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Pbat van de

Cay ma man hay con goi la coc kén balansae c6
tén khoa hoc la Aganope balansae (Gagnep.) Phan
Ke Loc, thudc ho Bau (Fabaceae) Pay la mét cay
g6 nho phan bé chl yeu g mlen Béc nuéc ta. Theo
y hoc dan toc, nudc séc clia ré va gob cay ma man
c6 tac dung loi tiéu va dung dé chita cac bénh gan
va vang da [1. Theo hiéu biét clia ching t6i, cay
nay hoan toan chua dugc nghién clu vé mat hoa
hoc cling nhu hoat tinh sinh hoc tai Viét Nam ciing
nhu trén thé gidi. Trong cong trinh trudc day, chung
t6i da thong bao két qua tach chiét va xac dinh cau
tric héa hoc cla 4 hop chat méi 1a 1-O-p-D-glu-
copyranosyl-(2S,3S,4R)-2N-[(2'R)-2’-hydroxyoc-
tadecananoyl]-14(E/Z)-docosene-1,3,4-triol, 1-O-8-
D-glucopyranosyl-(2S,3S,4R)-2N-[(2'R)-2"-hydroxy-
octadecananoyl]-14(E/Z)-tetracosene-1,3,4-triol, 1-
O-(octadec-4-en-1-oyl)-3-O-B-D-galactopyranosyl-
(1—6)-B-D-galactopyranoside]-glycerol, 1-O-
(octadec-4,6-diene-1-oyl)-3-O- B-D-galactopyra-
nosyl-(1—6)-f-D-galactopyranoside]-glycerol, va 4
hop chat da biét la 5,6-didehydrokawain, 4-hydrox-
ychalcone, B-sitosterol va daucosterol tir dich chiét
methanol tir phan than va ré cay ma man 2. Bai
bao nay thong bao qua trinh phan lap va xac dinh
cau tric héa hoc cla hai dan xuat méi oxazol dugc
phan 1ap lan dau tién tir thién nhién 1a 4-hydroxyox-
azol 4-O-B-D-glucopyranosid va 4-hydroxyoxazol tur
dich chiét methanol tur phan than va ré cay ma man.

Vat liéu va phuong phap nghién ciru

Mau thuc vat

Ré cay Aganope balansae (Gagnep.) Phan Ke
Loc, Fabaceae (ma méan) duoc thu hai vao thang 2
nam 2008 tai Km 07, Phuong Quang Trung, Thi xa
Ha Giang. Mau dugc dng Ngb Van Trai, Phong Tai
nguyén thuc vat, Vién Duoc liéu giam dinh tén khoa
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2Viéen Duoc liéu, B Y té

3Vién Hoa hoc cdc Hop chdt Thién nhién,
Vién Khoa hoc va Cong nghé Viét Nam

hoc. Mau tiéu ban dugc luu gitr tai Vién Dugc lidu.

Phuong phap nghién ctu

Phuong phap phén Iap céc hop chét

Séc ky I6p mdng (TLC)

S&c ky I6p mong duoc thyc hién trén ban méng
trang san DC-Alufolien 60 F,54 (Merck 1 05715)
RPg Fosss (Merck). Phat hién chat bang dén ti
ngoai ¢ hai budc song 254 nm va 365 nm hodc
dung thudc thir 1a dung dich H,SO, 10% dugc phun
déu lén ban mdng, say khd réi ho néng trén bép
dién tur tr dén khi hién mau.

Séc ky cét (CC)

Sac ky cot dugc tién hanh véi chat hap phy la
Silicagel pha thuong va pha dao. Silica gel pha
thuong c6 cd hat la 0,040-0,063 mm (240-430
mesh). Silicagel pha ddo YMC (30-50 m, Fujisilisa
Chemical Ltd.).

Phuong phép xéc dinh cau triic hoa hoc cic
hop chat

a. Piém nong chdy do trén may Kofler micro-
hotstage

b. Phé khéi lugng phun mu dién tir (Electrospray

lonization mass spectra) dugc do trén may AGI-
LENT 1100 LC-MSD Trap.

c. Ph6 cong hudng tir nhan NMR duoc do trén
may Bruker AM500 FT-NMR Spectrometer.

Viéc phéan tich dugc tién hanh tai phong thi
nghiém cida Vién Héa hoc cac Hop chat Thién
nhién, Vién Khoa hoc va Céng nghé Viét Nam vé
vién Duoc liéu.

Phan 1ap hop chat

Ré cay ma man da phoi kho, xay nhé (2 kg)
dugc chiét ba Ian véi MeOH, dich chiét dugc gom lai
roi ¢6 can thu duoc 45 g can chiét. Can MeOH sau
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d6 dugc hda vao nudc va chiét phan doan bang
CHCl, thu dugc 27 g cin CHCIg va dich nudc. Phan
dich nuéc dugc phan tach bang cot trao ddi ion
HP20 v6i hé dung méi nudc/methanol (100/1, 1L,
F1; 75/1, 1 L, F2; 50/50, 1 L; 25/75, 1 L, F3; va
0/100, 1 L, F4; v/v). Sau khi cét loai dung méi thu
dugc cac can dich chiét co khéi lugng tuong Ung la
F1 (5g), F2 (6g), F3 (2g), F4 (4g) va F5 (3g). Phan
doan F4 (4g) duoc tién hanh phan 1ap trén sac ki cot
nhdi silicagel véi hé dung mai rra gidi 1a chloro-
form/methanol (7/1, 2L, v/v) thu duoc hop chat 1 (12
mg) dudi dang chat ran khong mau. Phan doan F5
(3g) dugc tién hanh phan lap bang sac ki cot nhoi

silica gel voi hé dung méi ra gidi 1a chloroform
/methanol (10/1, 2L, v/v) thu dugc hgp chat 2 (31
mg) dudi dang chét ran khéng mau.

4-Hydroxyoxazole 4-O-B-D-glucopyranoside
(1): Chat ran khdng mau. Nhiét @6 néng chay 170-
171°C. ESI-MS: m/z 247,8 [M+H]* , 269,7 [M+Na]*
(positive), 245,7 [M-H]- (negative), CgH;3NO;*,
M_247 1H.NMR (500 MHz, CDCI3+CD50D) va

13c-NMR (125 MHz, CDCI3+CD3OD) xem Bang 1.

4-hydroxyoxazole (2): Chét ran khong mau.
Nhiét d6 ndng chay 201-202°C. 'H-NMR (500 MHz,
CDCl3) va 8C-NMR (125 MHz, CDCl;) xem
Bang 1.

Bang 1: Dir kién phé NMR cia 1 va 2

o 1 2
oo DEPT i HMBC 8 DEPT  §0°¢
(H-C)

2 14339" CH 8,62 (1H, s) 4,5 141,43  CH 8,24 (1H, s)
4 141,88 c 140,23 c
5 14588 CH 8,47 (1H, s) 2,4 144,33 CH 8,23 (1H, s)
1 104,82 CH 4,69 (1H, d, J = 7,5 Hz) 4,2,3
2 7448 CH 3,45 * 1,4
3 7832 CH 3,46 * 1,45
4 71,18 CH 3,39 * 2,6
5 77,67 CH 3,46 * 4,6
6 62,37 CH 3,94 (1H,dd, J=2,0,120Hz) 5,4

3,73 (1H,dd, J=55,120Hz) 5,4

a 125 MHz, ® 500 MHz, °Po trong CD,0D, *gié tri c6 thé déi chb cho nhau trong timg cét,

* tin hiéu bi che I4p.

Két qua va thao luan
Hop chat 1 va 2 thu dugc dudi dang chat ran
khong mau tir dich chiét methanol ré va than cay
ma man. Trén phd TH-NMR cla hdp chat 1 xuat
~ hién hai tin hiéu smglet cong hudng & ving truorng
kha thap tai & 8,62 va 8,47 dugc xac dinh Ia cac
proton olefin gan vao cac nguyen tlr cacbon néi voi
cac di t6 N hay oxi. Ngoai ra, cac tin hiéu xuét hién
0 vung truong trung binh tir § 3,39 dén 5 4,69 duoc
gan cho mét phan tir duong. Trong dé, tin hiéu cla
proton anome tai 5 4,69 xuét hién dudi dang dou-
blet c6 hang s6 tuong tac Jy=75 Hz, khang dinh
rang H-1’ va H-2' déu chiém vi tri axial. Hai tin hiéu
doublet clia mét doublet xuat hién tai § 3,94 (J =
2,0, 12,0 Hz) va & 3,73 (J = 5,5, 12,0 Hz) dugc gan
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cho hai proton clia nhém oximetylen cta phan ti
dudng. Trén phd 13C-NMR cla 1 xuat hién tin hiéu
cla 9 nguyén tir carbon, trong d6 6 nguyén tir tai &
104,82, 74,48, 78,32, 71,18, 77,67 (5 x CH) va
62,37 (CH,) dugc xac dinh la thudc vao phan tir
dudng B-D-glucopyranose, va 3 tin hiéu con lai tai
$ 145,39, 145,88 (2 xCH), va 141,88 (C ) dugc xac
dinh la cac carbon olefin va chung déu dugc néi voi
céc di té N hay O.

Hinh 1: Cau tric hoa hoc cla 1 va 2 (Xem hinh
trang bén)
. Trén phé khéi lugng ESIMS xuat hién cac pic
ion tai m/z 247,8 [M+H]* , 269,7 [M+Na]* (posi-
tive), 245,7 [M-H]- (negative), tuong (g vGi cong
thurc phén tur CQH13NO7+ va kh6| IUdng phén tur
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M=247. Nhu vay, tri phan cau tric duong glucose
thi phan aglycon sé c6 cong thic la C3H,NO. Vai
nhimg di kién trén, hai cau tric phan aglycon cua
1 duoc du kién nhu néu ra trén hinh 2. Véi cau trac
B, tin hiéu C-4 khong thé cong hudng tai & 145,88
ho&c & 145,39 bdi nguyén tUr carbon nay khong nodi
voi nguyen tlr oxi, dong thai C-5 lai phai c6 gia tri dé
dich chuyén héa hoc cao hon gia tri & 141,88 do
carbon olefin nay ndi vdi 2 nguyen tlr oxi. Nhu vay,
cau tric A phl hop cho phan aglycon cua 1. Xem
xét cac tuong tac trén pho HSQC va HMBC (bang
1 va hinh 2) co thé thay dugc phan tir duong glu-
cose dugc ndi vao C-4 clia vong 4-hydroxyoxazol.
Nhu vay, cdu tric héa hoc cla 1 dugc xac dinh la
4-hydroxyoxazol 4-O-B-D-glucopyranosid, mét hop
chat méi lan dau tién duoc phan I3p tu thién nhién.
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Hinh 1: Cau tric hoé hoc cua 1 va 2
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Hinh 2: Hai cau tric phan aglycon du kién cia
1 va mét sé tuong tac HMBC chi yéu cta 1

Cac phé NMR cla 2 tuong tu nhu cac pho tuong
(g cua 1 tuy nhién trén phé cla 2 khong con cac
tin hiéu ctia mét phan tr dudng. Diéu nay cho thay
hop chéat 2 ¢6 cau tric tuong (ng véi phan aglycon

clia 1. Ba tin hieu cua ba caroon oierin 1a1 3 140,23
(C), 141,43 (CH) va 144,33 (CH), cung véi hai fin
hidu singlet cua hai proton olefin ¢6 ndi véi nguyan
ti N hay O tai 5 8,24 va 8,23 hoan toan phi hgp
voi cau tric cla 4- hydroxyoxazol Hop chét.nay da
duoc téng hop [3], tuy nhién nd lai dugc phén Iap Ian
dau tu thién nhién.

Két luan: Bang cac phuong phap sic ky két
hop, hai hop chat oxazol mdi 1 4-hydroxyoxazol 4-
0-B-D- glucopyran03|d va 4-hydroxyoxazol da dugc
phan I4p tu ré va than cay ma man Aganope bak
ansae (Gagnep.) Phan Ke Loc, Fabaceae. Cau tric
clia n6 duoc xac dinh bang cac phg ESI-MS, 1D-va
2D-NMR.

Summary

From methanolic extracts of the roots and wood
of Aganope balansae (Gagnep.) Phan Ke Loc
(Fabaceae), two new oxazoles were isolated. Their
structures were elucidated as 4-hydroxyoxazole 4-
O-B-D-glucopyranoside and 4-hydroxyoxazole from
the analysis of ESI-MS, 1D- and 2D-NMR spectra.
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