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TOM TAT

Bén chit triterpenoid, bao gdm: lupeol (1), acid ursolic (2), uvaol (3), acid betulinic (4) da
fwoc phin 13p tir phiin trén mit dit cay Bac Ha Déng Van (Elsholtzia winitiana var dongvanensis
Phuong) thu hai tir ving Cao nguyén di Déng Vin, tinh Ha Giang. Céu tric cin ching dwgc lam
sing 16 dua trén co s& phuong phap cong hudmg tir hat nhin (NMR) mét vé hai chiéu, pho khéi
lwgng (MS). Piy la bao cdo ddu tién ve thinh phin héa hoc cua lodi Elsholtzia winitiana var
dangvanensis Phuong & Vigt Nam.

Tie khod- Elsholtzia winitiana var dongvanensis Phuong, lupeol, acid ursolic, uvaol, acid betulinic,

1. MO DAU

Elsholtzia 1a mdt chi thye vét thude ho Bac ha (Labiatac) bao gdm khodng 150 loai. Hau hét
¢ic Jodi trong chi Elsholzia duge tim thiy la cay bui leo ho@c cdy nho. Phiin bo & cic viing nhidt
déri am nha Dong Nam A, Chau Phi nhiét déi, Bac Uc, Madagascar va Dong Duong [1]. Thue vit
trong chi nay la mdt nguc‘m phong phi thanh phiin hoat tinh sinh hoc khic nhau gém
phenylpropanoid, terpenoid, phytosterol va cyanogenic glycoside [2]. Loai Elsholtzia winitiana var
dongvanensis Phuong d& duge tim thiy & Viét Nam. Trong y hoe €8 truyén, tit ca cic by phin cia
boai nay da duge sir dung vdi nhimg muc dich cy the, vo duoe siic 1y nude ding trye ticp, trili cla
16 thi duge ding chira bénh da ddy. Nudc sic ctia lodi nay cling 43 dugc dé cip ding de dicu tri sau
$inh cho phy nir [3]. Trong nghién ciru gin diy cia ching t6i vé chiét xudt methanol cia lodi
Eisholtzia winitiana var dongvanensis Phuong, dd phin 13p 4 hop chat triterpenoid lupeol, acid
ursolic, uvaol, acid betulinic. Nhimg hop chét nay lin ddu dwge phin 1p tir lodi Elsholizia winitiana

dongvanensis Phuong & Vigt Nam.
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2. THYC NGHIEM

2.1. Thiét b ; én may Yanagimoto MP-S3, cic gde quay phgy .
Diém ti)ng Ché)' cla hqp chat dUQC do tren l:;a;hb IH?‘% ”C-I\H\'R‘ COSY. NOESY' I:l\:;s b

dusge do bing mdy do phin cuc MSC,S 3,'?,}3;.“1(« AV-IIT 500 vér tetramethylsilane ( T, 'r

HIMBC do trén miy cang hudng tir b Phé khdi huom (ESI) vi pho ki lagmg phsy
Ok churbs ik g don Y R oS 1 e v i (Kieselgel 60, 70, *
31023040 msh, Mreky, Sae ki bin mong (TLC) Kiesclgel 60 F254 (Merck) vi nhing bop iy
A '

bin mang duge hién mau bing dén UV hai budc song, hot tinh the iot.

2.2. Nguyén ligu 2 :
: X X i - nsis P 0mg) &
Phin trén mit dit ciy bac ha Ddng Vin ( El.vlmlt:lq winitiana var ¢ rmgw.::u nsis. Phuoag)
hdi & tinh Ha Giang vio thing |1 ném 2018, vi duge djnh danh bai TS. Nguyen Quic Binh, g,
tng thién nhién Vigt Nam, Vign Han lim Khoa hoe vi Cong nghé Viét Nam. Miu durge I
Vién Héa hoe Céc hap chit thién nhién (VAST),

2.3. Phiin lip cdc hop chét

Phin trén mit diit ciy b_;,lc hi D('mg Van (Elsholtzia winitiana var dongvanensiy Phuong) (9!
kg) duge tién hanh ngdm chict sicu am véi methanol (3%20L), sau d6 tién hinh co quay chin khie
lhx-l.(:‘uoc 950 i clao chiét. :"‘au chiiél digre phin bS trong nrde, sau do chiét 1an lugt voi cic des
mor hexane, ethy acclate, butanol thy duge cic cao (e he SWH, 20 ¢). cthyl xes
(EWC, 345 g) vi dich chiét mrge (EWW, 126 ). Cao g(\’:"g :;:S':)x:g: l(lgt::l:a: ::I i:"'lk\‘ 2 'h:':"*
mdi nira gidi hexane/acetone (gradient ndng d¢ wir 100/). 01, v : H hish
(EWCI-7). Phin doan EWCT (13 g) tiép tye ridn por shc ki ooy duge by phin dogn chi
acelate (25:1, 15:1; 101, viv) thu dirge 6 phin dogn nhd (Ewe l')iélgzgl hé dung mdi hexancieh
duge phin tach trén ot nhai silica gel pha thiimg v hé dun - "= WC2.6
dm,.rc 3 phin doan F.WI.I.I.I-EW_LI.IJ. EWIL1.124 £ a el
mdi acetone/mede thy duge hop chii 1 (12mg). Phap dogn E h lrcn' oot Rf" “I8 vin ke 'L‘
dung mdi hexanc/ethyl acetate (25:1, 15:1; 10y, v:¥) thy duae (2g) trién khaj sdc ki et v b
EWC2.2.3). Phin doan EWC 221 gidn hinh gic ki Sc""“ 6 phin dogn nho (1w 22k
methanolimede (1/1, viv) thy duge hop chat 3 (10 mg), Pha Phadex L1209 vOi h¢ dung m
siie ki <ot v b dung moi clumfurmflpelhmwl (20:1,10:) V:v) th n EWCs (29 g) liép tyc trién Ab
- 5.5). Phéin doan EWCS.3 (3.2 g) tidp wc 1idn hiinh gic i(i cé U duge 5 phin doan nho (EWC $!
methanol/water (3/1, viv) thy duoc hap chit 2 (700 mg). pp: RP-18 v ¢ dung moi nia g
silicagel vGi bi dung méi chloroformy/methane| (T:1, viv ) I.hu d doan EW(Cs s tiép tye sic ki of

Hep chit 1: tinh thé miu tring, d.n.c 215 - 216 °C; M§ A OP chiit 4 (25 mg),

Mz, CDCLL) & (ppm): 4,69 (1H, d, S = 2, H.29); 4 54 (H, 5, 3o HHIR): 400 'H-NMR (500
1130 2,38 (1H, o, H-18); 1,92 (1H, m, H21); 1,9 (11, m, HI1S), | oo vdd, /= 5,0, 11 He
H-1): 16K (3H, s, H-30); 1,66 (1H, m, H-13), | 61 (IH, m, H2),} % (IH. m, H-2): 1.68 ( 1H,
H-6); 1,51 (2H, m, H-7); 1,51 (IH, m, H-16); 1,40 (IH, m, H-l(i‘)- ‘| 40 (10, H-15); 1,51 (2H. m
H-19); 1.33 (1H, m, H-21); 1,30 (1H, m, H-11); 1.26 (1M, 5, Ho9), | 21 (™ H-22): 136 (1H. 5
H-11): 1,07 (1H, m, H-12); 1,03 (3H, s, H-26), 0,97 (34, 5, H-23), 695“3"' ™. H-22). 3, (1H. m
H-1), 0,83 (3H, 5, H-25); 0,79 (3H, 5, H-28); 0,76 (3H, 5. H-24); 0,63 n‘n”‘ > H-27) 0,90 (11, m.
NMR (125 Mz, CDCLy) 8 (ppm): 151 (C-20); 109.3 (C-29); 79,4 (C3); 53795 Hz, H.s), VC-
48,4 (C-19); 48.0 (C-18): 43,0 (C-17): 42,9 (C-14); 40,9 (C-8); 40,0 (C-23;. 3‘;-‘9 ‘(g *5); 50.5 (C-9

FIHICA); 38R (-1
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o (3% 7.2 LR S0 (C16) .3 (73 209 (20 280 (C-23); 27,5 (C2); 275 (C-
3 23 4“0'('(2_‘;7‘) ; FIDILC300; 184 (C-6); 18,0 (C-28); 16,1 (C-25); 16,0 (C-26); 154
S N Z ,
i 1o chit 2 Chat bt W IEINg: e, 285 - 28K °C: EL-MS miz 456
i chCh & ('D\ﬂl‘)) (S ppm): 321 (1, ohd, f - 5.5, 10,5 Hz, H
Lt 11 U180 109 (311, 5, 11-23); 0,78 (311, 5, 11.24);
Loy 003 (XL X 127, T-30) 081 (311, +, 11-29); Phé “C-NMR (125 MHz, CDCl; & CD;0D)
s ppmk: 1807 (&-23):__ l-‘&' | (C-13); 1255 (C-12); 78,9 (C-3); 55,2 (C-5); 52,7 (C-18); 47,7 (C-
(7 475 (C0% 420 (C-14): 39.4 (C-R); 39,0 (C-19); 38,8 (C-20); 38,7 (C-4); 38,6 (C-1); 36,7 (C-
sy 36,9 (C-100: 33,0 (C-7); 30,6 (C-21); 28,0 (C-23); 27,9 (C-15); 26,9 (C-2); 24,1 (C-16); 23,5
(A 232 (G- 211 (C-30); 18,3 (C-6); 16,9 (C-26); 16,8 (C-29); 15,5 (C-24); 15,4 (C-25).

Hop chit 32 chit bt miu trdng, dun.c: 230 - 233 °C; m/z 443 [M+H]'"; 'H-NMR (500 MHz,
DOD) & (ppm): 514 (TH, ,J = 3,0 Hz, H - 12); 3,54 (1H, d, J = 11,0 Hz, H-28a); 3,21 (1H, dd, J
110, 3.0 Hz. H-3): 3,19 (1H, d, J = 11,0 Hz, H-28b); 1,10 (3H, 5, H-27): 0,99 (3H, 5, H-24); 0,98
(M. <. H-26); 094 (3H, 5, H-25); 0,93 (3H, d, J = 5,2 Hz, H-30); 0,80 (3H, 4, J = 5,5 Hz, H-29),
170 5H, 5. H-23). "C-NMR (125 MHz, CDCL,) & (ppm): 138,7 (C-13), 125,1 (C-12), 79,0 (C-3),
9.7 (C-28): 35,3 (C-5); 54,0 (C-18); 47,7 (C-9); 42,1 (C-14); 40,0 (C-8); 39,5 (C-20); 39,4 (C-19);
[ (C-1)%: 38.0 (C4): 36,9 (C-10); 36,9 (C-17); 32.8 (C-7); 30,8 (C-21); 30,6 (C-15); 30,5 (C-22);
w1 (C-23): 27,3 (C-2); 23,4 (C-11); 23,3 (C-27); 22,6 (C-16); 21,3 (C-30); 18,3 (C-6); 17,3 (C-
2 168 (C-26); 15,7 (C-25); 15,6 (C-24).

Hop chit 4: chét bt mau tring, d.n.c: 280 - 282 °C; EI-MS: m/z 456 [M]"; "H-NMR (500
MHz CDCly) & (ppm): 4,75 (1H, d, J = 2,0 Hz, H -29a); 4,62 (1H, d, J = 2,0 Hz, H-29b); 3.22 (1H,
w H-3): 1.97 (3H, s, H-30); 1,26 (3H, 5, H-23); 1,09 (3H, 5, H-27); 1,06 (3H, 5, H-25); 1,01 (3H, 5,
H26); 0.83 (3H, 5, H-24). "C-NMR (125 MHz, CDCl;) & (ppm): 180,3 (C-28); 150,3 (C-20);
1097 (C-29); 78,8 (C-3); 56,3 (C-17); 55,3 (C-5); 50,5 (C-9); 49,3 (C-19); 46,7 (C-18); 42,4 (C-
141 40,7 (C-8); 38,7 (C-1); 38,4 (C-4); 38,4(C-13); 37,2 (C-10); 37,0 (C-22); 34,2 (C-T): 32,1 (C-
16): 30,5 (C-15); 29.7 (C-21); 27,9 (C-23); 27,4 (C-2); 25,5 (C-12); 20,8 (C-11); 19.4 (C-30); 18,3
IC4) 16,1 (C-26); 16,0 (C-25); 15,3 (C-24); 14,7 (C-27).

[M]'; Phé 'H-NMR (500
-3); 5,24 (1H, br s, H-12); 2,20
0,98 (31, s, H-25); 0,85 (3H, 5, H-

3. KET QUA VA THAO LUAN

. Tir cao methanol ciia cdy Bac ha Dong Vin (Elsholtzia winitiana var dongvanensis Phuong)
blngcic phuromg phap sic ki et silica gel, ching t9i i phin 13p duge 4 hop chit triterpenoid, cdu
" cia cic hgp chét ndy duge xdc dinh bang cdc phuong phip pho.

: ‘.‘"gp ¢hit 1 thy duge dudi dang két tinh mau tring. Phé "C-NMR vi DEPT ciia hop chit 1
hign tin higu cia 30 nguyén tir carbon, trong d6 c6 6 carbon bic bdn, 6 carbon methine, 11
tha : Methylen vi 7 carbon methyl diic tumg cho mgt hop chit triterpen khung |upan.'Sl_x co mat
gz oopropenyl duge xdc nhin béi | carbon methyl tai C-30 (8C 19,33) ciing voi 1 lién ket
g st 11(C-20)/109,33 (C-29). Tin hiéu ciia 1 carbon oxymethine tai 5 79.04 (C-3) cho phép
b e <8 ! nhém hydroxy trong phin tir cia hop chit. S sinh sd liéu phd 1H- va "C-NMR el
! Vi hp chift triterpen khung lup-20(29)-en da biét k& lupeol (3p-hydroxylup-20(29)-cne)

" gy, 1 S phis hop & téit ca cdc vi tri twong img. Nhin dinh niy duge khing dinh lhc:m khi xem
”Lbll.ﬂng 80 twong tac J cia proton H-3 tai &y 3,19 (dd, J = 5,0, 11 Hz) vtéi hing so fwong tic
2 Vi vily H-3 & vi tri axial (a) hay @, tire 12 nhém OH tai C-3 ¢6 cau hinh equatorial (¢)

n



.. 2 Liau [4]. hop chdt 1 duge xic g;
;;;g: d‘;:l It:::: ‘Ehln lap tir chi Elsholtzia l3|.! 4 1

cic phin ¢ jon phin rm'z 437
hyaroxylupio(l"’“,hay.l ., tring, Pho ESI-MS cua -zf,]{m\;p\?; ?L'ni viing lnr:rfm;su:«!“f 3
Hop chit 2 1 chit DU BEL it 1a CoHlaOs PRO 0.68-1.09) v 2 nhom meppy
g véi cong thir phﬁ""‘cl"?mopm | duéi dgng mii dom (O BT 7 = e
i i ctng hume ¢85 MEETECE it i tn hidu cdng Bune eteninal
dang mii ddi (3u 0,87-0,94). 11 hicu & 6 321 (dd. J= 5.3: 105 H-.\): chimg :\ SUF 6 my
524 (1H, 1, J = 3,5Hz, H-12). Tin hee on thé hién proton methine o &y I8 (14,

shom i 5 IR con ) proton metl o218
. orém; ? 'CJ}}? Ig l? kﬁﬂ?&f i{h?;hép dy dodn chat 2 1 mot triterpenoid ¢0 Khung i,
6,0 Hz). igup -

: yen cho prep 5 "C-NMR va DEPT. Phd ""C-Nwmg

Cic nhjn dinh trén clng ph hop von £ac da\:-;f;fgg:r cho thiy 2 gom ¢6 7 carbon bjc N.:‘i
i) dl::ctho 3‘3",?“;,3;“&3'21" 7k i'h'l."n? methyl. Céic tin hi¢u cgng hudmg & viing tnrimg ing,
'::: o p;gc;’c-NMR tgi 8¢ 78,9 vl twong quan }I‘MB(' git‘m' proton l'tn b.(.)i‘l.l‘(“ ;t"l \M':‘\:n ( :!l
(8c 16,1); €23 (8¢ 28.3); C-1 (& 38.3) cho thiy vj tri C-3 ¢6 gdn nhom O CAp 1in hicu cieg
huémg dic trung cia carbon olefin tai 138,1 vi 125,5 két hop tin hi¢u cong hudmg cua proton olefy
131 8y 5,24 (1H, 1, = 3,5 Hz. H-12) ciing véi syr c6 mt cia proton tgi Sy 2,18 (1L o~ 6,01
nhitng tin higu dic tnmg cho khung ursan triterpenoid vai ndi ddi @ vi tri 12, Nhiin dinh trén ding
chimg minh qua sir wong quan it H-12C-11: C-8; C-14; C-18. Hon nita, con xudt hign mt tin
higu chng huang trong vimg tir tnromy thip 1eén phd "C-NMR dide tnmg cho sy cd mat cun nhim
carbon carbonyl tai 8¢ 180,7. Sy twong quan trén phd HMBC gitta proton &, 2,18 (H-18, o J - 60
Hz) véi ¢ 180,7 khing dinh vi tri C-17 cua khung ursan ¢6 gin nhom carbonyl (H-18/C-20; C-12,
C-13; C-17; C-28). Tir cae 56 ligu phd 1H-NMR. "C-NMR két hop véi cac phd DEFT. HMBC
HSQC va dem so sinh véi két qua dd cdng bé 13, 6] nhin thiy rine. e mear e g ey s

q & bo 3, 6] nhiin thiy ring, ciu tric cua hop chit hodn
28-0ic). Acid ursolic Li chit tbn i
inh sinh hoe 1§ this nhe Khing viem,

A uénvéso: %
apeol. Hop chit 03Y

Hop chit 3 13 chét bt mau tring, d.n.c: 174 0 3
: v rget oS S A1 IS A i '
peak ion iz 443 [MHH', img v6i cbng thic Cully0, prg W omg CSLMS) clia chit ) cho
x €ho thay tin higu cia 30

? g i hém '™ methyl, 10 nham methylene,
nhém methyl & By 093 GH, d, J =52 Hz) va 3 ; methyl bé:: 06,1, 10,099, 098 ¢ ‘)-l')i'é (;1
hop chit ndy, chimg 16 diy li triterpenoid thuge M J=55Hz) ¢ I8, 0, 2

: . lron, Y 1H- ,
C-3 vi clu hinh B durge khdng dinh dya trén gig 183,23 v3 pgyrom hydr S MENMR cha
2 96 1

hing <6 !l(m;:a{ I duge gian vio Vit

3.'9(."#”'“.0“, Ry =310H‘ < "J= ll-"vas_"l‘[’
chuyén ci e proto iy ey ohd ey ST © C-12 vh ha gy o2 hai doublet ¢ 3,3 54 v
C-28. Phin tich chi 1idy lﬁmgnmﬁ:.mﬁl;&n E -dil::d'ién két doi g (S; v}.l:mng ing, Dn Jich

2 < A ! 2 ;
:\'JP;:R (9] ket Iufn chit 3 14 3B,28-dihydroxyurs-] 2-ene va ZE: ::_)'nh Vi 50 ﬁnh":({"".'.hyd"f‘?'.l o
inh khing HIV, khing khdi u... [10). Hop chét ndy Bn diy tign 5 hdi t'huemg R uvact Uwu phd "'C-
Hop chat 4 1a chit bt miu tring, d.n.c: 280 - 282°C. Ph Ap 1ir cp;

carbon bic 4.
8, 475 vi B
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wo g 2D i hai tin higw doublel niy 0 Iy gpean viri miim methylene & B 109,77 rong
""{”“QJ.‘ wib dharge gin nhdm methylene olefinic bje 4. Ngoil ra irén ph 'H-NMR cho thdly 6 tin
inglet she Rt & By 197, 126, 1,00, 1,06, 1,01, 0,83 dege ghn cho cdc proton cia 6 nhom
I hje AT 030, H-28 U270 1025, 1126 v 124 g i, Mt proton muiltiphet & Sy 322
v carbon & & 79,1 cho thdy sie cé mat i b roxyl &6 C-3. Sur xudit hin tin higu cia |

emary carbon & Inrimg thip B 180,5 trong phit "'C-NMR khing dinh sy cé mit | nhim
g i carbon frong phén 0.

bl

"
H

3. Uvaol

4, Acid betulinic

Tircde s ligu phd EI-MS, NMR va so sénh vai tai lidu [4, 9], hop chit 4 duge xde dinh i acid
hetulinic. Acid besulinic 13 mét triterpen cd nﬁuﬁn ghe thién nhién, co nhidu hogt tinh sinh hoc khic
s nhyr: fre ché 1 bao HIV, khing khuin, khing viém, chong sbt rét, chéng oxi héa. Acid
betulinic drge nghién ciru trén nhiéu mit nguon gbc, hoa thye vit, chuyén hoa, téng hop, dugc
:fﬁl‘:m hoc, quan hé hoat tinh vA clu trie [11]. Hop chit niy cling duge phin Kp tr lodi £

a[2].

4. KET LUAN

hmmﬁ“ cinu thinh phin héa hoe ciia phin rén mat dit ciy Bac i Dong Vin (Elsholrzia

g VA dangvanensis Phuong) thu thip & ving cao nguyen di Ding Van, tinh Ha Giang,

bm”‘::m U [’hﬂﬂ lip duge bon iriterpenoid 1 lupeol (1), acid vrsolic (2), uvaol (3) 'r'i'l.i'l-i.llif

In,amﬁl. Ciu triic ciia nhimg hop chat nay duge xic dinh dya vio ket qua phin tich e loai phi
"NMR vi MS. Ciic hop chiit nay 1in diu tién duge phin lap i lodi niy.

Ly,
% Cac tic gia cém on o8 g cip B Gido dye vi Bo tpo mal 53 B2019-THA-06 A& tai oy kinh phi.
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ABSTRACT

TRITERPENOIDS FROM AERIAL PARTS OF ELSHOL TZIA WINITIANA Vag
DONGVANENSIS PHUONG IN DONG VAN HIGHLAN D, HA GIANG PROVING

A phytochemical study of extracts of Lisholizia winitiana var dongvanensis Phuong ke
at Dong Van, Ha Giang province aerial parts led to the isolation of four triterpenoids, mdé
Iupr_:nl, urzolic acid, u~_a.1u! and betulinic acid. Their structure elucidation were determined ol
basis of one and two-dimensional NMR and spectrometric methods in combination, This s
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ABSTRACT

GLYCOSIDES FROM ROOTS OF MILLETTIA SPECIOSA IN NGHEAN PROVINCT

Study on extracts of Milletria speciosa collected at Nghean province roots led to the isol

of three glycoside, including (3f,44)-3,19,23-trihydroxy-urs-12-en-28-oic acid j#-D-glucopymne
ester, sinapyl alcohol 4-O-glucoside and daidzein-7-O--D-glucopyranoside.  Their sn

elucidation were determined on the basis of one and two-di i
methods in combination. imensional NMR: and specne

Keywords:  Millettia  speciosa,  (3f,4a)-3,19 \23-trihydroxy-urs-12-en-28-0ic acid i

glucopyranosyl ester, sinapyl alcohol 4-O-glucoside and daidzein-7-O-B-D-glucopy



