2904 - Chinese Traditional and Herbal Drugs 2% 453 3520 8 2014 4£ 10 B

%%

ST ARFZ AL S B4 T 5

o4 ZgR" g22 A B85 AL ok =7

Lo )i R2s oAERAHILE, W) BH 611130

2. HRMSEANIE Y E RIINT AT 2 AR E AR E, TR I 518004

W ZE:. B XWIGHEAT Myrsine stolonifera IRAZEAE AT T, FiE 1B D101 BUORFUR AR . FERCFIEEIR
Sephadex LH-20 S5#: (A% /7 AT o2 alifh, MRABE W ELAGTE FURIBOS IR S e b &M E . &R AT 95%
LRI R S5 3) 11 AMEEY, 9% L (D, “AWLEE (). Mg (3). 5,7, 4- =R LS (4).
FIRFIZE (5). Wi &-7-0-0-D-F%0EE (6). FILHKE (D). 3, 5- PRI NN -4-0-B-D-NEL 2 0L (8). 2, 6-—H
SRS -4 LI -1-O-B-D-ME A M (9). T4 (10D, (+)-lyoniresino 30-0-B-D-glucopyranoside (11). #Ei8 tb &Y
2. 4~11 HUMNZEREYH o EARE, G 1~11 IR MZED T o 21338

KR ek, AL 5,7, 4-SEIER R MRS RILRE; TEF

PESES: R284.1 NHERFRRRS: A XEHS: 0253 - 2670(2014)20 - 2904 - 04

DOI: 10.7501/j.issn.0253-2670.2014.20.006

Chemical constituents from radix and rhizome of Myrsine stolonifera
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Abstract: Objective To study the chemical constituents from the radix and rhizome of Myrsine stolonifera. Methods The chemical
constituents were isolated and purified by D101 macroporous adsorption resin, silica gel, and Sephadex LH-20 column
chromatography. The structures of the isolated compounds were identified on the basis of physicochemical properties and
spectroscopic methods including '"H-NMR, "*C-NMR, and MS spectra. Results Eleven compounds were identified as askaempferol
(1), dihydrokaempferol (2), quercetin (3), 5, 7, 4'-trihydroxyisoflavone (4), chrysoeriol (5), quercetin-7-O-a-D-glucoside (6), (—)-
8), 2, 6-dimethoxy-4-hydroxyphenol-1-O-B-D-
glucopyranoside (9), syringing (10), and (+)-lyoniresinol3a-O-B-D-glucopyranoside (11). Conclusion Compounds 2, 4—11 are all

epicatechin (7), 3, 5-dimethoxy-benzylalcohol-4-O-B-D-glucopyranoside

isolated from the plants of Myrsine Linn. for the first time, and compounds 1—11 are all isolated from this plant for the first time.
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MMEEYD, % il &y (kaempfero, 1) —
21l 4513 (dihydrokaempferol, 2+ #f Ji7 %% (quercetin,
3). 5, 7, 4-— 3K RN (5, 7, 4'-trihydroxyiso-
flavone, 4). FI{F]Z (chrysoeriol, 5)+ #fft % #-7-
O-a-D-Fi % B (quercetin-7-O-a-D-glucoside, 6)-
R ILZZE [(-)-epicatechin, 7]+ 3, 5- - FHAJL-EPE-
4-O-B-D- it g 4 %5 B% ¥ (3, 5-dimethoxy-benzyl
alcohol-4-O-B-D-glucopyranoside, 8). 2, 6-—H4g,
e -4- 3 3k - 2K W) -1-0-B-D- WL W T A BT (2, 6
dimethoxy-4-hydroxylphenol-1-O-B-D-glucopyranoside,
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& 1 AR R (R mp 276~278
‘C; ESI-MS m/z: 285.0 [M—H]; "H-NMR (600 MHz,
CD;0D) §: 8.08 (2H, d, J = 9.0 Hz, H-2, 6'), 6.90
(2H, d, J = 9.0 Hz, H-3', 5"), 6.39 (1H, d, J = 2.4 Hz,
H-8), 6.18 (1H, d, J = 2.4 Hz, H-6); "*C-NMR (150
MHz, CD;OD) ¢: 148.1 (C-2), 137.2 (C-3), 177.4
(C-4), 162.6 (C-5), 99.3 (C-6), 165.7 (C-7), 94.5
(C-8), 158.3 (C-9), 104.6 (C-10), 123.8 (C-1'), 130.7
(C-2', 6", 116.3 (C-3', 5'), 160.6 (C-4"). LA L-%¥it5
SCikARE — S, MR A 1 L.

Ew 2: wEERmAR (FED; mp 204~207
“C; ESI-MS m/z: 287.0 [M—H] . 'H-NMR (600 MHz,
CD;COCDs) 6: 7.43 (2H, d, J = 8.4 Hz, H-2', 6'), 6.90
(2H, d, J = 8.4 Hz, H-3', 5"), 6.00 (1H, d, J = 1.8 Hz,
H-8), 5.96 (1H, d, J = 2.4 Hz, H-6), 5.09 (1H, d, J =
11.4 Hz, H-2), 4.65 (1H, dd, J = 12.0, 4.2 Hz, H-3);
BC-NMR (150 MHz, CD;COCD;) 8: 84.4 (C-2), 73.2
(C-3), 198.3 (C-4), 165.0 (C-5), 97.1 (C-6), 168.2
(C-7), 96.1 (C-8), 164.2 (C-9), 101.6 (C-10), 129.2
(C-1"), 130.3 (C-2', 6'), 115.9 (C-3, 5"), 158.9 (C-4").
AL A I B 5 ScikaoE — 8, M i
B — AL .

&) 3: AR (HEE); mp 313~314 C;
ESI-MS m/z: 301.0 [M—H] . 'H-NMR (600 MHz,
CD;COCDs) 6: 7.72 (1H, d, J = 2.4 Hz, H-2'), 7.62
(1H, dd, J = 8.4, 2.4 Hz, H-6'), 6.87 (1H, d, J = 8.4
Hz, H-5), 6.38 (1H, s, H-8), 6.17 (1H, s, H-6);
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BC-NMR (150 HMz, CD;COCD;) 6: 148.8 (C-2),
1372 (C-3), 177.3 (C-4), 162.3 (C-5), 99.2 (C-6), 165.5
(C-7), 94.4 (C-8), 1582 (C-9), 104.5 (C-10), 124.2
(C-17), 116.1 (C-2)), 146.2 (C-3"), 148.0 (C-4"), 115.7
(C-5'), 121.7 (C-6')» LA % 5 e —aM, g
St 3 ot %,

B 4: BT E.45 5 CRRD s mp 265.5~266.5
‘C; ESI-MS m/z: 270 [M+H]". 'H-NMR (600 MHz,
CD;COCDs) 6: 13.03 (1H, s, 4-OH), 8.17 (1H, s,
H-2), 7.46 (2H, d, J = 8.4 Hz, H-2', 6'), 6.91 (2H, d,
J = 8.4 Hz, H-3', 5"), 6.43 (1H, d, J = 2.4 Hz, H-6),
6.29 (1H, d, J = 2.4 Hz, H-8); "C-NMR (150 MHz,
CD;COCD;) d: 1543 (C-2), 121.8 (C-3), 181.8
(C-4), 163.9 (C-5), 99.8 (C-6), 165.0 (C-7), 94.5
(C-8), 158.3 (C-9), 105.7 (C-10), 122.8 (C-1"), 129.0
(C-2"), 115.9 (C-3', 5", 159.1 (C-4"), 131.6 (C-6"). LA
Rt kR — S, s A 4 8 5,7
4'- =R R T

&Y 5. s OEIRE AR CAED: mp 324~335
‘C; ESI-MS m/z: 299 [M—H], 73 T30 Ci6H 14060
'H-NMR (600 MHz, CD;COCD;) d: 4.00 (3H, s,
3'-OCHs), 6.26 (1H, d, J = 1.8 Hz, H-6), 6.55 (1H, d, J =
1.2 Hz, H-8), 7.01 (1H, d, J = 8.4 Hz, H-6"), 7.61 (1H, d,
J = 84 Hz, H-5'), 7.64 (1H, d, J = 1.8 Hz, H-2');
BC-NMR (150 MHz, CD;COCDj3) 8: 164.9 (C-2), 104.5
(C-3), 183.1 (C-4), 158.9 (C-5), 99.7 (C-6), 165.1
(C-7), 94.8 (C-8), 163.4 (C-9), 105.4 (C-10), 56.6
(3'-OCH3), 123.7 (C-1'), 110.6 (C-2'), 151.5 (C-3"),
148.9 (C-4"), 116.4 (C-5'), 121.4 (C-6"). LA FEE 5
SCHRARIE 5, MRS 5 ONRTR .

B 6: RFEEKAR GAMID; mp 245~247
‘C; ESI-MS m/z: 463.3 [M—H], 487.1 [M+Na]",
23T H CyHa012. 'H-NMR (500 MHz, DMSO-dj)
d: 12.52 (1H, s, 5-OH), 9.68 (1H, s, 3-OH), 9.53 (1H,
brs, 4'-OH), 9.32 (1H, s, 3'-OH), 6.76 (1H, d, J = 2.0
Hz, H-8), 6.43 (1H, d, J =2.0 Hz, H-6), 7.73 (1H, d,
J=2.0 Hz, H-2'), 7.56 (1H, dd, J = 2.0, 8.4 Hz, H-6"),
6.91 (1H, d, J = 8.4 Hz, H-5"), 5.12 (1H, d, J = 4.8 Hz,
H-1"), 3.16~3.73 (6H, m, H-2", 6"); '*C-NMR (125
MHz, DMSO-ds) 6: 147.6 (C-2), 136.1 (C-3), 176.0
(C-4), 160.4 (C-5), 98.8 (C-6), 162.7 (C-7), 94.3
(C-8), 155.7 (C-9), 104.7 (C-10), 120.4 (C-1'), 115.4
(C-2"), 147.9 (C-3"), 145.1 (C-4"), 115.6 (C-5'), 121.8

(C-6'), 99.9 (C-1"), 73.1 (C-2"), 76.4 (C-3"), 69.6
(C-4"), 77.2 (C-5"), 60.6 (C-6"). LA % 5 ki
Y, MRS 6 i 2 -7-0-a-D-F %]
BT

e 7: AR (HEE); mp 246~247 C;
ESI-MS m/z: 289.1 [M—H], 2> 13k CisH 1406
'H-NMR (500 MHz, CD;0D) 8: 6.99 (1H, d, J = 2.0
Hz, H-2'), 6.78 (1H, d, J = 8.0 Hz, H-5), 6.82 (1H, dd,
J = 8.0, 2.0 Hz, H-6"), 5.96 (1H, d, J = 2.0 Hz, H-8),
5.93 (1H, d, J = 2.5 Hz, H-6), 4.84 (1H, s, H-2), 4.20
(1H, m, H-3), 2.89 (1H, dd, J = 17.0, 4.5 Hz, H-4a),
2.68 (1H, dd, J = 17.0, 3.0 Hz, H-4b). “C-NMR (125
MHz, CD;0D) 6: 78.5 (C-2), 66.1 (C-3), 27.9 (C-4),
156.6 (C-5), 95.0 (C-6), 156.3 (C-7), 94.5 (C-8), 156.0
(C-9), 98.7 (C-10), 130.9 (C-1'), 114.5 (C-2"), 144.5
(C-3"), 144.4 (C-4"), 113.9 (C-5"), 118.0 (C-6"). LA_-%#s
5o 8", et A 1 iR ILEE.

&) 8: Tot ik (HEE); mp 175~177 C;
ESI-MS m/z: 345.3 [M—H]", 369.1 [M+Na]", %7
1l C1sH00. 'H-NMR (500 MHz, CD;0D) d: 6.72
(2H, s, H-2', 6'), 4.86 (1H, d, J = 7.6 Hz, H-1"), 4.60
(2H, s, H-7), 3.87 (6H, s, 2, 6-OCHj3), 3.78 (1H, dd,
J=11.8,2.0 Hz, H-5"), 3.69 (1H, dd, J = 12.1, 5.4 Hz,
H-3"), 3.51 (1H, m, H-4"), 3.44 (2H, dd, J = 7.0, 2.5
Hz, H-2', 6'0), 3.22 (1H, dq, J = 9.5, 2.0 Hz, H-6'B).
BC-NMR (125 MHz, CD;0D) 6: 152.8 (C-2, 6), 138.3
(C-4), 133.8 (C-1), 104.2 (C-3, 5), 104.0 (C-1"), 76.9
(C-3"), 76.4 (C-5"), 74.3 (C-2'), 69.9 (C-4"), 63.7 (C-7),
61.2 (C-6"), 55.6 (OCH3). LA % 5 SCiikdiiE —
H, WS 8 M 3, 5- - HAEKE-ENE-4-0-
B-D-Ek s 741 5 B 1

&Y 9: AR R (IEE); ESI-MS m/z: 331.3
[M—H], 355.1 [M+Na]', 2> 73N Ci4Hy00.
'H-NMR (500 MHz, CsDsN) §: 11.38 (1H, s, 4-OH),
6.58 (2H, s, H-3, 5), 5.62 (1H, d, J = 7.6 Hz, H-1"),
442 (1H, dd, J=11.5, 2.0 Hz, H-3), 3.94 (1H, t, J =
4.0 Hz, H-5"), 3.92 (1H, m, H-4'), 3.71 (6H, s,
-OCH3); "*C-NMR (125 MHz, CsDsN) 8: 156.4 (C-4),
155.1 (C-2, 6), 129.9 (C-1), 106.3 (C-1'), 95.6 (C-3,
5), 79.1 (C-5"), 78.9 (C-3'), 76.6 (C-2'), 72.2 (C-4"),
63.2 (C-6"), 56.9 (-OCH3). DL ¥4 5 SCik 4R iE —
FUSPL w2 b 54 9y 2, 6-— HIAA JE-4-F2 k-
IRy -1-O-B-D-NHE e 7 25 B o
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&P 10: AEEREAE CREE; mp 190~
192 °C; ESI-MS m/z: 395.1 [M+H]", 41 h
C17H2409. 'H-NMR (500 MHz, CD;0D) 6: 6.75 (2H,
s, H-3, 5), 6.35 (1H, d, J = 16.0 Hz, H-7), 6.55 (1H, d,
J=16.0 Hz, H-8), 3.79 (2H, m, H-9), 4.91 (1H, d, J =
7.8 Hz, H-1'), 3.86 (6H, s, 2, 6-OCHj;), 3.78~3.30
(6H, m, sugar-H); “C-NMR (125 MHz, CD;0D) ¢:
154.3 (C-2, 6), 135.8 (C-1), 135.2 (C-4), 131.2 (C-8),
130.0 (C-7), 131.2 (C-8), 105.4 (C-3, 5), 105.3 (C-1"),
78.3 (C-3'), 77.8 (C-5"), 75.7 (C-2"), 71.3 (C-4"), 63.6
(C-6"), 62.5 (C-9), 57.1 (2, 6-OCH3). LA % #5553k
g5, MRS 10 T B

&P 11 LRy (FFED; ESI-MS m/z:
605.1 [M+Na]", 43T CogHzgO135 [a]h +30° (¢
1.0, MeOH). 'H-NMR (500 MHz, CD;0D) d: 2.61
(1H, m, H-1), 1.71 (1H, m, H-2), 2.10 (1H, m, H-3),
4.44 (1H, d, J = 6.5 Hz, H-4), 6.60 (1H, s, H-8), 3.76
(6H, s, 3', 5-OCHs3), 3.66 (2H, dd, J = 5.5, 3.0 Hz,
H-2a), 3.93 (2H, dd, J = 10.0, 5.5 Hz, H-3a), 4.31
(1H, d, J = 7.5 Hz, H-1"); “C-NMR (125 MHz,
CD;0D) 6: 33.8 (C-1), 40.5 (C-2), 46.7 (C-3), 42.8
(C-4), 147.5 (C-5), 138.9 (C-6), 148.6 (C-7), 107.8
(C-8), 130.1 (C-9), 126.4 (C-10), 134.4 (C-1'), 106.8
(C-2', 6), 148.9 (C-3', 5), 139.3 (C-4"), 66.2 (C-2a),
71.4 (C-30), 60.1 (5-OCHj3), 56.6 (7-OCH3), 56.9 (3',
5-OCHjs), 104.8 (C-1"), 75.1 (C-2"), 78.2 (C-3"), 71.7
(C-4"), 77.9 (C-5"), 62.8 (C-6"). LA ¥ 5 SC k4R
s, WS 11 4 (+)-lyoniresino
30-0-B-D-glucopyranoside.
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