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BA ANCALOIT KHUNG INDOL TU CAY TRANG NAM
(KOPSIA PITARDII MERR.)

bén Toa soan 14-4-2006
PO THI THU HUONG', NGUYEN NGOC HANHZ, NGUYEN QUYET CHIEN!
Vién Hoa hoe, Vien KH&CN Viét Nam, Ha Noi
Vién Cong nghé Hoa hoc, Vién KH&CN Viét Nam, Thanh phé HCM

SUMMARY

Three monoterpenoid indole alkaloids: methvt 1, 12-methylenedioxy-N -decarbomethioxy-
ﬂf""'\—c'!rafioj‘}'urf(‘usi.lraw (1), methyl N,-decarbometitoxychanofiuicosinate (2), methvl 1112~
methyvlenedioxychanofriticosinate (3) were isolated from dried leavey of the Vielnamese
medicinal plant Trang-Nam (Kepsia pitardii Merr., Apocynaceae) with 012, 0.038 and G.005%

yields, respectively. Their structires were deterniined by MS and NMR nieans.

1- MO PAU

‘Theo VO Van Chi, ciay Trang Nam cla Vil
Namn thude ho Tric dao (Apocynaceae), ¢ cace
tén khoa hoc 1A Kepsia pitardii Merr., K.
cochinchinensis  auct. non Kuntze vd K.
officinalis Tsiang et P.'T. 14, 1a cay gb cao 6-12
m, phan bd ¢ Van Nam, Trung Quoc, gap ¢
Pong Nai vd Ba Ria (ndi Dinh), cing duodc
tréng & thao cdm vién thanh phé Hé Chi Minh
{1]. Ciing theo tr li¢u nay, qua, la va vo than cia
cay dugce dang trong y hoe dan gian. ¢6 vi dang,
cay. linh am, co doc. Qua va 14 ¢6 tdc dung
thanh nhi¢1 uéu viém. chi thong; vo than ¢6 tac
dung tiéu thiing, & Van Nam (Itung Qudc) qua
va Id dung chira viém hau hong, sung amidan,
phong thip dau xuong. td chi mé moi; vo ciy
ding (n thay thiing. Trén thé gid. cac cay thuoe
chi Kopsie duoge ¢dc nhd héa hoc quan tam
nghién citu Vi ¢d chita nhiéu hop chdtl ancaloit
c& cdu trdc héa hor méi va hoat tinh sinh hoc 1y
tha [2-8]. Nh& d6 hon 100 ancaloit thudc chi
nay da dugc tim thdy [3]. O Viél Nam cdc loai
Kopsia chua duoe nghien ciu vé€ miat hoa hoc.
Trong bal bio nay, chiing 161 trinh bay két qua
nghién citu bude ddu vé thanh phan hoa hoc cua
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¢y thude dan 1oc nay.
11 - THUC NGDIEM

Diém nong chay duge do trén may HMK
clta Dic; Pho héng ngoai ghi duéi dang vien
nén KBr trén may FTIR Impact-410; Pho khéi
EIMS ghi trén may HP 3989 B Serie Ii; Pho
NMR duge ghi trén may Bruker Avance 300
Mz v&i 'TMS lam chdt chudn noi; Pho khoi El-
MS duge do wén mdy 3989B MS (Hewleu
Packard); Pho khéi ion hoa bui eletron ESI-MS
dugc do trén mdy Agilent-L.C-MSD-Trap-SL. i
Vien Hoa hoc, Vién Khoa hoc va Cong nghe
Viégt Nam. Pho FAB-MS dugce do trén may
Kratos MS 80 tai Vién Hoa hoc cde hop chil
thién nhién, Gif-sur-Yvette (Phdp). Sic kv ban
mong duge tifn hanh trén ban silica gel Merck
60 F,.,, hién mau bang thude thir Dragendorft.
Sac ky cot duge tién hanh voi silica gel ¢@ hat
230-400 va 70-230 mesh.

Mau thuc vat, xua Iy va chiét tach

Mau cay Trang Nam tai nti Dinh, Déng Nai
duoc nha thue vat hoe Nguyén Van Dau (Thao
cam vién Thanh pho HCM) thu vao thdng 6 nam



1998 vd xdc dinh tén khoa hoc 1a Kopsia
pitardii Merr. (clng 14 K. cocliinchinensis aucl.
non Kuntze). Bot Ia cay da siy kho (100 g) duoc
kiém héa véi NHLOH 10%., réi chiét voi CHLCL,.
Dich chiét duoc ¢6 dac trong chan khong rdi
hoa tan trong ete. Dung dich ete duge chidt véi
dung dich HCl 3% wong nude. Phin dung dich
axit dugc rira véi ete 1ol kiém hoa biang NiLOIH
va duye chié lai véi CH,CL, sau khi ¢o kho thu
duge 0.85 g tong ancaloit, Cic ancaloit 1 (120
mg). 2 (38 mg). 3 (5 mg) dugce phan lap (i ong
ancaloit bang phuong phdp sac ky col thudng
wén silica gel 230- 400 mesh va sac ky cot
nhanh trén silica gel 70- 230 mesh vai dung moi
rva gial 1d cic hé n-hexanfetylaxetal hoac
CH,CL/ etylaxetat ¢ d¢ phin cuc tang dan.

Meryi
1()3‘)%\“”-(‘l'r(muj}'ruf('(u.".'m! i1): bot vang, dng
175 - 178 "COTLC: Ry = 048 (hexan/IiOAC
L), CuHLN,O,, IR (KB v, (em™)y 3340,
2931, 2888, 2852, 1728, 1713, 1609, [438,
1241, 1157, 1001, 742; FAB-MS m/iz: 451
EM+37]1". 395 {M+H]', 381, 351: LI-MS -
{(%): 394 [M]'(3.8), 335 (19.8). 294 (23.0), 293
(100), 220 (1.7). 180 (1,5), 129 (1.7). 115 (1.8).
83 (10,4}, 58 (16.8), 55 (17.3).

Moyl No-decarbometoxyehanofruticosina
{2): bot vang, dnc 197 - 198°C, TLC: R, = 0,51
(hexan/EtOAC 111, CHN,O, IR (KB

L1 2-mervlendiovy-N-decarbonie-

!
HITEEN

(em™'y: 3347, 2931, 2888, 2852, 1726, 1714,
1610, 1459, 1240, 1163, 1000. 742, FAB-MS

m/z0 409 {M+577, 353 IM+H]" EI-MS ni/z (%);
352 {M]' (17.3), 294 (23.6), 293 (100), 223
(3,00, 179 (3,6), 115 (4,5), 83 (15.3), 58 (30,7,
55 (30,4},

Meryl  11,12-metviendioxvehanofruticosinat
(3 bot nhido vang, TLC: R, = 0,49
(hexan/E1OAc 1:1), CutLN,O,, IR (KBr) v,
(cm'y: 3448 (10, 3347, 2924, 2867, 1775, 1722.
1674, 1460. 1376, 1245, 1057, 985; ESI-MS
miz 455 [IM+HYY, 439, 397, 383, 333; EI-MS
milz (e) 454 (M (4.7, 393 ((34,8), 365 (6.3),
323 (9,5) 294 (6.2). 293 (24.7), 173 (3.4, 115
(LI, 107 (60.3), 83 (2343, 58 (30,7), 57
(31.3). 55 (100}.

11 - KT QUA

Cac ancaloit 1, 2 va 3 duoce phén lip vai céc
hieu suat wong dtng 1a 0,12, 0,038 va 0,005%
(tinh theo 14 kho) tir 16ng ancaloit bang phuong
phdp sac ky col wen silica gel v cdc he dung
mol  rra gial 14 n-hexan/etylaxetal  va
CHLClyfetylaxetat ¢6 do phan cuc tang dén.

Pho khéi ban phd bang nguyén i nhanh
(FAB-MS) cua ancaloit 1 cho pic [M+H]' & mi/z
395 wong tng véi cong thic phan tr |
Colh,N O, ctia ancalont 2 cho pic [M+H] &
miz 353 wong Ung voi cong thice phan wr la
C, H,,N,O, . Pho khai ion hoa bui electron (ESI-
MS) cOa ancaloit 3 cho pic [M+HY & m/z 455
tuong dng vo1 cong thae phéan tr 1a C, 11L,N,O,.
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Being 1: S6 ligu phé '11 NMR (500 MHz) va VC-NMR (125 MHz) cia 1,2 va 3*

it 1 (CDCL,) 2 (CDCLY) 3(CDCLy)
i e ‘ : _ _3endy
i Be 8, (J = Hz) 8e 8y (J = 1z) Be 8, (J = Hz)
2 75.0 ] | 738 . 76,1 -
3,38 dt (19.5; 2,6) 2.96-308 m
3 50.3 46. 80 - 3.0: 46.5
93 15 84 ddd (19.5. 2.4: 1.5 460 | 280-304m 2.96 - 3.08 m
283 dd (11,0) 287d(11.2)
595 - 3,04 524
> % 410411060 | 07| 284-304m 3,76 d (11.2)
54.5 325d(6,0) 553 | 3.31d(62) 555 | 2.96d(6.2)
7 57.8 ; 57,7 . 58.4 .
130,2 - 1332 ] 129.2 -
9 116.2 6.70 d (7.9) 1240] 7.09brd(7.5) | 1169 | 674d(80)
10 1009 |  633d(7.9) 1198 | 678bri(74) | 1034 | 652d(8.0)
11 481 - 12817060977 ] 1490 | -
12 81 - 1102 ] 673brd (7.7) | 1241 )
13 1317 - 147.8 - 133.8 ;
123-139m 120- 150 m
( . " 3 k] £y
14 126.1 5,60 dt (9.8: 2.4) 175 | ek 1o6m | 75 150 200 m
123-139m 120-150m
15 136.0 | 5.96 ddd (9.8; 2.4: 1.5) | 35. =2 b 35, U b
0 O 25191 500 65 196m | P 1120-150 m
16 ,
207.6 - 2093 ; 208,1 -
1777777” ,«1,, U e e ——
231d(182) 2.04d (18.8) 2.10d (18.3)
17 46,9 . .
o 2,47d(18,2) 201 834388 424 2.83d(18.3)
1,8l m-1.98m 1.68 - 196 m 2.23dd (16,2;
18 18Im-198m |27 | 168-19%m | 2 7.7)
1,55 dt (10.1; 2.1) 123-139m 120-1.50m
19
178 - 1,99 m T s2eaayy | 0 1,58
20 37.1 . 362 . 38.0 ]
21 65.7 261 s 68.4 248 s 68,5 2485
NH i 4495 4,50 s _
587d¢(1.5)
OCH,0 | 1009 > ; . . 95
& S93d (15 1007 | 5.95s (2H)
C,C=0 | 174.6 - 175.0 ; 174.7 ]
N C=0 | - ; - ] 153.1 -
OMe | 523 365 s 522 360 326 361 s
NCOMe | - i ] ] 53.0 384

s singlel, d: doublet, t: triplet, g: quartet, br: broad.
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Cau tric phan tr cia cde ancaloit nay duoc
xac dinh trén co 5O giat cic phd cong huong i
hat nhan mot chiéu (‘H, "C-NMR va DEPT) va
hai chiéu (COSY, HMQC, HMEC) ciia ching,
cde $0 léu gin pho dugc trinh bay trén bang 1.
Két qua cho thdy ching la cic monotecpen
indol ancaioit ¢6 cing mdt khung co ban [a
khung kopsan va chi khic nhau boi sy 6 mat va
khong ¢6 mat cua cdc yéu 16 cdu tao la: a) noi
doi gita C-14 va  C-15; b) nhém
metoxycachonyl COOMe gin vdi N;; va ¢)
nhom metylendioxy OCH,O gin voi C-11 va C-
12. So sdnh cdc két qua gan phé véi cic s6 lidu
pho di duoc cong bo cho phép xac dinh:

- 1 ia hyp chat metyl 11,12-metylendioxy-
N, -decarbometoxy-A"* " -¢chanofruticosinat
(duge phin lap tr cay K. arborea va cay K.
Slavida caa Malaysia |9, 10]).

- 2 la hyp chal metyl N -decarbometoxy-
chanofruticosinal (duge phan lap W cay K.
arborea clia Malaysia [9]).

- 3 14 hop chat metyl 11,12-metylendioxy-
chanofruticosinat (duoc phan lap tr cay K.
arborea clin Malaysia [10]).

Loi cam on: Chang toi xin chan thanh cdm on
nha thue var hoe Nguvén Van Ddau (Thdo cam
vien Thanh phe HCM) dd dc dinh mdn cay
nay. Cdm on Die Mary Pais, va Dr. Thierry
Sevenet, Vien Hou hoe cide Hop chdr thién nhién

Gif-sur-Yvette (Phdp} da do cdc phé FAB-MS.
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