5521 53 FEXEAFFEHRE Vol.21,No.3
201542 A Chinese Journal of Experimental Traditional Medical Formulae Feb. ,2015
- =55 -

kb = D P T AYWAN
ISR BRIE T B A AL A B 4 B
R, AR, AER, BR A, K44, I, BRG]
(I. 2 BHERBHRBERNT, THESREERFSHATIBAKRFAL TS, &8 330029;

2. x| PEHKRFE, &8 330004)

[(BE] BB RERNGAER S . F3E P  Sephadex LH-20 \MPLC 45 1% J7 vk #4710 & W 19 43 8 24k
HRHE AL A W 0 FRAL M BT D 3% 0 B 7 R AT A M S . SR N RS BRI T IR A 4> B A B 8 AR S W, 4 R 6'-B-
D-apiofuranosyl cistanoside C(1) ,acetyl forsythoside B (2) ,2'-Z Bt R F AR E (3) , BEMEHE (4), FEEEHH(5) &
BRTF B(6) , & A4 (7), arjunglucoside 11 (8) . ik :fAbEW 1 ~3,5,8 ¥ hE RNz Y 4 B3]

[RBR] JAREH; SRR, Lo

[FESES] R284.1 [ XHkFRIRAS] A

[doi] 10.13422/j. cnki. syfjx. 2015030030

[ M HAR#EE]  hitp://www. cnki. net/kems/detail/11.3495. R.20141211. 1450. 003. html

[M4&HARATE] 2014-12-11 1450

[XEHS] 1005-9903(2015)03-0030-04

Chemical Constituents of Callicarpa kwangtungensis GUO Wen'?, FU Hui-zheng' ", ZHOU Guo-ping' ",
LIAO Yuan-yue', YUAN Ming-ming', GUO Qing', YAN Qing-wei'
Control, Jiangxi Provincial Engineering Research Center for Drug and Medical Device Quality, Nanchang 330029 ,
China; 2. Jiangxi University of Traditional Chinese Medicine, Nanchang 330004, China)

[ Abstract |
chemical constituents were isolated by column chromatography on silica gel, Sephadex LH-20 and MPLC. Their
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Objective; To study the chemical constituents of Callicarpa kwangtungensis. Method; The

chemical structures were elucidated on the basis of spectral analysis. Result: Eight compounds were isolated from
n-butanol portion, their structures were elucidated as 6'-B-D-apiofuranosyl cistanoside C (1), acetyl forsythoside B
(2), 2'-acetylacteoside (3 ), acteoside (4), isoacteoside (5), forsythoside B (6 ), poliumoside (7),
arjunglucoside Il (8). Conclusion; Compounds 1-3, 5, and 8 were isolated from this plant for the first time.
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acetyl forsythoside B (2) ,2'-Z BEIE RS AT (3),
R (4), R BEERT (5), EMEET B
(6), &A1 %4 (7), arjunglucoside 11 (8), L&
1~3,58 ¥ ek NiZtEY b oy 8515 5,
1 ##

2010 4 @ ORI (H A B A H ), C-
610 A4t 5 AR i 25 (1% A (B 2B BEA W), 1260
251 5 OORE (5 3 ASRT 1200 22 37 1] 4% 25 50 £
TEAL (& 2R A R F)) , BP211D A7
R (75 = FEFEF 4L 141 ) , SB-1000 7 Jiig % 28 A)
(HZ EYELA A 7)), UV-260 #4355 B ( H A
BN ] ), UNITY INOVA 600 % S 4% i 2 3% AX
(Z£E Varian /A ] ), Micromass ZQ 2000 % Jifi 3% {%
(£ B Micromass A F]) , C g AHILRL( HA YMC),
B SRR )2 RS RE IR (5 BT K
RS E Y O LR B SR VL O b N & N 2
2 ULV B2 R I8 T R AT AT h 2 i
EON O HEOEOBL MW T R % B Callicarpa
kwangtungensis [T 1 ZE KL S it o bR A O A7 A VL PG
B2 A T R 2R AR E
2 RSB

JUIREEER 10 kg, KRR, i 10 A% K RTE 2 Ik,
BEUR 2 h, BRI 4R BT 115 R =4
H ot TR T K AR IE T B A B A6 U 40 31 s
JEe i 2T, 18 = E Wi 43 (60 g) (LR LR R 43
(130 g) FIE T EEEB 43 (360 g) o HF1E T B &R 43 200
g A B WP A 05, F0 10 1.5 [ RE RS RERE , 2 1F AH
R i, DA = S - I (72 3) SR B, U0 T A
B Frol ~Fr.10, Hor Fr.2(12 g) DL =50 - H i
(15:2 ~3:1) MPE iR, 203 2 ik ke, & I 4 i
MI2H 4y, 45 10 4> 2H 43 (Fr. 2-1 ~ Fr. 2-10), Fr. 2-8
(1.2 g) Z v R il 4 WAH f 3, LR BE-7K (30: 70) 4§
J3E R G, 28 1R ASOOAH (0 35 K I S, A DA TR Y 21 43 22
S S A M i, L H EE0. 01% = R 4 TR
(35:65) (7 mL-min"") A ¥ M, HHLAEW1
(6.5 mg) Ffb &%) 2(14.8 mg), Fr.2-5(1.6 g) £
Hh R A5 RO 23, DL H - K (10290 ~70: 30) A
VR, 48 ORCH s R T L A 9T o 11 AN
(Fr.2-5-1 ~ Fr.2-5-11) , Fr. 2-5-8 (20. 9 mg) 2 /% H
R A M S, LLH OBE0.01% =R 4 TR
(40:60) (7 mL-min™") R ¥ s Hl, 1 8tk &4 8
(20 mg) ,Fr.4(10.6 g) 2 % il 25 W AH (335, DL
fis-7K (10290 ~90: 10) A 5 6 B, 28 1 RO AR 10 33 A6
M, 53k 6 84 (Fr.4-1 ~Fr.4-6), Fr. 4-5

(900 mg) 2 U AH 2 R A5 WA 63, DL 206 -0. 01%
R MR (18:82) (7 mL-min ") K Sh A, 15 5 1k
H93(10.8 mg) fLEGH 4(4.8 mg) ,fLEW5(8.3
mg) , L5 6(6.4 mg) MLEH 7(3.3 mg).

3 #£HMEE

a1 AT EEN A, ESI-MS m/z:769
[M-H] ,793 [M + Na]".'H-NMR (600 MHz,
CD,0D) 6:6.71 (1H,d,J =1.8 Hz, Ag-H-2),6.69
(1H,d,J=7.8 Hz,Ag-H-5) ,6.58 (1H,dd,J=7.8,
1.8 Hz,Ag-H-6) ,4.01 (1H,m,Ag-H-8),3.70 (1H,
m,Ag-H-8),2.80 (2H, m, Ag-H-7),3.90 (3H,s,
3-OMe),7.22 (1H,d,J = 1.8 Hz, Caf-H-2) , 6. 82
(1H,d,J =8.4 Hz,Caf-H-5),7.10 (1H,dd,J =8.4,
1.8 Hz, Caf-H-6),6.39 (1H,d,J =16.2 Hz, Caf-H-
8),7.67 (1H,d,J =16.2 Hz,Caf-H-7) ,4.38 (1H,
d,J]=7.8 Hz,Gle-H-1),5.20 (1H,d,J =1.2 Hz,
Rha-H-1),1.10 (3H,d,J =6.0 Hz,Rha-H-6) ,4.91
(1H,d,J=2.4 Hz,Api-H-1) " C-NMR ##E W 3£ 1,
DL BB 5 SOk [4 ] B B A — B0 s E e & 1
4 6'-B-d-apiofuranosyl cistanoside C,

&Y 2 AETEEBR K, ESI-MS m/z:797
[M-H] ,81 [M + Na]*,'H-NMR (600 MHz,
CD,0D):6.64 (1H,d,J =1.8 Hz, Ag-H-2),6.67
(1H,d,J=7.8 Hz,Ag-H-5) ,6.53 (1H,dd,J=7.8,
1.8 Hz,Ag-H-6) ,2.70 (2H,m,Ag-H-7) ,4.04 (1H,
Ag-H-8),3.63 (1H,Ag-H-8) ,4.52 (1H,d,J =7.8
Hz,Gle-H-1),4.79 (1H,d,J = 1.2 Hz, Rha-H-1) ,
1.06 (3H,d,J =6.0 Hz, Rha-H-6) ,4.90 (1H,d,
J=1.8 Hz, Api-H-1),7.06 (1H,d,J =1.8 Hz, Caf-
H-2),6.79 (1H,d,J =8.4 Hz,Caf-H-5) ,6.96 (1H,
dd,J=8.4,1.8 Hz,Caf-H-6) ,7.60 (1H,d,J =16.2
Hz,Caf-H-7),6.28 (1H,d,J =16.2 Hz, Caf-H-8) ,
1.98 (3H,s,Ac2) ., C-NMR %4 W32 1., DL %K
PESCER S Bl A B B EhEGw2Hh
acetyl forsythoside B,

&Y 3 A BB K, ESI-MS m/z.545
[M + Na]*,521 [M -H] _'H-NMR (600 MHz,
DMSO-d,) 6:6.55 (1H,d,J = 1.8 Hz, Ag-H-2),
6.60 (1H,d,J=8.4 Hz,Ag-H-5),6.42 (1H,d, ] =
8.4,1.8 Hz, Ag-H-6) ,3.86 (1H, m,Ag-H-8),3.54
(1H, m, Ag-H-8),2.59 (2H, m, Ag-H-7), 7.01
(1H,d,J =1.8 Hz,Caf-H2) ,6.74 (1H,d,J =8.4
Hz,Caf-H-5),6.97 (1H,d,J = 8.4 Hz, Caf-H-6) ,
6.19 (1H,d,J =15.6 Hz, Caf-H-8),7.46 (1H,d,
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x1 & 1-~51"°C-NMR(125 MHz) #(1E
Table 1 The'* C-NMR data of compouds 1-5

No. I 2" 3% 4% 5%
Ag-1 131. 4 131.7 129.2 129.1 129.5
2 116. 4 117.2 116.2 116.2 116. 6
3 144.7 146.0 144. 8 144.9 145.2
4 146. 1 144.6 143. 4 143. 4 143.8
5 117.2 116.3 115. 4 115.4 115.7
6 121.3 121.3 119. 4 119.4 119.7
7 36.6 36.3 34.6 34.9 35.4
8 72. 4 71.8 70.7 70. 4 72. 4
3-OMe 56.6
Caf-1 127.7 127.6 125. 4 125.5 125.8
2 115.3 115.3 114.7 114.7 115.2
3 146.3 146. 8 145.5 145.5 145.5
4 149. 4 149. 8 148. 4 148.3 148.7
5 116.5 116.5 115.7 115.7 116. 1
6 124.3 123.2 121.3 121.2 121.6
7 147.9 114.6 113.3 113.6 114.2
8 116.5 148.2 165. 4 165. 6 166.7
9 168. 1 167.9 147.5 147. 4 145. 8
Gle-1 104.3 101.7 102.0 102.2 102.9
2 73.8 75.1 74.5 74. 4 74.0
3 81.5 80. 4 77.9 79.0 81.4
4 70. 4 70.9 71. 4 68.6 68. 4
5 74.7 74.7 73. 4 74. 4 74.3
6 68.5 68.2 60. 4 60. 7 63.7
Ac-1 171. 4 169. 0
2 20.9 20. 4
Rha-1 103 103.3 101. 8 101. 1 100. 9
2 72.2 72.6 70.7 70. 3 70.9
3 72. 4 71.8 70. 1 70. 1 70.5
4 76. 1 73.6 71. 4 71.6 73.9
5 70. 4 70. 8 69.7 69. 1 68.9
6 18. 4 18.5 18.0 18.0 18.1
Api-1 111.1 111.0
2 78.2 78.1
3 80.6 80.6
4 75.1 75.1
5 65.8 65.6

" CD,0D Jy i 71,2 DMSO-d, H & #, Ag, aglycone; Gle,
glucopyranosyl ; Rha, thamnopyranosyl; Api, apiofuranosyl; Caf, caffeoyl;
Ac,acetyl,

J=15.6 Hz, Caf-H-7) ,4.60 (1H, brs, Rha-H-1),
4.61 (1H,d,J =7.8 Hz,Gle-H-1),1.97 (3H, s,
OAc),0.91 (3H,d,J =6.0 Hz,Rha-CH,) ,"” C-NMR

.32 .

Bk 1, L EgdE 5 ok L6 ] $iods — 20, il e e
EW 3 R 2 - BB AR .

e 4 FHHEOKAK,ESI-MS m/z:623 [M -
H] ,647 [M + Na]'.'H-NMR (600 MHz, DMSO-
d,) 6:0.94 (3H,d,J = 6.0 Hz, Rha-CH, ), 2.70
(2H,m, Ag-H-7) ,4.33 (1H,d,J =7.8 Hz, Gle-H-
1),5.00 (1H,brs, Rha-H-1) ,6.18 (1H,d,J =15.6
Hz,Caf-H-8) ,7.44 (1H,d,J =15.6 Hz, Caf-H-7) ,
6.63 (1H,d,J=1.8 Hz,Ag-H-2),6.62 (1H,d,J =
7.8 Hz,Ag-H-5),6.49 (1H,dd,J=7.8,1.8 Hz, Ag-
H-6),7.02 (1H,d,J =1.8 Hz,Caf-H-2) ,6.98 (1H,
dd,J =7.8,1.8 Hz,Caf-H-6) ,6.76 (1H,d,J=7.8
Hz,Caf-H-5) . C-NMR 34 W% 1. DU E%de 53
BRIO] 2t A B, Mk ekaW 4 hEREE
WEH .

EW S HEAGK K, ESI-MS m/z:623 [M -
H] ,647 [M + Na]','H-NMR (600 MHz, DMSO-
d,) 6:1.06 (3H,d,J = 6.6 Hz, Rha-CH, ), 2. 66
(2H,m, Ag-H-7) ,4.26 (1H,d,J =7.8 Hz, Gle-H-
1),5.02 (1H,brs, Rha-H-1) ,6.28 (1H,d,J =16.2
Hz,Caf-H-8),7.45 (1H,d,J =16.2 Hz, Caf-H-7) ,
6.58 (1H,d,J=1.8 Hz,Ag-H-2),6.56 (1H,d,J =
7.8 Hz,Ag-H-5),6.43 (1H,d,J=7.8,1.8 Hz, Ag-
H-6),7.05 (1H,d,J =1.8 Hz,Caf-H-2) ,6.95 (1H,
dd,J=8.4,1.8 Hz, Caf-H-6) ,6.73 (1H,d,J =8.4
Hz,Caf-H-5) " C-NMR %4l 0 2% 1. DL B % 5 53¢
BRLO D H A — 3, B etk G Y 5 hm BEAE
BEAT

ke e WREGBTERMAKR, 7 T H R,
K AT TF A, 8 FeCl,-K, [ Fe (CN), ] & 7 i #%
o, PR H g5t a] g &% A B R & ESI-MS m/z
779 [M +Na] *,755 [M - H] ", #) 2 #H X 4 7 i &
R 756, 55X RS B E AL A ) 6 i RIE T B,

EWT REGTLERHK, 5H T HEE.
KA TR, 8 FeCly-K, [ Fe (CN) ] il 5] 2 #5
o e Al h rl RE & A i 2k . ESI-MS(m/z) .
793 [M +Na] " ,769 [M —H] ", 8 & A X} 4 ¥ i
770, 5% RS R E LS T A

58 HEATEIE K, ESI-MS m/z:649
[M-H] ,673[M + Na]"_,'H-NMR (600 MHz,
DMSO-d,) §:5.24 (1H, brs, H-12),3.04 (1H,d,
J=10.8 Hz,H-23a),3.30 (1H,d,J =10.8 Hz, H-
23b),1.23,0.91,0.87,0.84,0.63,0.54 (4% 3H,s,
6 x CH;),5.23 (1H,d,J =7.8 Hz,Gle-H-1) " C-
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NMR (150 MHz,DMSO-d,) 8:46.6(C-1),67.3 (C- 50 Rb AR AL 1982 :74-75.
2),75.6 (C-3),43.1 (C-4),47.2 (C-5),16.6(C- (2] ZE#E RIGAR, BUMI A, 45 )7 AR 5 BR 25 b 09 A 50 8 R
6),31.7 (C-7),37.4 (C-8),46.6 (C-9),37.2 (C- LI B E 2011, 13(9) :37-40.

(3] #1401, 00 A &, BN, 5. d 2 52k 09 4k 2% 4 oF
e[ J]. vpEEZG,2001,32(12) :1063-1065.
[4] YiJ H, Zhang G L, Li B G, et al. Phenylpropanoid

10),24.1 (C-11),122.2 (C-12),143.2 (C-13),
42.4 (C-14),27.9 (C-15),23.2 (C-16),45.2 (C-
17),41.1 (C-18) ,44.1 (C-19),28.3 (C-20),34.7 glycosides  from  Lamiophlomis rotate [T ]
(C-21),31.3 (€-22),64.0 (C-23),13.5 (C-24), Phytochemistry , 1999 ,51(6) :825-828.

17.6(C-25),17.5 (C-26) ,24.4 (C-27),175.7 (C- [5] Yamasaki T, Masuoka C, Nohara T, et al. A new

28),31.8 (C-29),23.9 (C-30),94.1 (C-1"),72.4 phenylethanoid glycoside from the fruits of Callicarpa
(C2"),76.7 (C-3"),69.5 (C4"),77.6 (C-5"), japonica Thunb. var. Luxurians Rehd[J]. J Nat Med,
60.7(C-6") o L L HCHE 5 S0k [ 7 ) KO3 A — B, 2007.61(3) :318-322.
W AW 8 arjunglucoside 1T . (61 XUBEWT, % 5, 7k, 5. 1% fL 2 Wb W9 L],
A E 22 40k ,2011,46 (14) 1 1053-1058.
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. .2 ,2009,40(11) :1696-1700.
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AU AR AL T8 00 T AR 1 0 0 0T 00 T 46 4 00 00 o B S 5 9 %,
S A6 BT RS 2 AT T BB O 3650 H Wb DA T 4R | WSO 40 B oI 51 T O
ML) R R . I PI3E 6200 b, HEA4 T 5% 1 RCCSE oft B RUHE A BIHI” ( A°)316 F 47T 5% ~ 20% g
“RCCSE th B2 AW ™ (A ) HHEA T 20% ~ 30% 9 RCCSE B0 AT 37 IR ™ ( A7) 36 1572 7, ik
A HYEEARIY T 1848 Fh (B + ), — LI 1) 1828 (B) it , B 22 1 1) 637 F (C) ¢

“RCCSE I8 B R T R4 o SR 91 T (A ) ™ 0 o 51 B 0 3170 2 151 1406 S B 0 S
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