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Abstract

In addition to ph such as api

qucrcum mclhyl gallate, gallic acid, and apigenin 7-0-4-D-

glucopyranoside, the lcaves of Euphorbia 1h

Burm. (Eup

) were found 10 contain asperglaucide (1),

aurantiamide (2), Bsitosterol 3-O-f-D-glucopyranoside (3). and luteolin-7-O-J-D-glucopyranoside (4) i the present
study. Their siructures were determined by using MS, 1D and 2D NMR techniques.
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1. MO DAU

Co swa 1a nho (Euphorbia /hym:faha Burm.,
Euphorbiaceae) la mot cay thude cé lruycn cua Vlcl
Nam [1, 2]con chua duge nghién ciu nhicu vé cac
thanh phén hoa hoc. Trong mot bai bao trude ching
161 da théng bao vé viéc phan lap cac thanh phan
phenolic chinh ¢6 trong phén chict EtOAc cha cdy
Co sira Jd nhé clia Vié¢t Nam bao gdm apigenin,
metyl gallat, quercetin, axit gallic va apigenin 7-O-
[D-glucopyranosid ciing vai acid palmitic va 3
sitosterol [3]. Tiép tyc nghién ciru cac thanh phan
khac tir Ja cia cay thude nay chung 161 da phan lap
va xic dinh cdu tric duge cic dipeptid. asperglaucid
(1) va aurantiamid (2) chng v&i hai hop chit
glucosid, Asitosterol 3-0)-+D-glucopyranosid (3) va
luteolin-7-0-4D-glucopyranosid (4).

2. THUC NGHIEM
2.1. Phuong phap va Thiét bi

Phé EI-MS duge do trén thiét bi Iewlett
Packard 5989-MS Engine. Phé ESI-MS dugc do trén
thiét bj Agllem 6310. Phé cong huomg tir hat nhan
prolon ('"H-.NMR, 500 MHz) va cacbon 13
("c- NMR, 125 MHz) duge ghi trén thiét bj Bruker
Avance 500 vdi tctrametylsilan (TMS) 1a chél chuin
ndi zero (6 = 0). Tinh bdi cua ciic tin hi¢u cacbon 13
duge xdc dinh bing cac ky thuat phd DEPT. Sic ky
16p mong duoc thye hi¢n trén ban méng trang sin
DC-Alufolien 60 Fps (Merck, Darmstadt, CHLB
Birc) véi 16p silica gel day 0,2 mm trén nén nhém.
Phat hién vét chit bing cac lhuoc thir vanitin/H;SO,

dic 1%. IcCI, 5% va dén wr ngoai & budc song 2
254 nm. Séc ky ¢t thuémg (CC), shc ky cot nhanh
(FC)va shc ky ¢cQt tinh ché (Mini-C) duge thyc hién
wén chat hap phy silica gel (Merck, Darmstadt,
CHLB birc) vdi cac cd hat 63-200, 63-100 va 40-63
.

2.2, Ngusén ligu thyre vat

Nguyén ligu thyc it 1a 13 cay Co sima 1a nho
(Euphorbia thymifolia Burm., Euphorbiaccae) ding
lam thuée duge thu thap 13i Ha N6i vao thang 8 nim
2007.
2.3. Chiét va Phan 1ip cic hgp chat1-4

La cay Co sira la nho (3 kg) dugce chiét va phin
b thanh cac phén doan tan n-hexan, CH,Cl) va etyl

axetat nhu da duge néu trong bai bao truge [3]. Phan -

chiét n-hexan (29,3 ) duge phan tach bing CC trén
silica gel, ria giai gradient vai n-hexan-axeton
191 1:1 cho 20 nhém phan doan [3); nhém phin
doan 12 (068 g) dugc rira bing axeton cho
asperglaucid (1) (Ild mg); nhém phan doan 13
(0.68 ) duge chiét pha rin vai RP-SPE (Merck,
C-18) v&i 70% va 80% MeOH/H,O va phan doan
80% McOH/H,0 dugc tinh ché 2 13n bing Mini-C
wrén silica gel véi n-hexan-axeton 19:1, 15:1, 12:1v4
9:1 cho aurantiamid (2) (3 mg); nhom phan dogn 17
(0,82 g) duge tinh ché bing RP-SPE (Merck, C-18)
v6i 70% MeOH/H,O va Mini-C trén silica gel véi -
hexan - axeton 4:1 va 2:1 cho apigenin (15 mg) B3J:
Phén chiét CH,C1,(17,4 g) dugc phan tach bang cc
teén silica gel, rira giai gradient voi n-hexan-axetol:,

362



[CHH, T. 50(3), 2012

19:1-»1:1 cho 10 nhém phén doan; nhém phén doan
5 (2,12 g) dugc phin téch bing CC trén silica gel
/i n-hexan-axeton 5:1, 4:1 va 2:1 cho [sitosterol
3-0-f-D-glucopyranosid (3) (5 mg). Phén chiét nuéc
duge phan téch biing CC trén Diaion HP-20, rira gidi
gradient véi H;O, 20%, 40%, 60% McOH/H,0 va
MeOH; nhém phan doan 40% MeOH/H,0 (11,6 g)
duge phan tach bang CC trén silica gel vdi hé dung
mdi gradient CH,C1-MeOH 15:11:1 va tinh ché
bang FC véi CH,Cl;-McOH 9:1 cho luteolin 7-0-4
D-glucopyranosid (4) (0,24 g). Chit 4 cing dugc
phén \3p tr nhom phin doan 60% McOH/M,0 (4,9
g) bing CC trén silica gel voi hé dung méi gradient
CH,Cl,-MeOH 15:11:1.

Asperglaucid (1): Bot v6 dinh hinh mau tring,
Ry = 0,3 (TLC, silica gel, n-hexan-axeton 3:1, viv),
hién méu tim v&i vanillin/H,SO, dac 1%. EIMS: m/z
(%) 444 (M", CyHpOuNy). IR (KBr): Via, (cm™)
3314, 3029, 1724, 1662, 1631, 1530, 1262, 1050.
'H-NMR (CDCl;, ppm): & 2,02 (3H, s, 1-OAc), 2,75
(2H, m, 2H-3), 3,06 (1H, dd, J = 13,5 Hz, 8,5 Hz, H-
32), 3,21 (IH, dd, J = 13,5 Hz. 6 Hz, H-3'b), 3.82
(1H,dd, J = 10 Hz, § Hz, H-1a), 3,93 (1H, dd, J =
10 Hz, § Hz, H-1b), 4,34 (1H, m, H-2), 4,76 (1H, m,
H-2), 5,93 (1H, 4, J = 8,5 Hz, NH-1"a), 6,7 (1H, d,
J=17,5Hz, NH-1'a), 7,07 (2H, d br, /= 7,5 Hz, H-5,
H9), 7,14 (1H, t, J = 7,5 Hz, H-7), 7,15 @M, d, J =
7,5 He, H-6, H-8), 7,24 (1H, 1, J = 7,5 Hz, H-7"),
725 (2H, 4,/ = 17,5 Hz, H-5', H-9"), 7,27 2H. 1, J =
75 Hz, H-6', H-8'), 7,43 (2H, 1, J = 7,5 Hz, H-4", H-
69, 7,52 (1, 1, J = 7,5 Hz, H-5"), 7,7 2H, d, J =
7,5 Hz, H-3", H-7"). >C-NMR (CDCl, ppm): 8 20,7

(q, 1-OAc), 37,5 (1, C-3), 38,4 (1, C-3"), 49,6 (d, C-2),

55,0(d, C-2), 64,6 (1, C-1), 126,8 (d, C-7), 127,) (2
xd,C-3", C-7"), 127,2 (d, C-7), 128,6 (2 x d, C-6,
C-8), 128,7 (2 x d, C-4", C-6"), 128,8 (2 x d, C-6/,
C-8),129,2 (2 x d, C-5',C-9), 1293 2 x d, C-5, C-
9),131,9 (d, C-5"), 133,8 (s, C-2"), 136,7 (s, C-4"),
136,8 (s, C-4), 167,1 (s, C-1"), 170,3 (s, C-1'), 170,8
(s, 1-OAc).

Aurantiamid (2): Bot v6 dinh hinh méau tréing,
R;=0,21 (TLC, silica gel, n-hexan-axeton 3:1, v/v),
hién mau tim v&i vanillin/H,SO, dic 1%. '"H-NMR
(CDCly + CD;0D, ppm): § 2,72 (1H, dd, J = 14 Hz,
7Hz, H-3a), 2,83 (1H, dd, J = 14 Hz, 7 Hz, H-3b),
3,09 (2H, m, 2H-3"), 3,40 (2H, m, 2H-1), 4,04 (1H,
septet, J = 7,5 Hz, H-2), 4,76 (1H, 1, J = 7 Hz, H-2"),
7,09-7,18 (5H, m, H-5, H-6, H-7, H-8, H-9), 7,23

(H, m, H-5", H-7', H-9"), 7,29 (2H, t, J = 7 Hz, H-6",

H-8),7,44 (2H, 1,/ = 7,5 Hz, H-4", H-6), 7,53 (IH,
LJ=17Hz, H-5"), 7,72 (2H, d, J = 7 Hz, H-3", H-
7. "C-NMR (CDC!, + CD;0D, pprm): 8 36,6 (t, C-
3),38,1 ¢, C-3'), 52,8 (d, C-2), 54,8 (d, C-2"), 62,8 (1,
C), 126,2 (d, C-7), 1269 (2 x d, C-3", C-7"),
127,04, C-77, 1282(2xd ce C8),1285(4xd
Cqr morn o~ " ' C9),
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129,2 (2 x d, C-5, C-9), 131,8 (d, C-5"), 133,3 (s, C-
2"), 136,5 (s, C-4"), 137,6 (s, C-4), 167,7 (s, C-1"),
171,1 (s, C-17).

BSitosterol 3- 0-p-D-glucopyranosid (3): Bjt
vé dinh hinh mau tring, R;= 0,44 (TLC, silica gel,
CH)CI,-MeOH 9:1, wv/v), hién mau tim véi
vanillin/H,SO; dic 1%. 'H-NMR (CD,OD, ppm): &
0,71 (3H, s, 19-CH;), 0,82 (3H, d, J = 8 Hz, 27-CH,),
0,85 (3H, d, J =7 Hz, 26-CHjy), 0,87 (3H, t,J = 8 Hz,
29-CHy), 0,95 (3H, d br, J = 5 Hz, 21-CH;), 1,03
(3H, s, 18-CHy), 3,14-3,69 (6H, m, Glc-2, Glc-3,
Glc-4, Glc-5, 2Gle-6), 3,85 (1H, d br, J = 11,5 Hz,
H-3), 4,38 (1H, d, J= 7,5 Hz, Gle-1), 5,37 (1H, s br,
H-6).

Lutcolin 7-0-4-D-glucopyranosid (4): Bt vo
dinh hinh mau viang. R, = 0,59 (TLC, silica gel,
EtOAc-H,0-HCOOH 10:3:2, v/v), hién méau xanh
tham v&i FeCly 5%. ESI-MS: m/z 4473 (CyHyOy,
[M ~ HT"). "H-NMR (DMSO-dq, ppm): 4 3,17 - 3,50
(5H, m, Glc-2, Glc-3, Gle-4, Gle-5, Gle-6a), 3,71
(1H, d br, J = 10,5 Hz, Gle-6b), 5,07 (IH, d, J=7
Hz, Gle-1), 6,44 (1H, d, J =2 Hz, H-8), 6,74 (1H, s,
H-3), 6,78 (1H, d, J =2 Hz, H-6), 6,9 (1H, d, J= 8,5
Hz. H-5%), 7,41 (1H, d, J = 2,5 Hz, H-2"), 7,44 (1H,
dd, J=38,5 Hz, 2,5 Hz, H-6"), 12,9 (1H, s, 5-OH).
C-NMR (DMSO-ds, ppm): & 60,6 (1, Glc-6), 69,6
(d, Gle-4), 73,1 (d, Gle-2), 76,4 (d, Gle-5), 77,1 (d,
Gle-3), 94,7 (d, C-8), 99,5 (d, C-6), 99,9 (d, Gle-1),
103,2 (d, C-3), 105,3 (s, C-10), 113,5 (d, C-2),
115,9 (d, C-5), 119,1 (d, C-6"), 1214 (s, C-1"),
145.8 (s, C-3'), 149,9 (s, C-4'), 156,9 (s, C-9), 161,1
(s, C-5), 162,9 (s, C-7), 164,5 (s, C-2), 181,9 (s, C-4).

3. KET QUA VA THAO LUAN

Phén chiét metanol phan trén mit dit cy c6 sira
12 nho duge phan bé Yan luot givra H;O va n-hexan,
CHyCl; va eryl axctat dé cho cic phan chiét tuong
img. Céc phan chiét n-hexan va CH;Clydugc phan
tach bing sic ki cdt gradient cho asperglaucid (1),
aurantiamid ~ (2) vad  Bsitosterol  3-O- D~
glucopyranosnd (3). Phin chiét nuéc chia cac_hop
chat phan cyre duge phin tach bude dauv bang sic ky
¢6t voi Diaion HP-20 (Mitsubishi Chemicals), sau
d6 cac phan doan dugc ria glal vai 40% va 60%
McOH/H,0 duge phan tich tiép bing CC trén silica
gel va tinh ché bang FC trén silica gel cho thanh
phan chinh Juteolin 7- O-F-D-glucopyranosid (4).
Hop chét 1 da duge xac dinh cau tric dua trén
cac dir kién pho EI-MS, 1D NMR ("H-NMR, ”c-
NMR, DEPT) va 2D NMR (HMBC IISQC va 'H-
'H COSY) tring lap véi pho ciia chat chudn dugce
ching t6i phén lap (r cay Léu (Psychotria reevesii
Wall,, Rubiaceae) [4]. Hop chat 3 cing da duge
nhin dang dya trén so sanh phd 'H-NMR véi phd
coa mau chudn duge ching tdi phén lép tr cdy
Alpinia maclurei Merr. (Zingiberaccae) [5].
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Hop chét 2 duoc phn 1ap dudi dgng bdt vo dinh
hinh mau tring. Phé "H-NMR va "*C-NMR cho théy
chit 2 12 mot din xuft deacetyl cua chét 1. Sy
deacetyl ndy 1am dé chuyén dich hoa hoc cia nhom
metylen & C-1 chuyén dich v& trudng cao tir 5c 64,6
(chat 1) v& 62,8 (chdt 2) va wong tng tr dy
3,82/3,93 vé 3,4. Cac dir ki¢n pl\6 NMR ndy xac
dinh cdu tric cua 2 14 avrantiamid |6, 7).

Hop chét 4 dugc phan lap dudi dang bé1 v dinh
hinh mau vang, Phd ESI-MS cia 4 (cli¢ do Am) cho
mot pic ion gia phan tr & nvz 4473 ((M-H]) gia
thiét v& mdt cong thie phan 1r Cy Hy0, ciia 4. Phd
"H-NMR va "C-NMR ciia 4 cho thay cac tin hiéu
coa mdt Navon v mdt nhom glucopyranosyl [dy
3,17-3.71 (6H, m) va 5,07 (1H, d, J = 7 Hz, Gle-1);
8¢ 60,6 (1), 69,6 (d), 73.1 (d), 76,4 (d), 77,1 (d) va
99,9 (d)). Héng sb tuong (ac J = 7 Hz xac dinh ciu
hinh 3 coa nhom glucopyranosyl. Cac tin hi¢u cong
hudng tir proton coa vong A thé 5,7-dioxy [dn 6.44
(1H,d, J=2 Hz, H-8) va 6,78 (1H,d, J =2 Hz H-

6)], vong B 1hé 3',4"-dihydroxy [y 6.9 (IH, d. J ="

8,5 Hz, H-5"), 7,41 (1H, d,J = 2,5 Hz, H-2') va 7,44
(1H, dd, J = 8,5 Hz, 2,5 Hz, H-6"] vi tin hi¢u
singlet cia H-3 & &y 6,74 (1H, s) phd hop véi mdt
chu tric cia mét dan xudt coa luteolin [6]. Tin higu
cuaC4¢4 ¢ 181,9 (s) va H-5 6 &y 12.9 (s) cho phép
khang dinh vy tri ciia nhoém hydroxy & C-5. Nhém
glucopyranosy! do d6 dugc gan vio vj tri C-7 phi
hop v&i cac di kign phd coa luteolin 7-O-/3D-
glucopyranosid [8].

4, KET LUAN

Cic hgp chat dipeptit, asperglaucid (1) va
aurantiamid (2) va glucosid, Bsitosterol 3-0-3D-
glucopyranosid 3) va lutcolin-7-0-4-D-
glucopyranosid (4) la cac thanh phan hoa hoc mdi
duge phat hi¢n trong cdy co sta la nho (Euphorbia
thymifolia Burm., Euphorbiaceae). Lutcolin-7-O-3

Lién h¢: Phan Minh Giang

Cdc thanh phan dipeptit va glucosid...

D-glucopyranosid 1 hgp chét chinh ¢4 trong phin
chiét nuéc va dugce phén Iip bén% mdt qui trinh sic
ky bso gdm chc sy phin téch lan lugt trén nhya
polyme Diaion HP-20 vé silica gel.

Léi cim on: Cong trinh nghién ciru nay dige hoin
thanh voi swe tai trg cua Qup phdt trién Khoa hoc va
Cong nghé Quéc gia (NAFOSTED), Ha Ngi, Yiét
Nam.
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