$ER 2021448 B52% H8H Chinese Traditional and Herbal Drugs 2021 April Vol. 52 No. 8 2205 ¢

o RFRL
BEEBXRESP 1 DHHY megastigmane HEH

BHEL23, 5 B2 RAEL M A2 REMLZ KA L SRAKLL, ARNILZ, B L7
1. MG E R AR L T SIS, BN B 550014

2. BRMBERIREE 44 2GR TR R B 5 A 600, B B 550014

3. WSS L RN, N T 551700

W E: B T EE RS Euphorbia sikkimensis 46227y 3% SRAIEAHRERL . RP-Cis. HPLC. Sephadex LH-20
S AR TR KA AT 2 B aliAk, JFIZH NMR. MS HUCIE SRR AT % g R MR
80% Z. BE SR Ay B A tH 5 MU A, %N (6S,95)-11 I HE-6"-O- 1 £ FIRHG (1) (6R,9S)-11 't i-6"-O- 5 ¥
THREE (2). ent-kaurane-3-0x0-16f-17-diol (3). ent-16a,17-dihydroxy-atisan-3-one (4). %M IFARBEEHEE (5). £ 1k
G 1 9 megastigmane S REY), i NEE T A AW 2~5 B IR K H /> EA

XHEIR: FROKHL; megastigmane ¥EE ;s FEBLKELH A; (6R,9S)-1i F MIF-6'-0-1% & FIRNE: 6 M 75 AR R H S
FESAES: R284.1 XEkRERE: A XEHRES: 0253 - 2670(2021)08 - 2205 - 05

DOI: 10.7501/j.issn.0253-2670.2021.08.002

A new megastigmane glycoside from Euphorbia sikkimensis from Guizhou Province
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Abstract: Objective To study the chemical constituents of Euphorbia sikkimensis. Methods The chemical constituents were
isolated and purified by column chromatography, RP-C1s, HPLC and Sephadex LH-20, and their chemical structures were elucidated
on the basis of 1D-NMR, 2D-NMR, and MS data. Results Five compounds were isolated from E. sikkimensis and identified as
(6S,9S)-blumenol-6"-O-gallate (1), (6R, 9S)-blumenol-6’-O-gallate (2), ent-kaurane-3-oxo 16p-17-diol (3), ent-16a, 17-dihydroxy-
atisan-3-one (4) and methyl brevifolincarboxylate (5). Conclusion Compound 1 is a new megastigmane glycoside, named
sikkimenside A, compounds 2—5 are isolated from E. sikkimensis for the first time.
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(f#[E Bruker 2A#]); HITACHI i i A%
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Chirascan 24 [5 — a4 (e [H BB A F]D
EYELA-1100 BUjieft 78 kA (H AR s A ik X
4541); 40~80 H A1 200~300 HF:AilkhEle (5 i
LT D AHE AR K} RP-C1g (25~40 pm, 8 [E
2R3 AT]); Sephadex LH-20 %t (Pharmacia /A #));
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AEFIE R A D .
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AL S IE T AR A 13 (40~80 H), =&
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W (TLC) Zr#r & AR 4 Fr. 1~18.

Fr. 2 BH5E45d RP-Cus #1115, 7K-HIEE (60 :
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HEE (30 :70) ], HEILAY) 3 (1r=37.7 min, 4.3
mg), 4 (g=41.4min, 55mg). Fr.3 & EREK
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mg, tr=36.5min) 12 (23.5mg, tr=41.4 min).
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IH-NMR F1 3C-NMR i 4 W7 H 77 A CoeH360115
ABRIER 9. WEPIR) IR Jeilhdn] LLE B2
(3423 cm™1) FOXUEE (1454, 1405 cm™L) FfHIZHIE
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BC-NMR BERT IHEAL S & 1A 0B AHLRIEE
HidtHl. )N HMBC i (B 1) H-2 F1 C-3 #H5K,
H-13 1 C-6 AHG AT AW FIRHEMIF 2 ANFE 4] (28
THIEA o AMBAILHIERD JEid C-2 5 C-3,
C-5 5 C-6 7 ilAH&E i AL 1 AN/STeH. tH-H
CosY it B /x H-6/H-7. H-7/H-8. H-8/H-9.
H-9/H-10 AAHZC, LT RAHEN C-6 %A 1 AMIET
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Table 1 NMR data for compound 1 and 2 (600/150 MHz, CD3OD)
1 2
{30
OH dc OH oc
1 37.2 37.1
2 1.85(1H, d, J =11.4 Hz) 48.2 1.85 (1H, d, J = 17.4 Hz) 48.1
2.32 (1H,d,J=11.4 Hz) 2.31(1H,d,J=17.4 Hz)
3 202.7 202.7
4 5.70 (1H, brs) 125.3 5.69 (1H, brs) 125.2
5 170.4 170.3
6 1.82 (1H,t, J=4.8 Hz) 52.0 1.75 (1H,t, J=4.9 Hz) 52.0
1.67 (1H, m) 1.33 (1H, m)
7 26.9 26.6
1.54 (1H, m) 1.87 (1H, m)
8 1.58 (2H, m) 375 1.53 (2H, m) 375
3.41(1H, m) 78.0 3.40 (1H, m) 78.0
10 1.17 (3H, d, J=6.0 Hz) 20.4 1.17 (3H, d, J=6.0 Hz) 20.5
11 0.88 (3H, s) 289 0.87 (3H, s) 28.9
12 0.91 (3H, s) 27.2 0.93 (3H, s) 27.3
13 1.90 (3H, s) 25.0 1.88 (3H, s) 24.8
Iy 4.33 (1H,d,J=7.6 Hz) 102.7 4.34 (1H,d,J=7.8 Hz) 103.0
2! 3.18 (1H, m) 75.1 3.18 (1H, m) 75.1
3 3.42 (1H, m) 78.0 3.41 (1H, m) 78.0
4 3.40 (1H, m) 719 3.40 (1H, m) 72.0
5! 3.56 (1H, m) 75.0 3.57 (1H, m) 75.1
6 4.40 (1H, dd, J =12.0, 2.4 Hz) 64.8 4.40 (1H, dd, J =12.0, 1.8 Hz) 64.8
4.52 (1H, dd, J =12.0, 6.6 Hz) 4.52 (1H, dd, J =12.0, 6.0 Hz)
1 121.5 121.4
2" 7.07 (1H, s) 110.2 7.07 (1H, s) 110.2
3" 146.6 146.5
4" 140.1 139.9
5" 146.6 146.5
6" 7.07 (1H, s) 110.2 7.07 (1H, s) 110.2
7" 168.3 168.3
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PR B 4R 40 €, ESI-MS m/z: 343.4 [M+Na]*,
2T A CoH3203. H-NMR (600 MHz, CDCl3) o:
351 (1H, d, J = 10.8 Hz, H-17a), 3.42 (1H, d, J = 10.8
Hz, H-17B), 2.51 (1H, dd, J = 8.4, 6.6 Hz, H-2), 2.13
(1H, m, H-10), 2.07 (1H, m, H-13a), 1.98 (1H, m,
H-14a), 1.42~1.64 (8H, m, H-6, 7, 11, 12), 1.24 (1H,
d, J = 9.0 Hz, H-9B), 1.10 (3H, s, H-20), 1.09 (3H, s,
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Fig. 2 Selected H-*H ROESY correlations of compounds 1 and 2
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Fig. 3 ECD spectra of compounds 1 and 2
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Fig. 4 Structures of compounds 1 and 2

H-18), 1.04 (3H, s, H-19); B3C-NMR (150 MHz,
CDCls) 6: 37.8 (C-1), 34.1 (C-2), 218.3 (C-3), 47.14
(C-4), 55.6 (C-5), 21.2 (C-6), 39.3 (C-7), 43.3 (C-8),
54.3 (C-9), 38.5 (C-10), 19.3 (C-11), 26.6 (C-12), 40.6
(C-13), 40.8 (C-14), 52.2 (C-15), 79.7 (C-16), 69.8
(C-17), 27.3 (C-18), 21.0 (C-19), 17.6 (C-20). LA %k
5 [7) SCHR G L — 20, HOEEEY 3 N ent
kaurane-3-0xo0-16B-17-diol.

& 4: ABRA, TLC KM, W% 10%Hh
TR O FE R R 45, ESI-MS miz: 3434 [M+
Na]*, ﬁ?ﬁ?’ﬂ CoH3,03, IH-NMR (600 MHZ,
CDCls) ¢: 3.60 (1H, d, J =10.8 Hz, H-17a), 3.47 (1H,
d, J = 10.8 Hz, H-17p), 2.60 (1H, m, H-2), 2.33 (1H,
m, H-2), 2.03 (1H, m, H-110), 1.87 (1H, m, H-14),
1.85 (1H, m, H-1p), 1.82 (1H, m, H-12), 1.63 (1H, m,
H-13"), 1.49 (1H, m, H-13), 1.47 (1H, m, H-6a), 1.46
(1H, m, H-6B), 1.42 (1H, m, H-7p), 1.37 (1H, m,
H-1a), 1.31 (1H, m, H-9) , 1.29 (1H, m, H-5), 1.24
(1H, m, H-11p), 1.23 (1H, m, H-15", 1.13 (3H, s,
H-20), 1.10 (3H, s, H-18), 1.06 (3H, s, H-19), 0.82
(1H, m, H-14); 3C-NMR (150 MHz, CDCls) ¢: 38.0
(C-1), 34.1 (C-2), 217. 6 (C-3), 47.6 (C-4), 55.7 (C-5),
19.6 (C-6), 38.7 (C-7), 32.9 (C-8), 50.9 (C-9), 37.2
(C-10), 23.0 (C-11), 32.1 (C-12), 23.2 (C-13), 27.2
(C-14), 52.5 (C-15), 74.1 (C-16), 69.0 (C-17), 26.2
(C-18), 21.6 (C-19), 13.5 (C-20). LA_L¥dfE 5 SCiikxt
PEEE A — 0, B ENHEY 4 7 ent-160,17-
dihydroxy-atisan-3-one.
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B R 2 B 0 B2 1, ESI-MS m/z: 329.2 [M+
Na]*, ﬁ?ﬁ C14H100s5 o IH-NMR (600 MHZ,
DMSO-dg) d: 7.29 (1H, s, H-7), 4.42 (1H, dd, J = 2.0,

7.7 Hz, H-9), 3.63 (3H, s, OCH3), 2.98 (1H, dd, J =

7.7, 18.7 Hz, H-10a), 2.47 (1H, dd, J =2.0, 18.7 Hz,

H-10b); ¥C-NMR (150 MHz, DMSO-ds) J: 145.9

(C-2), 138.5 (C-3), 112.9 (C-3a), 143.7 (C-4), 140.6

(C-5), 149.7 (C-6), 108.1 (C-7), 115.1 (C-7a), 160.2

(C-8), 40.6 (C-9), 37.0 (C-10), 52.1 (OCH3). LA ¥k
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