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genated aromatic ring. The IR spectrum showed in-
tense absorption at 1730cm™! (C=0O, ester) and the
!H NMR spectrum (Table 1) was in agreement with a
1,2,3,4-tetrasubstituted aromatic ring with O-isopentenyl,
MeCHOOCCHMe; and two methoxyl groups as sub-
stituents. The chemical shifts for the two aromatic protons
(67.19)in the 'H NMR and the aromatic carbon atoms in
the 3C NMR (Table 2), showed that two methoxyl
groups were at C-1 and C-3, and the O-isopentenyl group,
at C-2. All these data allowed us to identify 3 as 5-(1'-
isovalerianoyloxy)ethyl-2-O-isopentenyl-1,3-di-O-methyl-
pyrogallol.

Table 1. *"H NMR spectral data for 1, 1a, 2 and 3 [200 MHz,

CDCl,, J (Hz) in parentheses]

H 1 1a 2 3

H-4 — — — 7.19s

H-6 691s 7.11s 6.96s 7.19s

H-I' — — — 5969 (6.9)
H-2 295q(72) 28949 (72) 290q(73) 1.52d(69)
H-3¥ 1231 (7.2) 123:(7.2) 1.22:(73) —

H-4 — — 458d (7.2) 4.58d (74
H-5 — — 549 (12) 5.52:(74)
H-7 — — 1.72s 1.68s

H-8 —_ —_ 1.74s 1.75s
H-10 — — — 2.27d (6.3)
H-11 — — — 217m
H-12 — — — 0.99d (6.5)
H-13' — — — 0.994d (6.5)
OMe 3.85s 3.82s 3.77s 3.90s
OMe 3.95s 3.86s 3.88s 3.90s
2-OAc — 236s — —
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EXPERIMENTAL

Mps are uncorr. UV spectra were recorded in MeOH and
optical rotations in CHCl,. !*C and 'H NMR were recorded in
CDCl, on a 200 MHz spectrometer. Chemical shifts are reported

Table 2. **C NMR data of compounds 1, 1a,2and 3

(503 MHz, CDCl,)

Carbon 1 1a 2 3
1 15300 15011 15318  153.84
2 14010 13704 14278  129.73
3 13519 14602 13520  153.84
4 14621 13702 14583 10637
5 11133 12935 11420 14244
6 10685 10673 10721 10637
v 20521 19943 20534 7077
bl 3142 3528 3166 2581

3 846 8.24 835  —
& — — 7014 6971
5 — — 12032 12050
6 — —~ 13880 13860
7 — — 2578 2581
8 — — 1805 17.32
9' — — — 11252
10 — — — 4322
1 — — — 2547
12 — — — 2242
13 — — — 242
OMe 5694 5650 5702 5646
OMe 6080 6138 6090 5646

OAc — 16781 — —

— 2014  — —

OAc — 16892  — —

— 2078  — —
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in d-values downfield from int. TMS and the coupling constants
are quoted in Hz.

Collection and extraction. L. pallida subsp. flaveola, was
collected in the Sierra de Béjar (Candelario, Salamanca, W. Spain)
at the end of May, 1982. The plant material was identified by
Prof. M. Ladero, from Botany Department of the Faculty of
Pharmazie (Salamanca) where a specimen is held (Herbarium No
8556).

Aerial parts of the plant (3.5 kg), air dried and finely ground,
were extracted with hot CHCl,-MeOH (4:1). The extract was
concd in vacuo and the residual syrup (204 g) extracted with
EtOH-H,O (2:3). The alcoholic soln was extracted with CHCl,.
The CHCI, extract was washed with aq. NaHCOQ,, dried and the
solvent removed to give 10.8 g of residue. This was chromato-
graphed on silica gel (hexane, hexane-EtOAc) giving 1 (41 mg), 2
(36 mg), 3 (73 mg), 4 (137 mg), 5 (30 mg), (+)-sesamin (92 mg)
and cumambrin A (180 mg).

4-Hydroxy-5-propionyl-1,3-di-O-methylpyrogallol, 1. Colour-
less solid, mp 122-123° UV A, nm (g): 217 (5200), 284 (3480);
AAICI-HCL: 213 (6989), 312 (5000); IR v, cm™': 3500, 1640,
1600, 1500, 1210, 1180, 1110, 1075, 1025, 850; Acetylation of 1
gave la, viscous oil; IR v, cm™ 1. 1770, 1695, 1605, 1500, 1240,
1210, 1180, 1150, 1075, 930, 880, 815; EIMS m/z (%) 310 [M]*
(4.2), 268 (33), 226 (100), 197 (93), 182 (3), 167 (2), 139 (1).

4-Hydroxy-5-propionyl-1,3-di-O-methyl-2-O-isopentenylpyro-
gallol, 2. UV A, nm (e): 242 (5800), 275 (8930) nm; AAICI-HCI,
238 (6074), 300 (7618); IR v,,,. cm™*: 3500, 1645, 1605, 1500,
1240, 1170, 1120, 1080, 950, 840. :
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5-(1'-Isovalerianoyloxy)ethyl-2-O-isopentenyl-1,3-di-O-meth-
yipyrogallol, 3.

AHg 578 546 436 365
« 116 —1046 —s60 —6.74 € 043

UV 4,,,, nm (g): 215 (5000), 284 (8590); IR v, cm™':1730,1630,
1590, 1500, 1240, 1180, 1130, 1050, 970, 860, 830.
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