=;  Sephadex
LH-20 >} Pharmcia A &) 7= ; ODS Cig A Merck 2
AL s AR R ST 56 [ CIL f= e 3L
(EREIIES S B TR Z I

BATE M) PEEEAR = 25 A7 B A m 4L,
bRt K B AR e h A& B &
A Ilex pubescens Hook. et Arn. [T .
2 RBSSE

BAF T 2.5 kg, F 12 55 70%LEE R
PRI 3 IR, BER 3 h, PRIGEI R AR 2 IRk . ik
e AR 0, IR EORALR IR, KR
BRI, RJFIKIR 20%. 50%. 70% LEdE
B, RGBT, 23 AR 20% LT
fi7 (110 g)+ 50% LEEFBAL (100 g)\ 70% LBEH AL
(12 @o KRHEIE. RAWFERAE ko> 2, 8567

TR Sephadex LH-20 #F (713 K -1 £ HPLC {4,
W, M 20% SEEEAL T A B A RSP 1 (3 mg).
2 (2mg). 3 (30mg). 4 (32mg). 5 (80 mg). 7
(30 mg). 8 (45mg). 10 (43 mg). 11 (85 mg).

12 (78 mg). 13 (45 mg). 14 (80 mg). 15 (8 mg)-
16 (15 mg), M 70%LEERAL 73 B2 G 6
(45mg). 9 (9.8 g).

3 HH%E

&1 IR K, ESI-MS m/z: 253.058 [M—
H] . 'H-NMR (500 MHz, DMSO-d;) 6: 10.76 (1H, s,
7-OH), 9.52 (1H, s, 4-OH), 8.27 (1H, s, H-2), 7.96
(1H, d, J= 8.5 Hz, H-5), 6.93 (1H, dd, J= 8.5, 2.0 Hz,
H-6), 6.85 (1H, d, J = 2.5 Hz, H-8), 7.38 (2H, d, J =
8.5 Hz, H-2', 6), 6.79 (2H, d, J = 8.5 Hz, H-3', 5');
BC-NMR (125 MHz, DMSO-dq) 6: 152.8 (C-2), 122.5
(C-3), 174.7 (C-4), 127.3 (C-5), 115.4 (C-6), 162.3
(C-7), 102.0 (C-8), 157.4 (C-9), 116.6 (C-10), 123.5
(C-1"), 130.0 (C-2'), 114.9 (C-3"), 157.1 (C-4), 114.9
(C-5'), 130.0 (C-6")o LA_E-30dhs 5 Sk S A —5,
e Y 1 KRG G,

W& 2: RFEER A, ESI-MS m/z: 431.105
[M—H] . 'H-NMR (500 MHz, DMSO-dg) J: 12.93
(1H, s, 5-OH), 9.60 (1H, s, 4-OH), 8.42 (1H, s, H-2),
6.46 (1H, d, J= 2.0 Hz, H-6), 6.71 (1H, d, J= 2.0 Hz,
H-8), 7.40 (2H, d, J = 8.5 Hz, H-2', 6'), 6.83 (2H, d,
J=8.5Hz, H-3',5"); *C-NMR (125 MHz, DMSO-dj)
51 154.6 (C-2), 122.5 (C-3), 180.5 (C-4), 161.6 (C-5),
99.8 (C-6), 162.9 (C-7), 94.5 (C-8), 157.5 (C-9), 106.1
(C-10), 121.0 (C-1"), 130.1 (C-2"), 115.1 (C-3"), 157.2
(C-4), 115.1 (C-5"), 130.1 (C-6"), 99.6 (C-1"), 73.1
(C-2"), 77.2 (C-3"), 69.6 (C-4"), 76.4 (C-5"), 60.6
(C-6")o UL ¥l 5 ek s A — 50, e fh
G 2 YRR TE

WEY 3: REAK AR, ESI-MS m/z: 609.152
[M—H] . 'H-NMR (500 MHz, DMSO-d) J: 12.65
(1H, s, 5-OH), 8.11 (2H, d, J = 8.5 Hz, H-2', 6'), 6.87
(2H, d, J = 8.5 Hz, H-3', 5'), 6.38 (1H, d, J= 1.5 Hz,
H-8), 6.15 (1H, d, J = 1.5 Hz, H-6), 5.69 (1H, d, J =
8.0 Hz, H-1"), 4.56 (1H, d, J = 7.0 Hz, H-1""); "“C-
NMR (125 MHz, DMSO-dg) 6: 156.3 (C-2), 133.1
(C-3), 177.1 (C-4), 160.5 (C-5), 98.8 (C-6), 161.2
(C-7), 93.6 (C-8), 156.2 (C-9), 103.9 (C-10), 120.8
(C-1), 130.8 (C-2'), 115.0 (C-3"), 157.2 (C-4"), 115.0
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(C-5"), 130.8 (C-6"), 100.9 (C-1"), 73.3 (C-2"), 76.1
(C-3"), 69.6 (C-4"), 76.5 (C-5"), 76.6 (C-6"), 103.1
(C-1""), 74.0 (C-2"), 76.5 (C-3"), 69.6 (C-4""), 76.5
(C-5", 60.7 (C-6"")o LA_E %54l 5 SCiknt e — 35, i
et 3 25 y-3-0-B- 0 BT

a4 KB ER A, ESI-MS m/z: 593.158
[M—H] . 'H-NMR (500 MHz, DMSO-d) J: 12.65
(1H, s, 5-OH), 8.04 (2H, d, J = 8.5 Hz, H-2, 6'), 6.85
(2H, d, J= 8.5 Hz, H-3', 5'), 6. 35 (1H, brs, H-8), 6.14
(1H, brs, H-6), 5.29 (1H, d, J = 7.5 Hz, H-1"), 4.39
(1H, d, J = 1.5 Hz, H-1""), 1.06 (1H, d, J = 6.0 Hz,
H-6"); "“C-NMR (125 MHz, DMSO-ds) J: 156.5
(C-2), 1332 (C-3), 177.2 (C-4), 161.0 (C-5), 99.1
(C-6), 161.1 (C-7), 93.9 (C-8), 156.3 (C-9), 103.3
(C-10), 120.8 (C-1"), 130.9 (C-2'), 115.0 (C-3"), 157.2
(C-4), 115.0 (C-5"), 130.9 (C-6'), 102.2 (C-1"), 71.1
(C-2"), 73.5 (C-3"), 68.3 (C-4"), 73.0 (C-5"), 65.3
(C-6"), 100.0 (C-1"), 70.4 (C-2"""), 70.6 (C-3""), 71.9
(C-4""), 68.0 (C-5""), 17.9 (C-6""). LA I B 55 STk
EIA D, WA 4 L2 E-3-0-B- 4
SR o

a5 REER K. ESI-MS m/z: 447.103
[M—H] . 'H-NMR (500 MHz, DMSO-dg) J: 12.61
(1H, s, 5-OH), 8.06 (2H, d, J = 6.5 Hz, H-2', 6'), 6.85
(2H, d, J = 7.0 Hz, H-3', 5"), 6.42 (1H, d, J = 2.0 Hz,
H-8), 6.19 (1H, d, J = 2.0 Hz, H-6), 5.40 (1H, d, J =
7.5 Hz, H-1"); “C-NMR (125 MHz, DMSO-d) &
156.4 (C-2), 133.2 (C-3), 177.5 (C-4), 161.2 (C-5),
98.7 (C-6), 160.0 (C-7), 93.6 (C-8), 156.3 (C-9), 103.9
(C-10), 120.8 (C-1"), 131.0 (C-2'), 115.0 (C-3"), 157.1
(C-4), 115.0 (C-5"), 131.0 (C-6'), 101.6 (C-1"), 75.8
(C-2"), 73.1 (C-3"), 71.2 (C-4"), 67.9 (C-5"), 60.2
(C-6")o LA %t 5 SCiifon] I A — 550, e etk
EW 5 L2 I-3-0-B-2FFLBHT .

WA 6: IRITEA AR, ESI-MS m/z: 625.148
[M—H] . 'H-NMR (500 MHz, DMSO-dy) o: 7.74
(1H, dd, J = 8.0, 2.0 Hz, H-6'), 7.51 (1H, d, J = 2.0
Hz, H-2'), 6.81 (1H, d, J = 8.5 Hz, H-5'), 6.35 (1H,
brs, H-8), 6.15 (1H, brs, H-6), 5.69 (1H, d, J = 7.5 Hz,
H-1"),4.55 (1H, d, J= 7.5 Hz, H-1""); C-NMR (125
MHz, DMSO-d) : 156.2 (C-2), 133.2 (C-3), 177.2
(C-4), 161.1 (C-5), 98.5 (C-6), 161.6 (C-7), 93.4
(C-8), 156.2 (C-9), 104.0 (C-10), 121.0 (C-1"), 115.1

(C-2), 144.6 (C-3'), 148.3 (C-4"), 116.1 (C-5"), 121.5
(C-6"), 101.0 (C-1"), 73.2 (C-2"), 76.1 (C-3"), 69.7
(C-4"), 76.4 (C-5"), 76.6 (C-6"), 103.1 (C-1""), 74.1
(C-2"), 76.3 (C-3""), 69.6 (C-4"), 76.3 (C-5""), 60.6
(C-6"")o VA _b-¥ods 5 Scikabom 2 A — 51, ke
B 6 Jutfiti #-3-0-B-JullH BT,

a1 AR K. 10%0M IR OISR,
Libermann-Burchard J V. 2 H{%:, Molish S % & FH
P£. ESI-MS m/z: 663.380 [M—H] . 'H-NMR (400
MHz, CsDsN) §: 0.96, 1.12, 1.20, 1.25, 1.62, 1.68 (%
3H, s, -CH3), 3.51 (1H, brs, H-18), 3.32 (1H, dd, J =
12.0, 4.0 Hz, H-3), 5.51 (1H, brs, H-12), 6.34 (1H, d,
J = 6.5 Hz, H-1"); "C-NMR (100 MHz, CsDsN) ¢:
39.3 (C-1), 28.9 (C-2), 78.3 (C-3), 49.3 (C-4), 57.0
(C-5), 21.1 (C-6), 33.5 (C-7), 40.1 (C-8), 47.8 (C-9),
38.0 (C-10), 24.3 (C-11), 123.5 (C-12), 144.3 (C-13),
422 (C-14), 29.1 (C-15), 28.0 (C-16), 46.5 (C-17),
44.7 (C-18), 81.0 (C-19), 35.5 (C-20), 28.7 (C-21),
33.0 (C-22), 24.7 (C-23), 180.8 (C-24), 13.7 (C-25),
17.4 (C-26), 24.8 (C-27), 177.2 (C-28), 28.7 (C-29),
244 (C-30), 95.9 (C-1'), 74.1 (C-2'), 78.9 (C-3"), 71.0
(C-4"),79.3 (C-5"), 62.1 (C-6")o LA _E-Hdi 15 STk i
FEA 5, WA T N 3P, 190 FRIEFF Y
B-12-5-24, 28- - 15-28-0-B-D-ML W # 2BH 1

&Y 8: FMA, 10%6 IR L1 2k A5
/4, Libermann-Burchard < £ BH{%, Molish &V
Pt ESI-MS m/z: 663.382 [M—H] . 'H-NMR
(400 MHz, CsDsN) 6: 1.16, 1.27, 1.41, 1.70, 1.70 (%
3H, s, -CH3), 1.06 (3H, d, J = 5.6 Hz, 30-CH3), 2.93
(1H, brs, H-18), 3.33 (1H, m, H-3), 5.57 (1H, brs,
H-12), 5.18 (1H, brs, 19-OH), 6.26 (1H, d, J = 8.0 Hz,
H-1'); “C-NMR (100 MHz, CsDsN) d: 39.7 (C-1),
29.3 (C-2), 78.4 (C-3), 49.3 (C-4), 56.9 (C-5), 21.1
(C-6), 33.9 (C-7), 40.4 (C-8), 47.2 (C-9), 37.7 (C-10),
24.7 (C-11), 128.5 (C-12), 139.3 (C-13), 42.1 (C-14),
29.1 (C-15), 26.2 (C-16), 48.7 (C-17), 54.5 (C-18),
72.6 (C-19), 42.2 (C-20), 26.7 (C-21), 37.9 (C-22),
243 (C-23), 180.8 (C-24), 13.9 (C-25), 17.3 (C-26),
24.4 (C-27), 176.9 (C-28), 27.0 (C-29), 16.7 (C-30),
95.98 (C-1'), 74.0 (C-2'), 78.9 (C-3"), 71.2 (C-4"), 79.3
(C-5"), 62.3 (C-6"). LA I Hdhs 5 3cipdhiz—5™, %
KEEY 8 HEBEAEZI A

WEW 9: KK, 10%0 R LB W (LBt
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A, Libermann-Burchard < V. 2 fH4: . ESI-MS m/z:
501.691 [M—H] . 'H-NMR (400 MHz, CsDsN) ¢:
1.23, 1.16, 1.45, 1.71, 1.76 (% 3H, s, -CH3), 1.12 (3H,
d, J = 7.0 Hz, 30-CHs), 3.06 (1H, brs, H-18), 3.34
(1H, dd, J = 12.0, 4.0 Hz, H-3), 5.62 (1H, brs, H-12);
BC.NMR (100 MHz, CsDsN) &: 39.7 (C-1), 29.1
(C-2), 78.3 (C-3), 49.3 (C-4), 56.9 (C-5), 20.9 (C-6),
33.9 (C-7), 40.2 (C-8), 47.2 (C-9), 37.9 (C-10), 24.7
(C-11), 128.1 (C-12), 139.9 (C-13), 42.4 (C-14), 29.3
(C-15), 26.4 (C-16), 48.3 (C-17), 54.7 (C-18), 72.7
(C-19), 42.3 (C-20), 27.1 (C-21), 38.4 (C-22), 24.2
(C-23), 180.6 (C-24), 13.9 (C-25), 17.1 (C-26), 24.5
(C-27), 180.8 (C-28), 26.9 (C-29), 16.8 (C-30). LA -
Ml 5 SO E S EA 8, M e e S 9 B
AHE Ao

G 10: HE O IRIRY) . 10%0R IR £ 17 W
A, —HEABR-EEAE M. ESI-MS m/z:
441.416 [M—H] . "H-NMR (400 MHz, DMSO-dj) &
5.14 (1H, brs, H-la), 5.09 (1H, brs, H-Ib), 5.38 (1H,
dd, J = 7.6, 3.2 Hz, H-3), 3.32 (2H, overlapped, H-4),
3.67 (1H, m, H-5a), 3.72 (1H, m, H-5b), 7.05 (1H, brs,
H-2'), 6.74 (1H, d, J = 8.0 Hz, H-5"), 7.00 (1H, d, J =
8.0 Hz, H-6"), 4.18 (1H, d, J = 7.6 Hz, H-1"), 2.91~
332 (7H, m, H-2"~6"); “C-NMR (100 MHz,
CD;0D) §: 110.9 (C-1), 145.4 (C-2), 72.7 (C-3), 72.4
(C-4), 63.0 (C-5), 125.4 (C-1), 114.8 (C-2'), 146.0
(C-3"), 148.4 (C-4"), 115.7 (C-5"), 121.3 (C-6"), 146.4
(C-7), 113.9 (C-8), 166.4 (C-9'), 102.8 (C-1"), 73.3
(C-2"), 76.7 (C-3"), 69.9 (C-4"), 76.9 (C-5"), 61.6
(C-6")o VL ¥ods 5 Scukais s A — s, ke
AW 10 2 2-F8 HE-3-WNHEES - 1- T 4i-4-0-B-D-
L g 48] 26 B

B 11 R ERTRRY) . 10%5m IR L1
R, = SA-ERE BT Wi (4 . EST-MS m/z:
441.416 [M—H] . 'H-NMR (400 MHz, CD;0D) 6:
5.30 (1H, brs, H-la), 5.22 (1H, brs, H-Ib), 4.37 (1H,
dd, J = 6.4, 2.8 Hz, H-3), 3.71 (1H, dd, J = 11.8, 3.2
Hz, H-4a), 3.85 (1H, dd, J = 11.8, 7.2 Hz, H-4b), 4.74
(1H, d, J = 13.6 Hz, H-5a), 4.68 (1H, d, J = 13.6 Hz,
H-5b), 7.00 (1H, brs, H-2'), 6.72 (1H, d, J = 8.4 Hz,
H-5"), 6.90 (1H, d, J = 8.4 Hz, H-6"), 7.51 (1H, d, J =
15.9 Hz, H-7"), 6.23 (1H, d, J = 15.9 Hz, H-8'), 4.26
(1H, d, J = 7.6 Hz, H-1"), 3.18 (1H, t, J = 8.4 Hz,

H-2"), 3.25 (1H, m, H-3"), 3.26 (1H, m, H-4"), 3.23
(1H, m, H-5"), 3.60 (1H, dd, J = 12.0, 4.8 Hz, H-6"a),
3.80 (1H, d, J = 11.6 Hz, H-6"b); “C-NMR (100
MHz, CD;OD) J: 114.8 (C-1), 145.4 (C-2), 723
(C-3), 74.0 (C-4), 65.4 (C-5), 127.6 (C-1"), 115.2
(C-2"), 146.8 (C-3'), 149.7 (C-4"), 116.5 (C-5"), 123.0
(C-6'), 147.3 (C-7'), 114.8 (C-8"), 168.8 (C-9), 104.3
(C-1"), 75.0 (C-2"), 77.9 (C-3"), 71.5 (C-4"), 78.0
(C-5"), 62.7 (C-6"). LA ¥l 5 3ok —='Y,
WO EAE ) 11 DR 2-DHERE P -3 -5 - 1- ] M -4-
O-B-D-IEs 2 HE T -

WY 12: I ORIRY) . SRR
A B0 5 4 . ESI-MS m/z: 515 [M—H] ;. MS*[515]:
353 (100), 191 (4.3); MS’ [353]: 191 (100), 179
(88.0), 135 (4.2). 'H-NMR (500 MHz, CD;0OD) &:
2.07~2.36 (4H, m, H-2, 6), 4.34 (1H, m, H-5), 5.02
(1H, dd, J = 8.5, 2.5 Hz, H-4), 5.64 (1H, dd, J = 8.0,
2.5 Hz, H-3), 7.03 (1H, d, J = 2.0 Hz, H-2"), 6.78 (1H,
d, J = 8.5 Hz, H-5"), 6.93 (1H, dd, J = 8.5, 2.0 Hz,
H-6'), 7.56 (1H, d, J = 16.0 Hz, H-7"), 6.27 (1H, d, J =
16.0 Hz, H-8'), 7.02 (1H, d, J = 2.0 Hz, H-2"), 6.72
(1H, d, J = 8.0 Hz, H-5"), 6.88 (1H, dd, J = 8.0, 2.0
Hz, H-6"), 7.53 (1H, d, J = 16.0 Hz, H-7"), 6.16 (1H,
d,J=16.0 Hz, H-8"), LA F¥d 5 Scmkipas a0,
WO EAE 12 K 3, 4-0- —BNHEEIE S T8 .

AW 13: B OMIERY . =SR2
B B (1. ESI-MS m/z: 515 [M—H] s MS*[515]:
353 (100), 173 (12.1), 179 (9.6); MS® [353]: 173
(100), 179 (52.1), 191 (33.3). 'H-NMR (500 MHz,
CD;0D) &: 2.14~2.65 (4H, m, H-2, 6), 5.43 (1H, m,
H-3), 3.96 (1H, dd, J = 8.0, 3.5 Hz, H-4), 5.40 (1H, m,
H-5), 7.06 (2H, d, J = 2.0 Hz, H-2/, 2", 6.77 (1H, d, J =
8.0 Hz, H-5',5"), 6.96 (2H, dd, J = 8.0, 2.0 Hz, H-6', 6"),
7.60 (1H, d, J = 16.0 Hz, H-7), 6.34 (1H, d, J = 16.0 Hz,
H-8'), 7.56 (1H, d, J = 16.0 Hz, H-7"), 6.26 (1H, d, J =
16.0 Hz, H-8"). LA 1%l 5 3ciikiig saA—™, i
YA 13y 3, 5-0- —WIMEBE R ZE TR

WAEY) 14: FFEORRY) . — SR
fe A B (0 5 0 (5. 71 25T ESI-MS mi/z: 515 [M—H] 5
MS? [515]: 353 (100), 191 (22.3), 335 (15.4); MS®
[353]: 173 (100), 191 (65.4), 113 (18.4). 'H-NMR
(500 MHz, CD;OD) &: 2.09~2.31 (4H, m, H-2, 6),
437 (1H, m, H-3), 5.13 (1H, dd, J = 9.0, 2.5 Hz, H-4),
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5.63 (1H, m, H-5), 7.03 (1H, d, J = 2.0 Hz, H-2"), 6.74
(1H, d, J = 8.5 Hz, H-5"), 6.92 (1H, dd, J = 8.5, 2.0 Hz,
H-6"), 7.59 (1H, d, J = 16.0 Hz, H-7"), 6.27 (1H, d, J =
16.0 Hz, H-8'), 7.00 (1H, d, J = 2.0 Hz, H-2"), 6.73 (1H,
d, J=8.5 Hz, H-5"), 6.89 (1H, dd, J = 8.5, 2.0 Hz, H-6"),
749 (1H, d,J=16.0 Hz, H-7"), 6.16 (1H, d, J= 16.0 Hz,
H-8"). DA% b scmpapig A — s, etk
HW 14 9 1, 5-0-—WMHERE L2 TR

WEW 15: wEORIRRY . =& B-20
B A0 5 {5, ESI-MS m/z: 515 [M—H]; MS?
[515]: 353 (100), 191 (4.6); MS’ [353]: 191 (100), 179
(48.5), 173 (14.4). 'H-NMR (500 MHz, CD;0D) §:
2.13-2.36 (4H, m, H-2, 6), 3.97 (1H, dd, J = 6.5, 3.0
Hz, H-3), 5.31 (1H, m, H-4), 5.40 (1H, dd, J = 8.5, 3.5
Hz, H-5), 7.06 (2H, d, J = 2.0 Hz, H-2, 2"), 6.78 (1H,
d, J = 8.0 Hz, H-5'), 6.96 (2H, dd, J = 8.0, 2.0 Hz,
H-6', 6"), 7.61 (1H, d, J = 15.5 Hz, H-7'), 6.33 (1H, d,
J = 15.5 Hz, H-8'), 6.77 (1H, d, J = 8.0 Hz, H-5"),
7.54 (1H, d, J = 16.0 Hz, H-7"), 6.20 (1H, d, J = 16.0
Hz, H-8"). DA -3 5 somkon A — s, ek
SEALGH 15 K 4, 5-0- " IHERE L2 TR

E 16: AEMAE. FiROE SR MG,
ESI-MS m/z: 415.167 [M—H] . 'H-NMR (500 MHz,
CsDsN) 6: 7.26 (2H, dd, J = 8.5, 2.0 Hz, H-3, 5), 7.24
(2H, d, J = 8.5 Hz, H-2, H-6), 7.16 (1H, m, H-4), 4.89
(1H, d, J = 7.0 Hz, H-1"), 4.77 (1H, d, J = 8.0, H-1");
BC-NMR (125 MHz, CsDsN) &: 139.4 (C-1), 128.6
(C-2), 129.4 (C-3), 126.4 (C-4), 129.4 (C-5), 128.6
(C-6), 39.6 (C-7), 72.3 (C-8), 104.6 (C-1)), 74.4
(C-2'), 78.5 (C-3"), 71.7 (C-4'), 77.0 (C-5"), 69.2
(C-6"), 105.5 (C-1"), 70.5 (C-2"), 74.9 (C-3"), 69.6
(C-4"), 66.7 (C-5")o LA_EHcdia 5 Scihont i — 25, i
YA 16 ) 2-2K 23-0-a-L-BT R B (1—
6)-O-B-D-NE I 1 25 Bl 1 o
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