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4 (Dregea volubili (L.) Benth) REEM B LEREY, \ELBOHEREREE BT
BHEUKEY, DEBEA o- B LR 1LU(LT B335 0.016% F10.0097% )0 [, U
BREZEACHZETRES T B R HEN: L - P E-ES IR La-P -
[3-O-HH-6- RE-D-[IE fH(1—4) D-BHEE |- Mo TRERIRY, GBY -FE-FHN
B

NHiE AN EIEE3-O- B H-6- S B TR MBI - BR - TRE U
o~ - P RO

ZFH5 (Dregea volubili (L.) Benth) REERS IBEHEY, YHEEREIES, %
BHYREMED L CERSBEERDREY, RIY aEEEOZEDORET L
HERABTR, MNREREDESKEEHITHETS, 2EERD - FENER LU
(1,1 5353 512 0.016 % F10.0097 %) o3 4347 e W BE 25 38 (e FR PG 8%, 360 1,10
MLBL LR MS, 'HNMR REMAMR, BIEN: Lo-BFE-KEIER (e-methyl-
pachybioside) , Bfl a-F E-[3-O-H1 F£-6- L5 -D-[ 35 B (1—4)-D-FZNTHkE - (-
methyl-{ 3-O-methy!-6-deoxy-D-allose (1—>4)}-D-olea-ndroside]); II, «-BHEK-[3-0-
HE-6-HE-D-F &5 (1—1)-D- 88 ]- R (e-methyl- [3-O-~methyl-6-deoxy-D-
allose (1—>4)-D-olivoside]) (E 1), Il REKIRE, LNV FE-FHT WUER (a-
methyi-dredehongbioside), HHE WHERI4 - W kE (dredehongbiose),

HR1 T4 5 (MeOH), W #E, mp. 124—125C, [al¥ + 77.3° (C = 0.50,
MeOH ), | i i FIIT E D HTHEH 2 F A+ CsHuOso M ¥C NMR BH 4T 1 A A EH
55 % 25 B A U B L o *H NMR 1 MS, IR B3 5 3@k #ik E 1Y e-methyl-pachy bioside
HOBSIES, MS JLET AR A BA . RENIBAEEE EHAEZ N AR 1 8 “C NMR
BHE(CDCL /) S5 CHR[ 2 1RIE R o B - RS DR E (CDN ) A £ 5, (F 1)
Wi | 2B e NI, M, £&45 (MeOH), mp.109—110°C, [a]® + 57.9°(C =
0.50, MeOH), X530k (318 ML MSRHBA I 2§ 1 g9 = ZBe{L#¥,'H NMR $iE

AT 1986 4 10 A E, 1987 4 3 B BIE R Mo
Bl BB LR SB AL R R T EUBEI b Ry RS ARNE, i
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Fig. 1 Chemical. structures of [ and Il

AEE, BRESXRI2IPN o-FE-FHPFE =8 R (e-methyl-neocondurangot
rioside) WMIDEF A RBAIEAY G, ATHIEL I hfFEfE 3-0O-BE-6-LEM%HE
(3-O-methyl-6-deoxyallose), 34 1,11 Fofg B B g A= Rt B R A WU , R EAT S &
EOW,EREH LI h A MERREEE3-D-F E-6-LE Mk, 5 LMR, #E 1]
A o~ B E~TRE T R,

SR Tass (MeOH), Bk E, mp. 184—186C, [a]Z + 74.5° (C = 0.52,
MeOH), HEMITESITME 2 FRH CuHuO0s IRvEX: 3370 (-OH M%)
1443,1419(-OH Z537);1268, 1218,1168, 1127, 1060 (Ek% C-O {h%E)cm™, 'HNMR,
BCNMR ZBHBEH N —OCH;, M “C NMR EKIRJRETHENr 1 A— % H W N o-F &K
Mo MS(m/e) 291 (M* — OCH;) Bt 37#r 1 AR ER, 1) ¥C NMR ¥ 53# (2]
W E Y o- F 2 - RS TR SO BB EL AR, FTLLE ) 1T foRim il th& 3-O- B B-6- R E 7%
i ,°C NMR 35 6(ppm): 98.6,38.0 FEAR WIS 4 C, LixE —OH RN - FER,
ifi Cs,Cy £F—OH EB{X, 1 #'HNMR ¥IEHRERMBEHBGE, TTLIFF 6: 3.00 ppm
(IH, dd, j = 9.0Hz, J,=9.0Hz) =W, 18 J 1 & {5 Q0% R AT 36 M0 70 20 #oas e
(olivose) #y C,—H, A a#E—FRE C.—Ha, C,—He 25124 2.22 (I1H, m) Fi 1.6¢
(1H,m), X FEP 04 #0040 B,

ATHE—F e U RN RR R R EEa E, & W IETRMEBIV, 1V,
T BRIk E S, mp. 135—137°C, [a]i + 88.2°(C = 0.50, MeOH), MS(m/e) 448
(M%) #2774 N =7 Bkt , *H NMR JRERRH U =B 04, § 2.10 ppm (6H, s,

o}

CrCr— ECHO BRIELAmERS 1 0—8. A —RBERTEN\ER, 1% G—H
R 7 B A T #5 k3% : 65.25ppm (1H ,ddd, Js,,50 = 11.0Hz, J5,5. = 5.5Hz, Js.,e, = 9.0Hz),
XA CG—H WESBRHEIET CG—H X a 8%, SGEELT CG—H X 8, MAEE
TR E BN MR C iz ko M 04.86ppm(1H,d,7 = 8.0Hz), #4.69ppm(1H,dd,
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J = 4.0Hz,J = 1.5Hz),7RERA T K ImHE3-O-FE-6- LA BB AR B0 F R, M
- NI EE EREy e R, WRIK IV 'H NMR B#E#T2eEFE. MAHRT
1 fo 1l gyLb BE L AR, HEB O M, 0 FRB BN —2, R 11 8958 > 25 th i 8524
D%, U4 A 3-O-FBEMY, Bt DALIETEN: o FHE-[3-O-FH-6-%
S -D-F %45 (1-—>4)-D- #5455 1- B (c-methyl-[ 3-O-methy |- 6-deoxy -T+-allose (~— )
-D-olivoside]), 11 # " C NMR ¥ L3 1

%1 @awmlisalle "CNMR 4 BH (ppm)
Table 1 *C NMR chemical shifts ot compaunds I and I (ppm)

% M a1 a-FE-GERBRD | £ & o 0
Compound | a-methyl-pachybi-oside Compound II

Carbon (in CDCI) ¢in C,D,N) (in C,D,N)

C-1 R ,98.0 98.3 ’ 98.6

C-2 34.4 35.4 38.0

C-3 76.4 77.4 67.4

C-4 81.1 84.0 88.7

C-5 67.0 67.6 66.7

C-6 17.8 18.7 18.1

C-1-OMe 54.5 54.3 54.4

C-3-OMe 56.0 57.4

Cc-1' 99.1 102.2 103.0

c-z 72,0 73.3 72.7

c-3 © 80.0 83.4 83.8

C-4 72.9 74.6 74.2

C-5° 71.3 71.0 71.1

C-6° 18.4 18.8 18.1

C-3"-OMe 61.9 62.1 62.1

%% W 4

BHIE SN RETFE, BHIERIEA Brucker WH-90(22.63) Rk {35 ¥ %

{B‘Liﬁl‘li'?:'. ¥R TMS, h2Ar# o(ppm), %Al Finnigan-4510 FREMME. 204
A IR-450 B E, EIMNEE A RE UV-210A UE, LbREXEE A JASCO

J-ZOC B Zhi8 R I E . '

LESHRESE

REEETNREE 2.1 7ke, BB MAGE R 3 K REERER S E 350ml, fin 4060ml
A, B el TR 85g, MR A 800 m! FEEMLIS, fin 500m! 0.2mol/! FHiEkK
R, ELEEE, AEMGER, RESHEBREEEY 39, KA 39 £ 1000g BER
B, HAMEE: AT 9:1 HBIREERE 1(310mg, 8% 0.016%), AjHmEE: AEH8:2
B EER S 1(210mg, 55 0.0097% )o

2.a-BERFER (1)

1, sk & (MeOH), TEMTF: TR CoHuOs LWE(%): C54.04, HB.615;
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PHE@ (%), C53.57, H8.333, IRwEP: 3440, 3420, 1395, 1320, 1215, 1160,1130,
1070cm™, MS[m/e, FE(%)]. 336(M*,2), 318(M* — H,0,3), 305(M* — OCH;,
13), 273(M* — OCH. — HOCH,,28),260,173,159,141,127,101,85, 74 (Z:i&,100),
59, 'HNMR &(CDCl;): 4.81(1H,d, j= 8.0Hz, C — H), 4.76(1H, dd, j = 3.0Hz,
J=12Hz, C, — H), 3.80(1H, dd, j = 3.0Hz, J = 3.0Hz, Cy — H), 2.30(1H, m,
C,— Ha), 153(1H,m, C, — He), 1.33(3H,d, j= 6.0Hz, C; — CH.), 1.26(3H,d,
J = 6.0Hz,Cy — CH,),3.67(3H,s,Cy — OCH,), 3.38(3H,s,C; — OCHL), 3.32(3H,s,
C, — OCH.), “CNMR ¥EN% 1,

3.1 =T ®kqeap (1)

1, 1 & KMEEE -BEEFH B CBEL B3], L%t F(MeOH), MS(m/e,ERE(%)):
420(M*,2),360(M* - HOAc,2),357(M* — OCH, — HOCH;,11), 245, 116, 101,85,
74,59 ,43(F &, 100),'"HNMR 6(CDCl;):5.07(1H,d, J= 9.0Hz,C’ — H), 4.73(1H,
dd,J = 3.0Hz, J = 1.5Hz,C, — H), 4.59(1H,dd, j= 9.0Hz, j= 3.0Hz, Cy — H),
4.08(1H, m, C/ — H), 3.94(1H, dd,j = 3.0Hz, j= 2.5Hz,Cy — H),3.64(1H,m,
C. — H), 3.19(1H,m, C,—H), 2.19(1H, m, C, — Ha), 1.55(1H, m, C, — He),
1.26(3H,d,J = 6.0Hz, C;, — CH.), 1.21(3H,d, j= 6.0Hz, Cy — CH,), 3.47(3H,s,
C, — OCH;), 3.40(3H, s, G, — OCH,), 3.29(3H, s, C, — OCH,), 2.11(6H, s, Cy,

0
|
Cy — CCH;),

4. a-PEFTHRERUD

H,EE5&E (MeOH), TEMHT: TR CHiOs L ME(%): C52.23, HB.22;
HEE (%), C52.17, H8.07, IRv®:. 3370, 1443,1419,1375,1268,1218,1168, 1127,
1060cm™'y MS(m/e,EEE(%)): 322(M*,3),291(M*—0OCH;,15),273(M* — OCH.—
H,0, 12), 258,246,232,222,159,145,141,128,95,87,85,74( X1%,100),59, 'HNMR
8(CDCl): 4.73(1H,dd,j = 4.0Hz, j = 1.5Hz,C,-H),4.55(1H,d,j = 8.0Hz,C,.-H),
3.79(1H,dd,j = 3.0Hz,j = 3.0Hz,C,-H),3.00(1H,dd,j = 9.0Hz,j = 9.0Hz, C,-H),
2.22(1H,m,C,—Ha), 1.60(1H,m,C,~He),1.33(3H,d, ] = 6.0Hz,C,-CH,), 1.31(3H,
d,J = 6.5Hz, Cy-CH;), 3.68(3H,s,Cy-OCH.), 3.31(3H,s,C,-0OCH,;), “C NMR ¥z
R 1,

5. N =T ®i{kdp (IV)

IV, 1270 KMuhs - B BT E 1 OB B 5], TaBRREgE (MeOH), MS(m/e,
ERE(%)):448(M™*,2),388(M* — HOAc,2),357(M* — OCH, — HOAc,33),288,187,
127,116, 85, 74, 59,43( 3%, 100), 'HNMR 5(CDClL); 5.25(1H,ddd,y = 11.0Hz,
J=9.0Hz,j = 5.5Hz,C -H), 4.86(1H,d,j = 8.01z,Cv-H),4.69(1H,dd,j = 4.0Hz,
J=15Hz,C,-H), 4.58(1H, m,Cy-H), 3.94(1H,dd,; = 3.0Hz,j = 3.0Hz, Cy-H),
3.64(lH,m,Cs-H), 3.22(1H,dd, j = 9.5Hz,j = 8.5Hz,C,-H), 2.30(1H,m,C,-Ha),
1.67(1H,m,C,-H:),1.31(3H,d,J = 6.5Hz,C,-CH,),1.17(3H,d,j] = 6.0Hz, Co-CH,),
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3.47(3H,s,Cy-OCH,), 3.30( :H,s, C,-OCH,), 2.10<6H,5,C2r,.»—(IJCH‘ ) 2.03(3H, s,

O

I
C;- CCH.),

6. LIl RSB RS ARB RS

1-2mgl, I RERETHENRE T, M 121% F& HC-MeOH #HiKE 70°C IR
P54y 5N, RAHRATH A AgCO thfnshik, Wik, BixHEsskTF, Hkal i
J& » A DV = B R RERAIE, 20 40°C B4 R 15 250, RE AL 2RRN, EOkE
B, BEAT S GIE T, (i &4E: A Shimadzu GC-9A S, SE-54 H 3
EHER 30m X 0.28mm,fE{R 80— 1%0°C, R FLFETHE 3°C/ 94, 85 Ny, HEgliE 15
kg/em!, AL 200 1, AXHTEE 5L, | A0 I p-FR B-3-O-FF Bh-6-J2 5 - D - il ik i e ek Ak
18 15 BY IR A1 43 B 24 8.42 I 8.40 43 %0,

£ £ X @K
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TWO .-METHYL BIOSIDES FROM DREGEA
VOLUBILIS (L.) BENTH

Chiu Ming-hua, Li Qi-xun, Nie Rui-lin and Zhou jun

(Kunming Institute of Botany, Academia Sinica)

Abstract

From the hydrolysate of the crude glycosides from the roots, of Dregea volubilis
(L.) Benth in Dehong, Yunnan, two a-methyl biosides I and 1I (yields: 0.016%
and 0.0097%, respectively ) were isolated by silica gel column chromatography, Their
chemical structures were established by interpretation of MS, IR,'H, “C-NMR, and
gas chromatographic analysis of their degradation products, and comparison of the
physical properties of I, II and :heir acetates which were reported in literatures as
follows: a-methyl-pachybioside for I, and a-methyl-[3-O-methyl-6-deoxy~D-allose

L _})-D-olivoside] for Il. 11 named a-methyi-dredehongbioside. is reported for the

first tme,

Il, a-methyi-dredehongbioside, colorless needles (from MeOH), bitter, mp. 184—
186°C,[a]Z -+ 74.5°(c = 0.52, MeOH). Anal. Cald(%) for C,,H,0,:C52.17, H8.07;
Found; C52.23,H8.22. IR»X*. 3370, 1443, 1419, 1375, 1268, 1218, 1168,1127,1060
cm™'. MS(m/e,%);: 322(M™*,3),291(M*-OCH,,15), 273(M*~OCH,-H,0,12), 258,
246,232, 222, 159, 145, 141, 128, 95, 87, 85, 74 (base peak, 100), 59. ‘H NMR3
(CDCL): 4.73(1H, dd, j= 4.0 Hz, J= 1.5Hz, C-1-H), 4.55(1H, d, j — 8.0Hz,
C-I'-H), 3.79(1H, dd, j = 3.0Hz, j = 3.0Hz, C-3-H), 3.00(1H, dd, j — 9.0Hz,
j=9.0Hz, C-4-H), 2.22(1H, m, C-2-Ha), 1.60 (1H, m, C-2-He), 1.33(3H, d,
J = 6.0Hz,C-5-CH,), 1.31(3H,d, j = 6.5Hz, C-5-CH,), 3.68(3H,s, C-3-0OCH.),
3.31(3H,s,C-1-OCH.)., "C NMR data were seen 1n Table 1.

[V, tri-acetyl-a-methyl-dredehongbioside, colorless granular (from MeOH),
mp. 135—137°C, [a)® + 88.2°(c = 0.50, MeOH), MS(m/e, %): 488 (M*, 2), 388
(M*-HOAc,2), 357(M*-OCH,-HOAc,33), 288, 187, 127, 116, 85, 74, 59, 43(base
peak, 100). 'H NMR 5(CDCL,): 5.25(1H, ddd, j— 11.0Hz, j = 9.0Hz, j = 5.5Hz,
C-3-H), 4.86 (1H, d, ) == 8.0Hz, C-1"-H), 4.69 (1H, dd, j— 4.0Hz, J = 1.5Hz,
C-1-H), 4.58(1H,m,C-2'-H),3.94(1H,dd,) = 3.0Hz,) = 3.0Hz,C-3-H),3.64(1H,
m,C-5-H), 3.22(1H,dd, j=9.5Hz, j= 8.5Hz, C-4-H), 2.30(1H, m, C-2-Ha),
4.67(1H, m,C-2-He), 1.31(3H, d, j= 6.5Hz, C-5-CH)), 1.17(3H,d, J— 6.0Hz,
C-5-CH,), 3.47 (3H, s, C-3'-OCH;), 3.30 (3H,s, C-1-OCH,), 2.10(6H, s, C-2',

O o

I |
C-4 -CcH,), 2.¢3(3H,s,C-3-CCH,).

Key words Dregea volubilis; Dregea; 3-O-methy -6-deoxyailose. Oleandrose;
Olivose; a-methyl-pachybioside; a-methyl-dredehongbioside



