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TOM TAT: Tir dich chét metanol éa ré cay ha thi 6 trang, ba lp chit khung cardenolidia
duoc cb lLip, trong d6 17a-H-periplogenin-3-0B-D-glucopyranosyl-(1-4)-2-O-acetyl-3-O-methfyl-
fucopyranoside va periplogenin-3/eymaropyranosyl-(1.4)-5-glucopyranosidéa cac hp chit lan
dau tiénduwoc tim thiy trong & cay ha th 6 tring. Ngoai ra mit din xuit cardenolidda biét 1a 17a-H-
periplogenin-3-08-digitoxopyranosyl-(1.4)-O-4-glucopyranosyl-(1. 6)-O-4-glucopyranoside  #ng
duoc ¢6 ip. Cau tric cac lp chit nayduwoc 1am sangd bang cac plrong phap ph nghigm.

Dtl: S-digitalose

1R = (3-O-Ac-Dtlf-Glc Glc: B -glucose
2 R =Cynf-Glc 3R = Dti-GIcb-Glc Cymp3-cymarose
MG DAU dinh cu trac héa hc cia ba lvp glycosidduoc

cd lap tr dich trich metanol & cay ha th 6

Cay ha th 6 trang c6 tén khoa d¢t la tréng 1a1, 2, va3.

Streptocaulon juventas Merr., thic ho

Asclepiadacede Ha thi 6 tring thubc loai day THUC NGHIEM

leo dai &r 2 — 5 m. Than va canh mawihio . L s i _

L . Thiét bj va cacdieu kién thi nghiém

hay naudo, co it nhieu 16ng. La noc doi, hinh
Ph cong hrong tir hat nhan (NMR)duoc

do trén may Bruker AM500 FT-NMR

Spectrometer i@ Vién Hoéa hc, Vién Khoa

moc dai,diu nhon, day tron hac hoi hinh nén
cut, ¢6 16ng nin va nhéu & mat dudi, mat trén
ciing c6 16ng nbng ndin hon *3. Tiép theo
bai baoda duoc cong B truce day [3], hoc va Coéng ngh Viét Nam va 4i phong Phan
tich trung tdm wong Pai hoc Khoa hc Tu

trong bai bao nay, ching toépi tuc cong b . ]
g Y g : g nhién Thanh ph H5 Chi Minh. Sic ky hin

cac Kt qua thyc nghem V@ tAch chét va xac
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mong duoc thyc hién trén king silica gel trang
sin (Merck, Kielselgel 60 f,, 250um), bing
silica gel phaiao RPg (Merck RRg, 250 um).
CAc du tir trén kin mong dugc phat hén bing
dén ¥ ngai bugsc séng 256 nm he dung
thubc thr 1a dung dch H,SO, 25% phundéu
lén kin mong va 4y & nhiét 46 cao chadén khi
hién mau. $c ky ot dugc thye hién trén silica
gel pha than (40 — 63um, Merck) va phatao
v6i chit hip phi RPjg (40 pm, Nacalai

Tesque).

Thu héi va xir ly mau nguyén ligu, ly trich va
co lap cac hyp chat

Trich 8 kg bt tho € ha thi 6 v6i MeOH
(dun hoantku, 3 g x 3 lan) dugc 857 gam cao
thd MeOH. Trich cao MeOHd CHCI; bing
phrong phép chit long - lbng dugc 190,6 gam
cao CHC}. Thyc hién sic ky ot Diaion HP —
20 phin dich reéc con hi sau khi chit voi
CHCl; 1an luot bing cac dung méi 100% B
(ky hiéu Hy) ; H,O — MeOH (¥ Ié thé tich H,O
: MeOH = 3:1, ky hdu H,); H,O : MeOH =1 :
1 (ky hiéu Hs); H,O : MeOH =1 : 3 (ky Ku
H4) va MeOH 100% (ky lu Hs) . C6 @n cac
phéandoan thuduoc tir cot Diaion dugc cac cao
tuong tng la H (491,2 gam), k(29,8 gam),
Hs (44,6 gam), K (29,6 gam), H (4,3 gam).
Thue hién sic ky ot silica gel phanioan cao
Hs (40 gam), B dung méi gii ly 1an luot 14
hén hop CHCE:MeOH:H,0 Véi cac  1é lan
luot 1a 9:1:0,1; 8:2:0,2; 20:6:1; 14:6:1; va 6:4:1
két hop Voi sic ky ot phadao (chit hdp phu
RP-18, I8 dung méi gii ly 1a hdn hop H,O,
MeOH, MeCN \bi cac 14 lé
MeOH:MeCN:H0 la 1:1:6; 1:1:5; 1:1:4; 1:1:3;

1:1:2; 1:1:1; Bn hop MeCN:H0 la 1:4; 1:3;
1:2; 1:1), ching t6i céip dugc cac lp chit 1,
2vaas.

KET QUA VA THAO LUAN

Tur phan dich nréc con hi caa cao metanol
r& cay ha th 6 tring sau khi chit voi CHC,,
bang cac phrong phap &c ky pha than va pha
dao, ching t6i cdap duoc ba kp chit 1, 2, 3

Hop chit 1: Chit bot vd dinh hinh khéng
mau, tan trong metandPhd *H-NMR caa hyp
chit 1 cho thiy tin hiéu cyng hrong aia ba nii
don metyl¢ 64 1,00 (3H,s, H-18);0,97 (3H,s,
H-19);1,56 d (6,5 Hz H-§, proton carbinolé
3y 4,34 (1H, brs, H-3); mbt nhém oxymetylen
& dy 5,10 m; 5,34 dd (2H] =8,0; 18,5 Hz; H-
21); mét proton olefing 3y 6,12 (1H, br, s, H-
22). Pl *"H-NMR con cho thy sy dién dién
cia hai proton anomey oy 4,80 (1H, dJ=8,0
Hz H-1) vady 5,10 (1H, dJ=7,5 Hz H-T)
nén typ chit 1 1a mpt aglycon gn haiduong.
Céc tin héu aong hrong trong pb *H va **c-
NMR caa hyp chit 1 cho thiy phin aglycon cé
cac gia tr cong hrong ¢ va dy twong tr nhu
hop chit periplogenin glucosida dwoc cd kp
trugc day tr ré cay ha th 6 tring® Ph °C-
NMR DEPT 90 va DEPT 135 choith cac niii
céng hrong ung wi 39 carbon, tron@6 c6 ba
nhom metyl, mét nhém metoxy, @t nhom
acetyl, muoi mot nhom metylen,mudi lam
nhém metin; mt vongy-lacton kit bao hoa co6
céac tin htu aia carbon olefiny 6c 117,7 (C-
22); mot carbon éa nhém carbonyl lactof 8¢
174,6 (C-23); tin Kiu coa mdt carbon & cip
oxygen hoay 8¢ 84,6 (C-14), tinhiéu carbon
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anomer éadon vi duong digitalosey 5c 100,4
(C-1) va tin hgu carbon anomerua don vi
duong glucosed 3¢ 105,0 ppm (C-1). Ph
HMBC cho thy twong quan dta proton
anomer da don vi duong digitalose ¥i C-3
ctia aglycon nédon vi dudng thr nhat gin vao
vi tri C-3; va proton H-3twong quan @i nhém
acetyl nén nhém acetyfig & C-2. Ph5 HMBC
con cho thy proton anomeri@ don vi duong
glucose c6 tong quan ¥i C-4' cia don vi
duong digitalose nédon vi duong thr hai gin
vao C-4. PhH 2D NMR (COSY, HSQC va
HMBC) da gitp xaatinh chinh xac wtri cong
huong aia toan B cac tin hu proton va
carbon @a hpp chit 1. So séanh &i tai liéu
tham kho cho thy 1 1a 170-H-periplogenin-
3-0-4-D-glucopyranosyl-(1-4)-D-acetyl-3-
O-methylg-fucopyranoside, 1a & din xuit
cardenolid 4n diu tién da duoc tac gi Myint-
Khine* c6 Ap dugc trong dch trich metanol
cia € cayS. tomentosurmao rim 2004. Tin
hiéu cdng hrong *H- va*C-NMR aia hop chit
1 dugc chod Bang 1 va Bing 2.

Hop chit 2: Chat bot v dinh hinh khéng
mau, tan trong metanol. ®HH- va **C-NMR

cia hpp chit 2 cho tHy céac tin hdu ang

husng 'H va ®C-NMR twong tr nhr
periplogenin 30-(4-0O-p-glucopyranosyjs-
digitalopyranosid) ngaai trir c6 sr khac nhaw
tin hiéu caa caodon vi duong. P *H-NMR va
3C-NMR cia hyp chit 2 cho thiy sr dién dién
cua haidon vi duong la cymarose 6i proton
anomer i oy 5,13 ppm (1H, dJ=9,5 Hz H-
1') vadc la 97,4 ppmpc cia nhém 3-OMe la
58,6 vadc cia C-8 la 18,7. Pon vi duong thr
hai la glucose & 34 4,92 ppm (1H, d, J=8,5
Hz H-1") vadc anomer la 106,69c cia C-8'
la 63,1 ppm. P&y HMBC cho thiy trong quan
gita proton anomer ta don Vi duong
cymarose ¥ C-3 aia aglycon néndon vi
duong thr nhit gin vao \ tri C-3; proton
anomer @a don vi duong glucose cOubng
quan i C-4' ciadon Vi duong cymarose nén
don vi duong thr hai gin vao C-4 Nhy vao
phd 2D NMR (COSY, HSQC va HMBC}ia
gitp xacdinh chinh xac wtri cong hrong aia
toan I® céac tin htu proton va carbonua hyp
chit 2. So s&nh & tai liéu tham kfio® cho tHy
2 la periplogenin-30-s-cymaropyranosyl-
(1-4)-glucopyranosid.Tin higu adng hrong
"H-NMR, **C-NMR aiia hyp chit 2 dugc chod
Bang 1 va 2.

Bang 1.S6 lisu phd 'H-NMR ciia cac cht 1 (GDsN), 2 (GDsN) va 3 (GDsN)

Vi tri 1 2 3
1 1,30 m 1,41m 1,72m; 1,86 m
2 1,69 m, 1,86 m 1,67 m 1,19 m; 1,69
3 4,34 brs 4,28 brs 4,17 s
4 1,85m; 1,49 m 1,70 m 1,52m; 1,72 m
5 - 2,38 dd (2,5; 12,0 Hz)
6 1,72m; 1,49 m 1,50m; 1,84 m 1,41 m
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7 2,24 m 1,30 m 2,08 m
8 1,78 m 1,85 m 1,16 dd (3,5; 12,0 Hz)
9 1,57 m 1,63 m 1,41d (3,0 Hz)
11 1,31 m; 1,23 m 1,28 m 1,30m; 2,11 m
12 1,36 m; 1,43 m 1,83 m
15 1,84 m;2,05m 1,84 m; 2,01 m 2,05m; 1,84 m
16 2,07 m; 1,96 m 2,00 m 2,06 m; 1,95 m
17 2,79 m 2,79 m 277 m
18 1,00s 1,00s 1,00 s
19 0,97 s 1,07 s 0,87 s
21 5,10 m; 5,34 dd (8,0 5,04 dd (1,5; 18,0 Hz) 5,01s
Hz;18,5 Hz) 5,32 dd (8,0 Hz;18,5 Hz) | 5,28 d (16,5 Hz)
22 6,12 br s 6,12 br s 6,12 s
23 -
1 4,80 d (8,0 Hz) 5,13d (9,5 Hz) 5,19dd (9,5; 1,5 Hz)
2 5,77 dd (10,0 Hz; 8,0Hz) 1,70 m 2,16 (d 2,0 Hz)
3 3,61 dd (10,0 Hz;4,0 Hz) 4,00 m 4,47 d (2,5 Hz)

, 4,42 d br (2,5 Hz) 3,66 br 3,69 dd (9,5; 2,5 Hz)
4 3,67 dd (9,5; 2,5 Hz)
5 3,73 dd (12,5 Hz; 6,5 Hz) 423 m 4,29 m
6' 1,56 d (6,5 Hz) 1,62d (5,5 Hz) 1,56d (6,0 Hz)

3-OMe | 3,44 3,46 3,62s
2- 2,18
OCOMe
1" 5,10 d (8,0 Hz) 4,92 d (8,0 Hz) 4,83d (8,0 Hz)
2" 3,95m 3,97 m 4,00 m
3" 4,211 (8,5 Hz) 4,24 m 4,22 m
4" 4,19 4,18 3,97 m
5" 3,91 3,96 m 4,23 m
6" 4,31; 4,54 (br d 11,5) 4,37, 4,55 (brd 12,5 Hz) | 4,92 m; 4,23 m
1" 5,11 d (7,5 Hz)
2" 4,03 m
3" 4,22 m
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41!! 4,92 m

g 3,97 m

4,56 dd (2,5; 12,5 Hz)
4,37 dd (5,5; 12,0 Hz)

6”!

Bang 2 S6 lisu ph *C-NMR aia céc cht 1 (GDsN), 2 (GDsN) va 3 (GDsN)

Vitri 1 2 3

1 25,8 26,0 30,8
2 26,4 26,4 27,1
3 75,9 76,0 733
4 35,5 35,4 30,7
5 753 73,7 37.1
6 348 35,5 27,2
7 243 24,4 22,0
8 40,9 41.0 42,0
9 39,1 39,3 35,9
10 411 41,2 35,6
11 21,9 22,0 21,6
12 40,0 39,9 39,9
13 50,0 50,0 50,2
14 84,65 84,7 84,7
15 33,1 33,1 33,2
16 273 27,3 27,3
17 51,3 51,3 51,5
18 17,2 16,2 16,2
19 16,2 17,2 24,0
20 175.,9 175,9 176,0
21 73,7 73,7 73,8
22 117,7 117,7 117,7
23 174.6 174,5 174,5
T 100,4 97,4 96,8

2 718 36,7 37,2

3 82,8 78,4 78,3

T 74,8 83,0 83,7

Trang 32



TAP CHi PHAT TRIEN KH&CN, TAP 14, $0 T2 - 2011

5 71,0 69,6 69,4

6 17,4 18,7 18,8

3-OMe 58,1 58,6 58,8
—c- (2-OCOCH)) 170,2

i

CH; (2-OCOCH) 21,2

1" 105,0 106,6 106,6

2" 76,0 75,4 753

3’ 78,3 785 78,5

4 718 71,9 71,8

5 78,6 778 78,5

6" 63,1 63,1 70,9

1" 105,7

2" 753

3" 78,5

Y 72,0

5 78,5

6" 62,9

Hop chit 3: Chat bot vo dinh hinh khéng
mau, tan trong metanol. PAINMR cia hyp
chit 3 cho tHiy cac tin htu odng hrong *H- va
¥C-NMR trong tr nhr digitoxigenin 3-Op-
genitiobiosidé ngaai trir tin hiéu cia badon vi
duong la khac nhau. Bh'H-NMR; *C-NMR
va DEPT-NMR cho ty sr dién dién aia ba
don Vi duong la cymarosedi proton anomed
oy 5,19 ppm (1H dd 9,5; 1,5 Hz H}1 ¢
anomer la 96,8 ppmpc caa nhdm 30Me la
58,8;0c cia C-8 la 18,8.bon vi duong thr hai
la glucose ¥i 64 4,83 ppm (1H d 8,0 Hz H-
1'); & anomer la 106,6 v#®c cua C-6' la 70,9
ppm. Pon vi duong thr ba la glucose i 6y
5,11 ppm (1H d 7,5 Hz H"1); dc anomer la

105,7 vadccua C-8" 1a 62,9 ppm. PhHMBC
cho tHy trong quan gia proton anomeri@
don vi duong cymarose & C-3 aia aglycon
néndon vi duong thr nhit gan vao v tri C-3;
proton anomer i@ don vi duong glucose ti
hai trong quan i C-4' cia don vi duong thr
nhit néndon vi duong thr hai gin vao v tri C-
4’ caa don Vi dudng thr nhit; proton anomer
cua don vi duong thr ba c6 trong quan i C-
6” cia don vi duong thr hai néndon vi duong
thir ba gin vao C-6. So sanh &i tai li¢u tham
khao>’ cho thiy hop chit 3 la 17a-H-
periplogenin-30-4-digitoxopyranosyl-(1- 4)-
O-p-glucopyranosyl-(1 6)-O--

glucopyranoside. Tin &il ayng hrong *H- va
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*C-NMR cua hyp chit 3 duoc chod Bang 1
va 2.

KET LUAN

Trong nghién 6u nay, &t mau ré cay ha
tha 6 dugc thu haié huyén Tinh bién, inh An
Giang, ching t6ida khio séat thanh gin hoa
hoc phin dich nréc con hi caa cao metanolér

cay ha tla 6 tring sau khida trich cao naydi

CHCl,. Bing ky thuat sic ky pha than va pha
dao wi cac ¢ dung mbi thich bp, ching t6i
c6 lap dugc cac kp chit 1, 2 va 3. Trong $
céac hyp chit co Bp duoc, 170-H-periplogenin-
S-glucosyl-(1-4)-20-acetyl-digitalose va
periplogenin-30--cymaropyranosyl-(1 4)-

la haigp chit lan dau tién
dugc tim tHiy trong dch trich metanol i@ @

glucopyranosid

cay ha th 6 tring.

CHEMICAL CONSTITUENTS OF THE ROOT OF STREPTOCAULON JUVENTAS

MERR.

Bui Xuan Hao®, Nguyen Minh Duc?, Tran Le Quan®®
(1) University of Science, VNU HCM
(2) Pharma Medical University of HCM city

ABSTRACT: From the methanol extract of the root of Streptdoaujuventas Merr, three

cardenolide derivatives were isolated. Their stratuwere determined by spectroscopic methods. This
is the first time that (lo)-H-periplogenin-3-0Og-D-glucopyranosyl-(1-4)-2-O-acetyl-3-O-metlfyl-

fucopyranoside (1) and periplogenin-3f2cymaropyranosyl-(L 4)-[-glucopyranoside (2) were

isolated from the root of S. juventas together wite known 1d-H-periplogenin-3-Og-

digitoxopyranosyl-(1. 4)-O--glucopyranosyl-(1. 6)-O-5-glucopyranoside (3).

Key words:cardenolides, Streptocaulon juventas.
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