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Studies on the Constituents of Osmanthus Species. XXII. Two New Secoiridoid Glycosides
from the Leaves of Osmanthus fragrans LOUR. var. aurantiacus MAKINO

Koichi MAcHIDA, Megumi YAMAUCHI, and Masao KIKUCHI
(Received November 20, 2009)

Two new secoiridoid glycosides, named demethyl 10-acetoxyligustroside (1) and demethyl 10-acetoxyisoligustroside
(2), were isolated from the leaves of Osmanthus fragrans LOUR. var. aurantiacus MAKINO. Their structures were
established on the basis of NMR, MS and chemical data. The NMR spectral features of these compounds are almost
superimposable, however, 1 and 2 can be distinguished by the chemical shifts of the H-3, C-3 and C-4 in their NMR

spectra.
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Fig. 1. Structures of Compounds 1 and 2
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Fig. 2. Main HMBC Correlations

Heavy lines indicated partial structures inferred from 'H-'H COSY.
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Table 1. 'H-NMR Data for Compounds 1 and 2 (400 MHz, CD;0D)

Position 1 multiplicity (J, Hz) 2 multiplicity (J, Hz)

1 597 br s 593 br s

3 752 s 743 s

5 399 dd (100, 3.7) 401 dd (100, 39)

6 249 dd (15.1, 10.0) 246 dd (151, 10.0)
281 dd (151, 37) 287 dd (151, 39)

8 6.08 br t (6.3) 6.06 br t (6.3)

10 458 ddd (132, 6.3, 15) 462 ddd (134,6.3,1.7)
476 br dd (132, 81) 477 dd (134, 83)

10-OCOCH; 201 s 201 s

U 482 d (7.8) 482 d (7.8)

2 3.39, overlapped 3.39, overlapped

3 3.39, overlapped 3.39, overlapped

4 3.39, overlapped 3.39, overlapped

5 3.39, overlapped 3.39, overlapped

6 367 dd (120,59) 367 dd (120, 5.6)
389 dd (120, 1.7) 388 dd (120, 1.7)

a 413 dt (107, 7.1) 412 dt (107, 7.0)
424 dt (107, 7.1) 4.23 dt (107, 7.0)

p 282brt (7.1) 282brt (7.0)

2’6" 705d (85) 705d (85)
3", 5 6.71d (85) 6.71d (85)

Table 2. BC-NMR Data for Compounds 1 and 2(100 MHz,

CDs0D)
Position 1 2
1 94.2 94.0
3 154.8 1532
4 ca. 10954 ca. 1129#
5 32.6 330
6 41.1 412
7 173.0 1731
8 1242 1238
9 134.2 134.8
10 619 62.1
11 ca. 1700 ca. 1706
10-OCOCH; 172.6, 20.8 1726, 20.8
1 1009 100.9
2 74.8 74.8
3 78.6 785
4 715 715
5 780 78.0
6’ 62.8 62.8
a 67.0 66.9
B 35.2 35.2
1” 130.0 130.0
2, 6" 131.0 131.0
3, 5" 1164 1163
4" 1571 157.1

2 Not detected directly, but the chemical shifts were
obtained approximately from the HMBC spectra.

1.d.x 30 cm, Tosoh); mobile phase, MeOH-H,0 (4:7,
4:11); flow rate, 1.0 ml/min; UV detector, 205 nm;
column temperature, 40C. column, Cosmosil 5SL (10
mm id. %25 cm, Nacalai); mobile phase, CH,Cly-
MeOH-H,O (70:10:1); flow rate, 1.5 ml/min; UV
detector, 225 nm; column temperature, room
temperature] L C, {b&W 1 (125 mg) O 2 (105
mg) %7z

Demethyl 10-acetoxyligustroside (1) 44
*, [a]Z—175.1°(c=0.26, MeOH). UV Apa (MeOH)
nm (log ¢ ): 203 (4.1), 225 (4.3), 277 (33). FAB-MS
/- 591 [M+Nal]*. HR-FAB-MS #,: 591.1686
(IM+Na]l*, Caled for CyHs01.Na; 591.1690). tH- (400
MHz, CD;0D) and “C-NMR (100 MHz, CD;0D):
Tables 1 and 2.

Demethyl 10-acetoxyisoligustroside (2) 45
BK. [al5—1510°(c=0.12, MeOH). UV Ay (MeOH)
nm (log e ): 201 (4.2), 224 (4.2), 276 (33). FAB-
MS %, 591 [M+Nal*. HR-FAB-MS %,: 591.1686
([M+Nal*, Calcd for CyHs014Na; 591.1690). 'H- (400
MHz, CD;0OD) and 3C-NMR (100 MHz, CD;0D):
Tables 1 and 2.

L&MW1, 2 DIEFOMHEIEE LEW1, 2 (ca
05 mg) %4 45% HCl (5ml) (Z&EH» L, KK ET
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