Kor. J. Pharmacog.

4 ok % 8 A |
3(1) : 21~22(1972)

A New Diterpenic Glucoside of Siegesbeckia pubescens

Jae Hoon K

Natural Products Research Institute, Seoul National University, Seoul, Korea

3149 A =% Diterpene Hj g o Z3}od

&

Agd g QAT

S vt EEEA A SRR da 2olx Sl BHRE UA SR Siegesbeckia pubescens
9 BERA Z FYRSLEAE olu HE AY CyuHyO4 mp 192~193° (@) -22 (in dioxane),
B2 CyoHso04 260.2°(a)% -88 (in pyridine) o) {bEfik 2 ABIEAE W3l » ok

2 AT Ae wive A 2 EEE compound (D) CoeHuOs mp 225~6° [a)F 408 fof =
o BBy HR 2 AER o AReEA (LEEEE wpsdt

A New diterpene glucoside(I) {CyHuOs mp. 225~6°
(EtOH), [a}%-40(c.1% EtOH). IR: » KB cm™! 333
0, 1060, 1020, 1075 (OH), 1670 (CC=C—H), 1650
(C=C) 850, 840 one pair of bonds (RR’'C=CR’'H)
1380, 1365 doublet (> C-—CHsCHa), 1195 (>CO).
NMR(z): 5.2bs. &>C=—H—C—) 0.83, 1.05 (CHs)}
was isolated from methanol extract of Siegesbeckia
pubescens.

Acetylation of (I) with acetic anhydride and pyridine
at room temperature afforded a hexaacetate(Il) {CssHss
Ou mp, 128°(EtOH), ()7 -43.2(C. 1% MeOH).
IR; » X2 ¢m™ 1735 (O=—C—0—), 1240. NMR
(+): 5.3bs (>C=C—H) 0.85, 1.03(CHy)}.

Hydrolysis of (I) with g-glucosidase at 36° for 60
hours gave 1 mole of glucose(glucoosazone mp 208°)
and an aglycone(lll) {CyHuOs; mp 163°(EtOH),
(@)%-10(c. 1% EtOH) IR: » K27 cm 3280, 1085, 1060,
1030, 1015 (OH), 1455, 1380, 1365 doublet C>CCHs
CHy), 1195. (=C=1675 (RR'C=C——R"H), 1640
(C=C), 855, 838 one pair of bonds (RR'C=CR’’H).
NMR(2): 5.2bs (>C=C—H), 0.83, 1.0(CH3)}.

Oxidation of (III) with sodium metaperiodate gave
formaldehyde together with nor-aldehyde(IV) {Ci5H5,02
mp. 114.5(EtOH). [a)¥-77(c. 1% EtOH). IR:» KZr
¢m~! 3280, 1085, 1035 (OH), 1720 (0=C—H), 2,720

(—CHO:6CH)}. The IR spectra show that a hydroxyl
group of nor-aldehyde is secondary.

Huang-Minlon reduction of the nor-aldehyde(IV)
gave a mono-nor-alcohol(V) {CyoHs,O mp 137 5 (2)%
-40(EtOH), v XBr em™! 3200, 1085, 1025 (OH), 1670
(RR’C=CR"H), 1640 (C=C) 1455 1380, 1355 doublet
(>C——CHsCHs), 1195 (>C<), 862, 858 one pair
of bonds RR””>C=CR"”H. NMR (z): 5.2b5s (>C=C
—H), 0.8, 0.81, 0.92, 1.0(CH3)}.

Oxidation of mono-nor-alcohol(V)with Sarett reagent
gave a ketone(VI) {CiHgO mp. 97~8°, [al® -43.5
(EtOH), » X2 ecm1 3320 (overtone), 1695 (>C=0),
1100 (ali. ketone) 1425cm™! (anactive methylene group
is also present). NMR (): 0.95, 0.97, 1.0, 1.08
(CHy), 5.276s(>C=C—H), 2.87d. 2.66d. (J=12.75
¢/s, 1 H part A of an AB system)}.

A reduction product of the ketone(VI) by Huang-
Minlon method was identified with CiHg(VII) mp
42°, (a)% -28.72, which was derived from compound
A.

This evidence, together with the spectral and chem-
ical data of (I) and (II),

structure of the aglycone is as shown in Cmarr I.

suggests that the partial

NMR spectra of the ketone (VI) show two lines at
2.89 and 2.66(J=12.75¢/s, IH part A of an AB
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Chart (II) Derivatives of glycoside and aglycones
system). These can be attributed to one proton of a and L. K. Woo for their encouragement and advice
methylenic group both allylic and adjacent to a carbo- and Miss S. J. Oy for technical assistance.
nyl function. This fact indicates that the secondary
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