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Abstract

Four irideid gl namely asp

oside (1),

idic acid (2), asperulosidic acid (3), and deacetyl-

ssperalosidic acid (4) were isolated from a methano! extract of the ant plant Myrmecodia fuberosa Jack, Their structures
were elucidated by 1D and 2D-NMR experiments and comparison of their NMR data with reported values,

5 Rubi:

Key iy tuberosa,

1.MGDAU

Ky pam gai, Bi kj nam (Myrmecodia
tuberosa Jack) 14 loai duge ligu duy nhét thuge chi
Myrmecodia, ho CA phé (Rubiaceae). Theo kinh
nghi¢m déin gian, lodi cdy nay thudmg dugc st dung
lim thudc umlﬁdiéuui c4c bénh vé gan, tidu héa, trj
vidm tdy, dau déu va bénh thip khop. O nwé ta, lodi
kj nam gai d& duge dwa vio Sich Do Viét Nam
{2007) v Danh kych 45 cay thube (2006) & mic
phin bhang nguy cdp (EN) vi & ngay cip (VU)
‘ohlim khuyén c40 bdo vé [1, 2].

Trong khudn khd céc nghién ol v& cic lo
duge Eéu ¢ Lim Déng, Viét nam ching t3i cdng bd
trong edng trinh ndy qud trinh phin I§p vi xéc dinh
ofu triic cila bén hop chét iridoid glycoside tir lodi
iKY nam gai (Myrmecodia tuberosa Jack).

2 THYC NGHIEM
L
iu' Thiét bj va héa chit

¢ Pbd 'H NMR (500 MHz) vi C NMR (125 Hz)
Bege do trén méy Bruker AMS00 FI-NMR véi
™S duge st dung lim chét chubn o8i. Phé khéi
phun mi dién tir (ES-MS) duge do trén miy
f ent 1260 series si;%nw u l;ﬁhdadseu HS:;
! &
Bm::f ?“1:51::1; o@g system (SE-751 03 Uppsala,
Bveden). Sho ky oft (CC) s dumg silica gel
iesclgel 60, 70-230 mesh and 230400 mesh,
3 vi YMC RP-18 (30-50 ym, Fuji Silysia
Chemical Ltd.)- sfic ky 16p moéng (TLC) st dung

iridoid, iridoid glycoside.

bin teing sin silica gel 60 Fase (1.05554.0001,
Morck) vi RP-i8 Fases plates (1.15685.0001,
Merck). Vét chit dugc phit hién bing céch phun déu
thude thi axit 2S04 10% va ho néng ti tir dén khi
hién mau.

2.2. Miu thye vt

Miu K nam gai (Myrmecodia tuberosa Jack)
Augc thu hai vio thing 8 nfim 2013 fai Dam Réng,
L4m Ddng, Viét Nam vi dugc Tién st Nguyén
Binh gifm dinh tén khoa hec. MAu tiéu bin s8
TN/326 Vién sinh théi vi T4 nguyén sinh vit va
Vi¢n Nghién cim Khoa hoc Tiy nguyén — Vién bda
18m Khoa hoc va Cong nghé Viét Nam.

2.3. Phin Hp céic hgp chit

Miu Ky nam gai sau khi thu héi vé dugc lam
kh6 va nghién mijn rdi chiét 3 lia v6i MeOH ¢6
dhng siéu &m, dich chiét sau d6 dugc cd quay dusi
4p suft gidm thu duge cin chiét metanol (45 g). Cin
chiét metanol dugc hda vio mrdv, sau dé chidt phin
16p 1n hrgt vii cfic dung méi 14 n-hexan, diclometan
va etyl axetat thu durge cée cin chift n-hexan (10 g),
diclometan (4,5 g), etyl axetat (2 g) vi djch mrdo.

Phéin dogn muéc dwqe phén tich trén ¢ft Diaion
HP-20 rira gidi gradient v hé dung méi An lugt 13
100% nwfc—smethanol:nuée  50:50->100%
methanol thu dirge 3 phén doan t W1—+W3. Phin
&oan W1 (100% metanol) (7.5g) dugc phio tich trén
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she ky cft silica gel pha thuémg vd1 h§ dung mdi
diclometan: methanol: nuée (5:1:0.1) thu dugc 5
phin dogn W1.1+W1.5. Tir phin dogn WL (380
mg} chay sic ky ot pha dio YMC RP-18, h$ dung
mdi axeton: nwéc (1:4) thu dwge 3 phén dogn
W1.1A (160 mg), WLIB (90 mg) v& WLIC (20
mg). Phin doan W1.1B duge tiép twe phén tich trén
cht silica gel pha thudmg véi bé dung mbi etyl
axetat:metanol: mude (20:1:0.1) va tiép tyc phiin tich
trén cft pha ddo YMC RP-18 voi h§ dung mdi
axeton:mede (1:10) thu dwge hgp 1 (5,0 mg). T

2

OGle

phén dogn W14 (2,5 g) chay sic ky cft pha i
YMC RP-18, hé dung méi axeton: nuéc (L:10), va
tidp tyc phén tich trén cft silica gel pha thutmg véi
hé dung mbi diclometan:metanol:nudc (4,5:1:0 1)
thuduchhvpchatZ(SOmg)vaS(SOmg) Tir
phén doan W1.5 {90 mg) chay sic ky cft silica gel
pha thudng véi h§ dun,g mbi diclometan: metano}:
mrée (3:1:0.1), va hep tue tinh ché trén et pha dio
YMC RP-18 v6i hé¢ dung méi metanol:nwdc (1:4)

thu duge hop chét 4 (4,0 mg).

ak OH

= CH0Ac
-CH,0H

COOH

I
L

3 r!=
" a -
£ 4 R =

Hink 1: Chu tric héa hoo cla cdc hop chit 1-4

Bing 1: Sb ligu phé 'H-NMR va *C-NMR cua céc hop chit1va2

1 2
c ) e o U-HD
1 9335  597s 9826  5,18d(7.5)
3 15027 17,3240 15331 7,53brs
4 106,18 112,79
5 3746 3,68* 36,66  3,18dd(8,0, 160)
6 86,29  558m 3972 2,3m
2,85m
7 12897 5755 144,79
H 144,29 12841  582brs
9 4530 331% 47,01 2,741(7,%)
19 6190  4,68dd(1,5, 14,5 6144  421dd(20,14,5)
4,80dd (1,5, 14,5 434d(14,5)
11 172,24 171,00
C=0 172,51
COCH; 2061 21ls
r 100,06  3,30d(9,0) 10032 4,74d(3,0)
2 467 321dd(8,0,95) 7487  3.25dd(7,5,90
3 7792 339t(3,9 7785 342t(9,0)
4 71,62 3,30% 71,83 331*
s 7839  330* 7835 331*
[ 62,81  3,70dd (6,5, 12,0) 62,65  3,66dd(55,12,5)
3,94dd(2,5,12,0) 3,884 (12,5)

*4o trong CD;0D, 125 MHz, “500 MHz, *tin higu bj ching ip.
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i
* Asperuloside (1): Chét diu khéng miu; [a]o
-199 (¢ 0,16, MeOH); 'H-NMR (500 MHz, CD;0D)
wd ’C-NMR_(IZS MHz, CD;0D), xem béng 1;
Premmnosidic acid (2): Chét bt mau tréng; [a]o
+7 (¢ 0,125, McOH); 'H-NMR (500 MHz, CD;0D)
10d MC-NMR (125 MEz, CDsOD), xem bing 1
Asperulosidic acid (3): Chit bit mau trding; [oJo
#22 (c 0,19, MeOH); 'H-NMR (500 MHz, CD,0D):
55,08 (IH, d, J=9,0, H-1), 7,67 (1H, 5, H-3), 3,04
(1H, t, J= 6,5 Hz, H-5), 4,81 (1H, H-6), 6,04 (1H, s,
H-7), 2,65 (1H, &, J=1,5 Hz, H-9), 4,81 (1H, H,-10),
4,96 (1H, dd, J=2,0, 12,0 Hz, H,-10), 4,74 (1H, d,
J=8,0 Hz, H-1%, 3,28 (1H, dd, J = 8,0, 9,0 Hz, H-
70, 3,40 (1H, ¢, J = 9,0 Hz, H-3), 3,64 (IH, dd, J =
50, 12,5 Hz, H-6'), 3,87 (1H, dd, /= 2,0, 12,5 Hz,
Hy-67, 2,11 (3H, 5, COCHy) vi "C-NMR (125 MHz,
CD;0D): 8 101,27 (C-1), (155,33C-3), 108, 60 (C-
4),42,5 (C-5), 75,39 (C-6), 131,96 (C-7), 145,93 (C-
8), 46,27 (C-9), 63,79 (C-10), 171,00 {C-11), 100,60
(C-19, 74,93 (C-29), 77,90 (C-3", 71,59 (C4"), 78,55
(C-51, 62,99 (C-6, 172,56 (C=0), 20,73 (COCEL).
Deacetyt-asperulosidic acid (4): Chit b6t miu
tring; *H NMR (500 MHz, CD;OD): & 5,06 (1H, d,
J=9,0, H-1), 7,62 (1H, 5, H-3), 3,04 (1H,1,J=6,5
Hz, H-5), 4,87 (IH, H-6), 6,04 (1H, d, /= 1,5 Hz,,
H), 2,57 (1K, t,J = 9,0 Hz, H-9), 4,23 (1H, br d, J
=11,0 Hz, Ha-10), 4,47 (1H, br d, J = 11,0 Hz, By~
10), 4,74 (1H, d, J= 8,0 Hz, H-1%, 3,28 (1H, dd, J=
8,0, 9,0 Hz, H2), 342 (1H, t, J = 9,0 Hz, H-3),
3,65 (1H, dd, J = 5,0, 11,0 Hz, H,-6), 3,87 (1H, dd,
J=15, 11,0 Hz, H,-6) vd °C NMR (125MHz,
CD;0D): § 101,40 (C-1), 154,54 (C-3), 109,30 (C-
4), 43,04 (C-5), 75,57 (C-6), 129,88 (C-7), 151,48
(C8), 46,03 (C-9), 61,74 (C-10), 171,65 (C-11),
100,44 (C-11, 75,00 (C-2), 77,84 (C-3), 71,66 (C-
4, 78,48 (C-5'), 62,84 (C-6).

?Ktr QUA VA THAO LUAN

Hop chit 1 duge phin Mp dudi dang chit bjt vo
linh hinh. Phé 'He va “C-NMR cho thiy céc tin
igu oia khung iridoit glycosit véi Sw/lc & 5,97 G,
1-1)/93,35 (C-1); 7,32 (d, J = 2,0 Hz, H-3)/150,27
C3); 558 (m, H6)/8629 (C6); 575 (s, H-
1V/128,97 (C-7). Tin hiéu ctia shém cecboxylic trong
Ping lacton xufit hign & Sc 172,24. Sy hién di¢n clia
hém -CH;OAc ghn vio cachon khéng no (C-8)
lo quan sét théy & 8¢ 61,90, 172,51 vi 20,61. Cic
In hign ciia céc proton frong vime 8s 3,20-3,96 ppm
fing v6i tin higu cla proton anome &w 4,70 (d, J =
10 Hz, H-1') xéc djnh sy hign difo cia mjt don vi
irimg, Hing s6 tuong téc J 1én cda proton anome
\ug véi céc tin hign cacbon d&c trung tei &c 100,06
E-19, 74,67 (C-2), 77,92 (C-3), 71,62 (C4), 78,39

|

(C-5), 62,81 (C-6") cho phép xéc dinh phin tr
dudmg 13 A-D-glucose. Céc di kign phd cva hop
chit 1 duge so sinh véi hop chit asperuloside d2
cdog bd 3] cho théy ©6 sy tring khép hodn toan.
Chu tric ciia 1 cdn duge khing dinh thém dya vio
tuong tic HMBC gitta H-10 (5 4.68, 4.80) véi
nhém acetyl cachonyl (5¢ 172.51) va véi C-7, C-8,
C-9, wong téc gitta H-' (3 4,70) v&i C-1 chimg t3
nhém acetyl va phin 1 dudng duge dinh tai cdc vi
trl C-10 va C-1 ciia khung aglycon. Céc tuong téc
HMBC khéc ciing duge phin tich chi tiét (xem hinh
2) cho phép khing dinh hgp chft I chinh 13
asperuloside, mt hop chit 45 duge tim thiy & mét
58 loai thyre v4t khic,

Hinh 2: Céc twong tic HMBC chinh cia 1 vi2

Hop chét 2 thu dwge dudi dang chit bét miu
trfing. Phé 'H NMR vi *C NMR cho thily hop chét
ndy ciing c6 khung iridoit glycoside v&i sy xudt hign
cia 16 cacbon, trong 46 cic tin higu tei 5y/Sc 5,18
(d, /= 7,5 Hz, H-1)/98,26 (C-1), 7,53 (br s, H-
3)/153,31 (C-3), 3,18 (dd, J= 8,0, 160 Hz, H-
5)/36,66 (C-5), 5,82 (br s, H-8)/128,41 (C-8) rit dic
trumg cho pl aglycon. S4u tin hi¢u cacbon
tai 8¢ 100,32 (C-1), 74,87 (C-2), 78,35 (C-3), 71,53
(C4), 77,85 (C-5), 62,65 (C6') cing véi tin hifu
cla proton anome ti §n 4.74 (d, /= 8,0 Hz, H-1) €%
khiing djoh su o6 mit cia mdt don vi Qudng $-D-
glucose. Chu,tnic cita hgp chit 2 duge xdc dinh 12
premnosidic acid khi c6 sy phit hgp hodn todn vé 56
liéu ph cia hop chft 2 véi 3i litu 02 cong b6 v&
hp chiit ndy [4]. Céu tric cia hgp chit 2 ciing duge
khding dinh mdt cich chic chin bon dya vio tuong
tic HMBC giita H-10 (5x 4.21, 4.34) vdi C-7, C-8,
twong téc gilta H-1' (81 4.74) cling nhu céc trong tic
HMBC khéc ciing dwqc phan tich chi tiét (xem hinh
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2) cho phép Khing dioh hop chft 2 chinh 1
premnosidic acid, mt hop chat ciing di duge tim
thy & cat s5 loai thye vt khic.

Tuong fy, dua vAo két qui phd cfng huimg tir
hat ohan két hep so shoh véi céc s6 ligu twong tag
& duge cong bb ciing xdc dich duge chu tric cia
bai hop chélt 3 va 4 I lugt 14 asperulosidic acid va
deacetyl-asperulosidic acid [5].

Lai cim om, Cong trink ndy duge hodn thanh voi sy

181 tr kink phi cva D8 tGi nghién ciru khoa hpe cd

Nha nude thugc Chuong trink Ty Nguyén 3 (md s£

TN3/T14).
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