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Thirty-one phenolic constituents, including 13 flavonol glycosides, 3 dihydroflavonols, 5 flavan-3-ols,
4 hydrolyzable tannins, and 6 phenylpropanoids, were isolated from the fresh flowers of Camellia
reticulata for the first time. Five of them are new flavonol glycosides. Their structures were elucidated by
detailed spectroscopic analyses.

Introduction. — The genus Camellia (Theaceae) contains ca. 120 species growing
mainly in the east and southeast of Asia, of which about 100 species are distributed in
China [1]. In this genus, some species are important ornamental plants, e.g., C. japonica,
C. sasangua, and C. nitidssiam. The genus Camellia is noteworthy also because it
includes the origin plant of the economically important ‘tea’.

C. reticulata LINDL., a shrub or tree, usually 3 -15 m tall, called ‘Yunnan Shancha’ in
Chinese, is a famous Camelliaceous ornamental plant endemic to the southwest of
China [2]. The flowers were also used as folk medicine for the treatment of hemostasia,
haematemesis, diarrhea, dysentery, and scald by the local people of its growing areas
[3]. So far, ten anthocyanins were identified from the red flowers of C. reticulata [4],
and some triterpenoids, flavan-3-ols, flavonols, and simple phenolic compounds were
reported from the flowers of C. japonica, another Camellia ornamental plant closely
related to C. reticulata [5-8]. Our detailed chemical investigation on the fresh flowers
of C. reticulata led to the isolation of five new flavonol glycosides (1-5), together with
26 known phenolic constituents (6-31) (see Figs. I and 2). This article presents the
structural determination of these compounds.

Results and Discussion. — The 80% aqueous acetone extract of the fresh flowers of
C. reticulata was suspended into H,O, and then partitioned with AcOEt and BuOH,
successively. The organic extracts were further chromatographed separately over
Diaion HP20SS, Sephadex L H-20, MCI-gel CHP20P, Chromatorex ODS, and silica gel
to afford five new flavonol glycosides (1-5). In addition, 26 known phenolic
compounds, including eight flavonol glycosides (6-13), three dihydroflavonols (14—
16), five flavan-3-ols (17-21), four hydrolyzable tannins (22-25), and six phenyl-
propanoids (26-31) were obtained. The known compounds were identified as
kaempferol  3-O-[a-L-rhamnopyranosyl-(1 — 4)-a-L-rhamnopyranosyl-(1 — 6)]-3-D-
glucopyranoside (6) [9], kaempferol 3-O-[4-O-acetyl-a-L-thamnopyranosyl-(1 — 3)-
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Fig. 1. Compounds 1-21 isolated from the fresh flowers of C. reticulata

1) Arbitrary numbering. For systematic names, see Exper. Part.
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Fig. 2. Compounds 22-31 isolated from the fresh flowers of C. reticulata

a-L-rhamnopyranosyl-(1 — 6) ]-3-D-glucopyranoside (7) [9], kaempferol 3-O-[2,3,4-tri-
O-acetyl-a-L-thamnopyranosyl-(1 — 3)-2,4-di-O-acetyl-a-L-thamnopyranosyl-(1 — 6)]-
p-D-glucopyranoside (8) [10], nicotiflorin (9) [11], kaempferol 3-O-5-p-glucosyl-7-O-
a-L-thamnoside (10) [12], astragalin (11) [13], quercitrin (12) [14], afzelin (13) [15],
engelitin (14) [16], smitilbin (15) [17], 3,3',5,5',7-pentahydroxyflavanone (16) [18], (+)-
catechin (17) [12], (—)-epicatechin (18) [12], procyanidin B-2 (19) [12], arecatannin
Al (20) [19], procyanidin C-1 (21) [19], isostrictinin (22) [20], nobotanin D (23) [21],
sanguiin H4 (24) [22], 1,6-O-digalloyl-$-p-glucose (25) [23], linocaffein (26) [24], 1-O-
caffeoyl-3-p-glucose (27) [25], 1-O-p-coumaroyl-3-p-glucose (28) [13], triandrin (29)
[26], p-coumaric acid (30) [27], and ferulic acid (31) [28], respectively, by comparison
of the physical and spectral data with literature values. All of these known compounds
were reported from the title plant for the first time, and compounds 8, 10, 13-16, 20, 22,
24, 26, 28, and 29 were firstly obtained from the genus Camellia.

Compound 1 was obtained as a brown amorphous powder and gave a positive
reaction with the FeCl; reagent. The IR spectrum showed absorption bands due to OH
groups (3443, 1064 cm™!), aromatic rings (1451 cm'), and CO groups (1640 cm™!). The
molecular formula of 1 was determined to be Cy,H;30,, by HR-FAB-MS (m/z 741.1861,
[M —H]"). The 'H- and 3C-NMR ( Table) spectra showed the presence of a set of H-
atom signals?) (6(H) 6.18 (s, H—C(6)), 6.41 (s, H— C(8)), 7.60 (br.s, H—C(2")), 6.90 (d,
J=8.3, H-C(5)), 7.60 (br. d, J=8.3, H-C(6"))), together with a CO group (C(4),
0(C) 178.4) and 14 aromatic C-atom signals at 6(C) 94.6-164.9 arising from a
quercetin moiety. In addition, three anomeric H-atoms (6(H) 5.30 (d, J=74), 4.39 (br.
s), and 4.73 (d, J=7.1)), and a Me group (6(H) 0.97 (d, J=6.1)) were observed.
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Table. C-NMR Data of 1-5'). At 125 MHz, 6 in ppm.

19 2% 3 4r)  sh 19 2% 3% 4h)  sh)
C(2) 1578 1586 1588 1585 159.0 C(5") 768 781 779 719 781
C(3) 1338 1351 1350 1348 1349 C(6") 669 680 678 672 674
C(4) 1784 1793 1792 1794 1794 C(1") 1010 989 989 988 1004
C(5) 1614 1631 1629 1631 1631 C(2") 700 732 728 728 718
C(6) 994 1000 999 100.0 1000 AcO—C(2") 1718 1715 1721
208 206 210
C(7) 1649 1666 1658 1660 1660 C(3") 707 761 754 758 786
C(8) 946 949 947 948 948 C(4") 725 740 740 736 736
C(9) 1573 1588 1584 1589 1585 AcO—C(4") 1719 1718 1720 1723
209 210 209 206
C(10) 1047 1057 1056 1056 1057 C(5") 688 67.6 674 615 617
C(l) 1222 1229 1227 1228 1228 C(6") 172 174 171 172 173
C(2) 1169 1322 1321 1322 1323 C(1") 1042 1036 1033 1004 1019
C(3) 1448 1162 1161 1162 1161 C(2") 739 724 722 711 704
C(4) 1487 1615 1613 1614 1615 AcO—C(2") 1716
207
C(s) 1158 1162 1161 1162 1161 C(3") 759 721 699 712 7L
C(6) 1230 1322 1321 1322 1323 AcO-C(3") 1722 1718
208 210
C(1") 996 1039 1035 103.1 1032 C(4") 698 736 751 726 725
C(2’) 756 758 757 750 759 AcO-C(4") 1725 1723 1723
207 208 208
(3’ 812 769 767 766 766 C(5") 656 706 683 707 679
C(4) 699 710 709 709 712 C(6") 179 176 177 177

) Measured in (Dg)acetone. *) Measured in CD;OD.

With the HSQC-TOCSY experiment, the three sugar moieties were determined to
be each a ff-glucopyranosyl, a a-rhamnopyranosyl, and a f-xylopyranosyl unit. The
fragment ion peaks at m/z 609 [M — 132 — H]~ and 595 [M — 146 — H]~ in the FAB-MS
indicated that both the xylopyranosyl and rhamnopyranosyl unit were located at
terminal positions.

The sugar linkages were further determined by the HMBC spectrum, in which
correlations of H—C(1”) (6(H) 5.30) of the glucopyranosyl unit with C(3) (6(C) 133.8)
of the aglycone, H—C(1"") (6(H) 4.39) of the rhamnopyranosyl unit with C(6") (6(C)
66.9) of the glucopyranosyl unit, and H—C(1"”) (6(H) 4.73) of the xylopyranosyl unit
with C(3") (6(C) 81.2) of the glucopyranosyl unit were observed. Therefore, compound
1 was determined to be quercetin 3-O-[f-D-xylopyranosyl-(1 — 3)]-[a-L-rhamnopy-
ranosyl-(1 — 6)]-4-p-glucopyranoside?).

The molecular formulae of compounds 2-5 were assigned to be C;;H,0,,
C3Hy6O5,, C;HyisOo3, and C, HyO,5, respectively, on the basis of the HR-FAB-MS
analyses. All of them possessed kaempferol as aglycone and one glucopyranosyl and
two rhamnopyranosyl units as sugar moieties. In addition, two to four acetyl groups

2) The absolute configurations of glucose and xylose were assumed to be D, and of thamnose to be L,
based on biogenetic considerations.
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were attached on the sugar moiety. The NMR data of the sugar moiety for compounds
2-5 were fully assigned by HSQC-TOCSY experiments.

Compound 2 had similar 'H- and 3C-NMR spectral data as 7, except for the signals
due to an additional acetyl group (6(C) 20.8 and 171.8, (H) 2.06). Compared to the
signals of 7, the downfield shift of C(2"") (6(C) 73.2) and H—C(2"") (6(H) 5.04) of the
inner rhamnopyranosyl unit suggested that the additional AcO group was located at
C(2") of the inner rhamnopyranosyl unit. This was further confirmed by HMBC
experiments, in which both of the inner rhamnopyranosyl H—C(2'") (6(H) 5.04) and
the Me group (6(H) 2.06) of one AcO group were correlated with the Ac CO group at
0(C) 171.8. Moreover, HMBC correlations of 6(H) 4.81 (inner rhamnopyranosyl
H—-C(4"")) and 6(H) 1.96 (Me of another AcO group) with 6(C) 171.9 (CO group of
this AcO group), H-C(1"”) (6(H) 5.34) with C(3) (6(C) 135.1), H-C(1"") (6(H) 4.60)
with C(6”) (6(C) 68.0), and H-C(1"") (6(H) 4.70) with C(3"") (6(C) 76.1) were also
observed. Therefore, compound 2 was elucidated to be kaempferol 3-O-[a-L-
rhamnopyranosyl-(1 — 3)-2,4-di-O-acetyl-a-L-rhamnopyranosyl-(1 — 6)]-3-D-gluco-
pyranoside?).

The NMR spectra of 3 showed a difference from 2 only in the addition of an AcO
group (6(C) 172.5 and 20.7; 6(H) 2.07). The significant acetylation shift effects
occurred for the signal of terminal rhamnopyranosyl C(4”") (6(C) 75.1), which
suggested that the additional AcO group was linked to the C(4"”)-position of the
terminal rhamnopyranosyl unit. This deduction was unambiguously confirmed by the
HMBC correlations of the terminal rhamnopyranosyl H—C(4"") (6(H) 4.82 -4.88) and
the AcO Me group (0(H) 1.97) with the Ac CO group (6(C) 171.8). Thus, the structure
of 3 was established as kaempferol 3-O-[4-O-acetyl-a-L-thamnopyranosyl-(1 — 3)-2,4-
di-O-acetyl-a-L-rhamnopyranosyl-(1 — 6)]--D-glucopyranoside?).

Compounds 4 and 5 had the same molecular formula C,H,30,; as determined by
HR-FAB-MS. Detailed analyses of their NMR data indicated that both compounds
possessed the same basic structure of acetylated kaempferol glycosides, which were
closely related to those of compounds 2, 3, and 7. However, the number of acetyl groups
and their location was different from those of 2, 3, and 7. Both compounds 4 and 5
contained four AcO groups, and their positions were elucidated on the basis of 2D-
NMR spectral data. In the case of compound 4, the long range correlations of H—C(2'")
(6(H) 4.93-5.08) and H—C(4"") (6(H) 4.80—-4.86) of the inner rhamnopyranosyl unit
with AcO CO groups at 6(C) 172.1 and 172.0, as well as H—C(3"") (6(H) 4.93-5.08)
and H-C(4"") (6(H) 4.80—4.86) of the terminal rhamnopyranosyl unit with AcO CO
groups at 6(C) 172.2 and 172.3, were observed, respectively. The other HMBC
correlations confirmed the structure of 4. Accordingly, 4 was characterized as
kaempferol 3-O-[3,4-di-O-acetyl-a-L-rhamnopyranosyl-(1 — 3)-2,4-di-O-acetyl-a-L-
rhamnopyranosyl-(1 — 6)]--D-glucopyranoside?).

Similarly, the long range correlations of the inner rhamnopyranosyl H—C(4"")
(6(H) 4.90-5.04) with the AcO CO group at 6(C) 172.3, as well as the terminal
rhamnopyranosyl H—-C(2"") (6(H) 4.90-5.04), H—-C(3"") (6(H) 5.26), and
H-C(4"") (6(H) 4.90-5.04) with the AcO CO groups at 6(C) 171.6, 171.8 and
171.9, observed respectively in the HMBC spectra of §, allowed the assignment of the
four acetyl groups located at C(4""), C(2""), C(3""), and C(4""") of the sugar moiety in
5. Consequently, compound 5 was assigned to be kaempferol 3-O-[2,3,4-tri-O-acetyl-a-
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L-rhamnopyranosyl-(1 — 3)-4-O-acetyl-a-L-thamnopyranosyl-(1 — 6) ]-3-D-glucopyra-
noside?).

In this study, 31 phenolic compounds, including 13 flavonol glycosides (1-13), 3
dihydroflavonols (14-16), 5 flavan-3-ols (17-21), 4 hydrolyzable tannins (22-25),
and 6 phenylpropanoids (26 —31), were isolated from the fresh flowers of C. reticulata
for the first time. Thereof, compounds 1-5 are new flavonol glycosides, while six
compounds, 2-5, 7, and 8, are acetylated flavonol glycosides. The latter are typical
constituents from the genus Camellia.

Experimental Part

General. TLC: silica gel precoated plates (Qingdao Haiyang Chemical Co. Ltd.), eluting with
benzene/ethyl formate/formic acid 1:7:1 or CHCly/MeOH/H,0 7:3:0.5; detection by spraying with
ferric chloride (FeCl;) and 10% sulfuric acid reagents. Column chromatography (CC): Diaion HP20SS
(Mitsubishi Chemical Co.), MCI-gel CHP20P (75-150 um, Mitsubishi Chemical Co.), Sephadex LH-20
(25-100 pm, Pharmacia Fine Chemical Co. Ltd.), and Chromatorex ODS (100-200 mesh, Fuji Silysia
Chemical Co. Ltd.), silica gel (SiO,, 200-300 mesh, Qingdao Haiyang Chemical Co. Ltd.). Optical
rotations: JASCO-20 polarimeter. UV Spectra: UV 210A Shimadzu spectrometer; 1., (loge). IR
Spectra: Bio-Rad FTS-135 spectrometer. NMR Spectra: Bruker AM-400 and DRX-500 instruments, with
Me,Si as internal standard. FAB-MS and HR-FAB-MS: VG Auto Spec3000 spectrometer with glycerol as
matrix.

Plant Material. The fresh flowers of Camellia reticulata LINDL. were collected in Kunming Botany
Garden in February 2005. The plant material was identified by Prof. C.-R. Yang, Kunming Institute of
Botany, Chinese Academy of Sciences. A voucher specimen (NO: K'Y040212) is deposited with the State
Key Laboratory of Phytochemistry and Plant Resources in West China, Kunming Institute of Botany,
Chinese Academy of Sciences.

Extraction and Isolation. The fresh flowers of Camellia reticulata (20 kg) were extracted with 80%
aq. acetone (3x51, 7d each) at r.t. The combined extracts were concentrated in vacuo to afford a
residue, which was suspended into H,O (61) and then partitioned successively with CHCl; (3 x21),
AcOEt (3 x21), and BuOH (3 x21). The AcOEt extract (80 g) was applied to a Sephadex LH-20
column, eluting with H,O/MeOH (1:0-0:1), to give fractions  -8. Fr. 4 (13.8 g) was further separated
by CC over Sephadex LH-20, Chromatorex ODS, MCI-gel CHP20P, and SiO, to give 2 (20 mg), 3
(34 mg), 4 (27 mg), 5 (51 mg), 8 (43 mg), 11 (2 mg), 14 (15 mg), 15 (4 mg), 30 (60 mg), and 31 (7 mg).
Similarly, compound 16 (11 mg) was obtained from Fr. 7 (17.2 g) by repeated CC over Sephadex LH-20,
Chromatorex ODS, MCI-gel CHP20P, and SiO,. The BuOH extract (420 g) was chromatographed over a
Sephadex LH-20 column with H,O/MeOH (1:0-0:1) to give FractionsI-8. Repeated CC over
Sephadex LH-20, Chromatorex ODS, MCI-gel CHP20P, and SiO, afforded 1 (22 mg), 6 (10 mg), 9
(14 mg), 26 (4 mg), 27 (373 mg), 28 (25 mg), and 29 (2 mg) from Fr. 4 (14.0 g), 7 (31 mg), 10 (8 mg), 12
(200 mg),22 (10 mg), and 24 (22 mg) from Fr. 5 (86.0 g),13 (22 mg), 17 (10 mg), 18 (25 mg), 20 (30 mg),
and 21 (120 mg) from Fr. 6 (47 g), 19 (38 mg) and 25 (7 mg) from Fr. 7 (60 g), and compound 23 (7 g)
from Fr. 8 (65 g), resp.

Quercetin 3-O-[-D-Xylopyranosyl-(1 — 3) |-[a-L-rhamnopyranosyl-(1 — 6) |-B-D-glucopyranoside
(= 3-{[O-6-Deoxy-a-L-mannopyranosyl-(1 — 6)-O-[-D-xylopyranosyl-(1 — 3) |--D-glucopyranosyl Joxy}-
2-(3,4-dihydroxyphenyl)-5,7-dihydroxy-4H-1-benzopyran-4-one; 1). Brown amorphous powder. [a]¥ =
+21.7 (¢=0.31, MeOH). UV (MeOH): 358 (4.11), 256 (4.33), 203 (4.78). IR (KBr): 3443, 2925, 1640,
1451, 1364, 1271, 1202, 1166, 1064. '"H-NMR (500 MHz, (Ds)acetone): 0.97 (d, J =6.1, Me(6"")); 3.18 -
324 (m, H,—C(5""), H-C(4"), H-C(4")); 3.32-3.46 (m, H-C(2"), H,—C(6"), H-C(3""),
H-C(5"), H-C(2""), H-C(2"), H-C(4"")); 3.60-3.66 (m, H-C(3"), H-C(5"), H-C(3"),
H,—C(6")); 3.82-3.88 (m, H,—C(5"")); 439 (br. s, H-C(1"")); 4.73 (d, /=71, H-C(1"")); 5.30 (d,
J=74,H-C(1")); 6.18 (s, H-C(6)); 6.41 (s, H-C(8)); 6.90 (d,J =8.3, H-C(5')); 7.60 (br.s, H-C(2'));
760 (br. d, J=83, H-C(6')). ®C-NMR (125 MHz, (Dg)acetone): Table. FAB-MS (neg.): 741
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([M—H]), 609 ([M—132—H]"), 595 ([M — 146 —H]"). HR-FAB-MS (neg.): 741.1861 ([M —H]",
C3,H;;,05; calc. 741.1878).

Kaempferol 3-O-[a-L-Rhamnopyranosyl-(1 — 3)-2,4-di-O-acetyl-a-L-rhamnopyranosyl-(1 — 6) |-B-
D-glucopyranoside (= 3-{[O-6-Deoxy-a-L-mannopyranosyl-(1 — 3)-O-2,4-di-O-acetyl-6-deoxy-a-L-man-
nopyranosyl-(1 — 6)-f-p-glucopyranosyl Joxyj}-5,7-dihydroxy-2-(4-hydroxyphenyl)-4H-1-benzopyran-4-
one; 2). Yellow amorphous powder. [a]% =—277 (¢=0.96, MeOH). UV (MeOH): 204 (4.85), 266
(4.53), 301 (4.31), 345 (4.43). IR (KBr): 3425, 2926, 1729, 1654, 1608, 1508, 1451, 1362, 1239 1179, 1047.
'H-NMR (500 MHz, CD;OD): 0.82 (d, J=6.2, Me(6")); 1.16 (d, J=6.2, Me(6"")); 1.96 (s,
MeCO—-0-C(4")); 2.06 (s, MeCO—-0O—-C(2")); 3.32-3.36 (m, H-C(4"")); 3.45-3.50 (m, H-C(3"),
H-C(4"), H-C(2"), H-C(5")); 3.60-3.70 (m, H,—C(6"), H-C(5""), H-C(2""), H-C(3""),
H-C(5"")); 3.80 (br. d, J=10.7, H,— C(6")); 3.89 (dd, J=4.5, 12.5, H-C(3"")); 4.60 (br. s, H—C(1"));
4.70 (br. s, H—C(1"")); 4.81 (m, H-C(4"")); 5.04 (br. s, H-C(2")); 5.34 (d, /=72, H-C(1")); 6.18 (d,
J =16, H-C(6)); 6.35 (d, J = 1.6, H-C(8)); 8.01 (d, J = 8.7, H-C(2'), H-C(6)); 6.90 (d, J = 8.7,
H-C(3), H-C(5")). BC-NMR (125 MHz, CD;0D): Table. FAB-MS (neg.): 823 ([M —H] ). HR-FAB-
MS (neg.): 823.2289 ([M — H]~, C3;H;303;; calc. 823.2296).

Kaempferol 3-O-[4-O-Acetyl-a-L-rhamnopyranosyl-(1 — 3)-2,4-di-O-acetyl-a-L-rhamnopyranosyl-
(1 — 6) ]-B-p-glucopyranoside (= 3-{[O-4-O-Acetyl-6-deoxy-a-L-mannopyranosyl-(1 — 3)-O-2,4-di-O-
acetyl-6-deoxy-a-L-mannopyranosyl-(1 — 6)-p-pD-glucopyranosylJoxyj}-5,7-dihydroxy-2-(4-hydroxyphen-
yl)-4H-1-benzopyran-4-one; 3). Yellow amorphous powder. [a]¥ =-25.4 (c=0.66, MeOH). UV
(MeOH): 204 (4.81), 266 (4.56), 300 (4.35), 348 (4.46). IR (KBr): 3430, 2925, 1728, 1655, 1608, 1364,
1235, 1178, 1043. "H-NMR (500 MHz, CD;0D): 0.84 (d,J = 6.2, Me(6"")); 1.04 (d, J = 6.2, Me(6"")); 1.97
(s, MeCO-0-C(4")); 2.06 (s, MeCO-0O-C(2"))); 2.07 (s, MeCO-O—-C(4"")); 3.38-3.58 (m,
H-C(3"), H-C(4"), H-C(2"), H-C(5"), Hy,—C(6")); 3.60 (d, J=3.1, H-C(3"")); 3.62-3.79 (m,
H-C(5"), H-C(2""), H-C(5""), H,—C(6")); 3.94 (dd, J=4.5, 12.5, H-C(3")); 4.57 (br. s,
H-C(1")); 4.82-4.88 (m, H-C(4"), H-C(4"")); 5.05 (d, /=18, H-C(2")); 536 (d, J=11,
H-C(1"); 6.19 (d, J =14, H-C(6)); 636 (d, J=14, H-C(8)); 6.90 (d, J =87, H-C(3),
H-C(5")); 8.00 (d, J =87, H-C(2'), H-C(¢')). *C-NMR (125 MHz, CD;OD): Table. FAB-MS
(neg.): 865 ([M —H] ). HR-FAB-MS (neg.): 865.2405 ([M — H]~, C3H;503,; calc. 825.2402).

Kaempferol 3-O-[3,4-Di-O-acetyl-a-L-rhamnopyranosyl-(1 — 3)-2,4-di-O-acetyl-a-L-rhamnopyra-
nosyl-(1— 6) J--p-glucopyranoside (= 3-{[O-3,4-Di-O-acetyl-6-deoxy-a-L-mannopyranosyl-(1 — 3)-O-
2,4-di-O-acetyl-6-deoxy-a-L-mannopyranosyl-(1 — 6)-f3-D-glucopyranosylJoxy}-5,7-dihydroxy-2-(4-hy-
droxyphenyl)-4H-1-benzopyran-4-one; 4). Yellow amorphous powder. [a]¥ = —44.8 (¢=0.73, MeOH).
UV (MeOH): 204 (4.90), 265 (4.56), 345 (4.46). IR (KBr): 3432, 2927, 1746, 1731, 1655, 1608, 1508, 1367,
1236, 1179, 1137, 1065, 1049. '"H-NMR (500 MHz, CD;OD): 0.77 (d, J=6.2, Me(6"")); 1.23 (d, J=6.2,
Me(6")); 1.95 (s, MeCO—-0O—-C(4"")); 2.03 (s, MeCO—-0O—-C(3"")); 2.09 (s, MeCO—O—-C(2")); 2.11 (s,
MeCO-0-C(4")); 3.43-3.60 (m, H—C(3"), H-C(5"), H-C(4"), H-C(2"), H,—C(6"), H-C(5"));
3.70-3.74 (m, H-C(2""), H-C(5"")); 3.79 (dd, J=1.1, 10.2, H,—C(6")); 3.89 (dd, J=4.5, 12.5,
H-C(3"));4.61 (s, H-C(1")); 4.62 (br.s, H-C(1"")); 4.80-4.86 (m, H-C(4""), H-C(4"")); 4.93-5.08
(m, H-C(3""), H-C(2")); 5.44 (d, J=72, H-C(1")); 6.18 (d, J = 1.8, H-C(6), 6.35 (d, J = 1.8,
H-C(8)); 6.88 (d, J=8.7, H-C(3), H-C(5')); 8.00 (d, J=87, H-C(2), H-C(6")). *C-NMR
(125 MHz, CD;0D): Table. FAB-MS (neg.): 907 ([M — H]~). HR-FAB-MS (neg.): 907.2502 ([M — H],
C,H4;03;; calc. 907.2508).

Kaempferol 3-O-[2,3,4-Tri-O-acetyl-a-L-rhamnopyranosyl-(1 — 3)-4-O-acetyl-a-L-rhamnopyrano-
syl-(1 — 6) J-B-D-glucopyranoside (=5,7-Dihydroxy-2-(4-hydroxyphenyl)-3-{[O-2,3,4-tri-O-acetyl-6-de-
oxy-a-L-mannopyranosyl-(1 — 3)-O-4-O-acetyl-6-deoxy-a-L-mannopyranosyl-(1 — 6 )-f-L-glucopyrano-
sylJoxy}-4H-1-benzopyran-4-one; 5). Yellow amorphous poweder. [a]# = —5.2 (¢=0.51, MeOH). UV
(MeOH): 203 (4.87), 266 (4.55), 345 (4.43). IR (KBr): 3430, 2925, 1746, 1654, 1608, 1508, 1367, 1228,
1178, 1078, 1047. '"H-NMR (500 MHz, CD;0D): 0.76 (d, J = 6.3, Me(6")); 1.14 (d,J = 6.3, Me(6"")); 1.93
(s, MeCO-0O—-C(4""), MeCO—-0O—-C(2"")); 2.03 (s, MeCO—-O—-C(4"")); 2.17 (s, MeCO-O—-C(3""));
3.44-3.58 (m, H-C(3"), H-C(4"), H-C(5"), H-C(2"), H,— C(6"), H-C(5"")); 3.73 (dd, J = 4.5, 9.0,
H-C(3")); 3.88-4.05 (m, H,—C(6"), H-C(2"), H-C(5"")); 4.58 (s, H-C(1")); 4.66 (br. s,
H-C(1"")); 4.90-5.04 (m, H-C(4"), H-C(4""), H-C(2"")); 5.26 (m, H-C(3"")); 547 (d, /=12,
H-C(1")); 6.20 (d,J = 1.8, H-C(6)); 6.36 (d,J = 1.8, H-C(8)); 6.89 (d,J = 8.7, H-C(3"), H-C(5"));
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8.00 (d,J =8.7,H-C(2"), H-C(6')). 3C-NMR (125 MHz, CD;0D): Table. FAB-MS (neg.): 907 ([M —
H]~). HR-FAB-MS (neg.): 9072501 ([M — H]-, C,;H4;O21;; calc. 907.2508).

The authors are grateful to members of the analytical group in State Key Labrotory of
Phytochemistry and Plant Resources in West China, Kunming Institute of Botany, Chinese Academy
of Sciences, for the spectral measurements. This study was supported by the West Light Foundation of
The Chinese Academy of Sciences.

REFERENCES

[1] T.L. Min, in ‘Flora of Yunnannica’, Science Press, Beijing, 1979, Vol. 8, p. 263.

[2] T.L. Min, in ‘Flora of Yunnannica’, Science Press, Beijing, 1979, Vol. 8, p. 307.

[3] C. Y. Wu (Editor in chief), in ‘The Compendium of Chinese Medicinal Herbs’, Scientific and
Technological Press, Shanghai, 1991, Part 2, p. 74.

J. B. Li, F. Hashimoto, K. Shimizu, Y. Sakata, Biosci. Biotechnol. Biochem. 2007, 71, 2833.

H. Nakajima, H. Itokawa, A. Ikuta, Yakugaku Zasshi 1984, 104, 157.

4]
]
] R. Suau Suarez, Acta Cientifica Compostelana 1971, 8, 185.
]
]

[

[5
[6
[7
8

H. Itokawa, H. Nakajima, A. Ikuta, Y. litaka, Phytochemistry 1981, 20, 2539.
M. Yoshikawa, T. Morikawa, Y. Asao, E. Fujiwara, S. Nakamura, H. Matsuda, Chem. Pharm. Bull.
2007, 55, 606.
[9] C. Lakenbrink, T. Myloclam, U. H. Engelhardt, V. Wray, Nat. Prod. Lett. 2000, 14, 233.
[10] S.E. El-Dondity, Egypt. J. Biomed. Sci. 2004, 16, 527.
[11] K.-i. Onodera, K. Hanashiro, T. Yasumoto, Biosci. Biotechnol. Biochem. 2006, 70, 1995.
[12] S. Ozden, N. Diiriist, K. Toki, N. Saito, T. Honda, Phytochemistry 1998, 49, 241.
[13] D. Strack, J. Heilemann, V. Wray, H. Dirks, Phytochemistry 1989, 28, 2071.
[14] C.T. M. Tomlinson, L. Nahar, A. Copland, Y. Kumarasamy, N. F. Mir-Babayev, M. Middleton, R. G.
Reid, S. D. Sarker, Biochem. Syst. Ecol. 2003, 31, 439.
[15] H. W. D. Matthes, B. Luu, G. Ourisson, Phytochemistry 1980, 19, 2643.
[16] R. Tschesche, S. Delhvi, S. Sepulveda, E. Breitmaier, Phytochemistry 1979, 18, 867.
[17] T.Konishi, K. Yamazoe, M. Kanzato, T. Konoshima, Y. Fujiwara, Chem. Pharm. Bull. 2003, 51,1142.
[18] L.S. Ding, Q. L. Liang, Y. F. Teng, Acta Pharm. Sin. 1997, 32, 600.
[19] Y. Lu, L. Y. Foo, Food Chem. 1999, 65, 1.
[20] T. Okuda, T. Yoshida, T. Hatano, K. Yazaki, M. Ashida, Phytochemistry 1982, 21, 2871.
[21] T. Yoshida, H. Ohbayashi, K. Ishihara, W. Ohwashi, K. Haba, Y. Okano, T. Shingu, T. Okuda, Chem.
Pharm. Bull. 1991, 39, 2233.
[22] T. Tanaka, G.-i. Nonaka, I. Nishioka, Chem. Pharm. Bull. 1986, 34, 650.
[23] R. Saijo, G.-i. Nonaka, 1. Nishioka, Phytochemistry 1990, 29, 267.
[24] M. A. Bernards, D. Strack, V. Wray, B. E. Ellis, Phytochemistry 1991, 30, 497.
[25] C.J. Li, D. H. Chen, P. G. Xiao, Chin. Trad. Herbal Drugs 1995, 26, 288.
[26] L. A. C. Naidoo, S. E. Drewes, J. V. Staden, A. Hutchings, Phytochemistry, 1992, 31, 3929.
[27] L.Z. Xu, N. J. Sun, Acta Pharm. Sin. 1984, 19, 48.
[28] G. Rao, Z.-W. Lin, H. Sun, Acta Bot. Yunnan. 1990, 12, 335.

Received January 21, 2008



