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Constituents of Mushrooms. XXV. Structures of New Aromatic Compounds from

the Fruiting Bodies of Hericium erinaceum (BuLL.: Fr.) PEgs.

Yasunori Yaorra, and Masao KikucHr

(Received November 22, 2005)

Three new aromatic compounds, 6-[(2'E)-3',7'-dimethyl-5'-0x0-2',6'-octadienyl]-7-

hydroxy-5-methoxy-1(3H)-isobenzofuranone (1), 5-{(2'E)-3',7'-dimethyl-5'
octenyll-4-hydroxy-6-methoxy-1(3H)-isobenzofuranone (2) and 3,4-dihydro-5

methyl-2-(4"-methyl-2'-ox0-3'-pentenyl)-

-hydroxy-2'-
-methoxy-2-

9(7H)-oxo-2H-furol3,4-hlbenzopyran (3), were

isolated from the fruiting bodies of Hericium erinaceum (BuiL.: Fr.) Pers. (Hericiaceae).

The structures of the new compounds were elucidated on the basis of spectral data.
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Y~ 7 v ¥ Hericium erinaceum (BuLL.:
FR) Pers. (&, > T\ % 7 Fk (Hericiaceae)
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FVH: 6, 1.79 (3H, d, J = 0.7 Hz, H,-9"), 1.85
(3H,d,J = 1.1 Hz, H;-8'), 2.13 (3H,d,J = 1.1 Hz,
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342 (2H,d,J = 7.3 Hz, H,-1)1, A ¥ HE 6y
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L7z (Fig. 1). S & bEW1 o % 6-
[(2'E)-3',7'-dimethyl-5'-0x0-2',6'-octadienyl]-7-
hydroxy-5-methoxy-1(3H )-isobenzofuranone & it
EL7z.
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MWEL. IR A7 FLi Perkin Elmer
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L7z. UV A% b)li Beckman DU-64 %% H
Wl L7z, HR-EI-MS 13 HAE T JMS-DX
303 M4 v CllE L7z, 'H- KU BC-NMR A
~R7 MVIFHAET JNM-LA 600 B AL,
NEREEHER ' |2 tetramethylsilane (TMS) %
WTHlE L7z (M55 s = singlet, d = doublet, dd
= double doublet, ddd = double double doublet, t
= triplet, qq = quartet quartet, m = multiplet, br =
broad). b5 7 Mo fH (ppm) TiRL, #
GEH J) EHa TELA YUATF VAT L
yuax 7774 —I13FEHF L LT Kieselgel 60
(Merck, 230 —400 mesh) %/ L7z, 58
HPLC i, Y —#ERE (K7, CCPD; #ili
%, R1-8010, UV-8010) % fHH L 7-.
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U< h27 57 14— [nhexane —AcOEt (7 :3—
1: 7, AcOEt, MeOH) ] 124 L THHE # 4TV, 7
7 vay (fr.) 1—32 #1572, kI, fr. 14
%47 HPLC [column, TSKgel ODS-120T (7.8
mm i.d. X 30 cm, Tosoh) ; mobile phase, MeOH —
H,0 (7:1); flow rate, 1.0 ml/min; column temp.,
40 C; detection, RI and UV (255 nm)] (2fF L,
ftaw1 (0.3 mg), fE&W2 (0.1 mg) KRUME
A3 (03mg) %157,

6-[ (2'E)-3', 7-Dimethyl-5'-0x0-2',6'-octadienyl]-
7-hydroxy-5-methoxy-1(3 H)-isobenzofuranone
(1) \EAAMRY. UV AL, (MeOH) nm (log e):
219 (4.6), 250 (4.3), 292 (3.5). IR v,,, (CHCL,)
cm': 3453, 1749, 1680, 1605. HR-EI-MS m/z:
330.1475 (M*, Caled for C,gH,,0s; 330.1467). H-
NMR (600 MHz, CDCly) 6: 1.79 (3H, d, J = 0.7
Hz, H;-9'), 1.85 (3H, d, J = 1.1 Hz, H,;-8'), 2.13
(3H, d, J = 1.1 Hz, H;-10"), 3.02 (2H, s, H,-4"),
3.42 (2H, d, J = 7.3 Hz, H,-1'), 3.90 (3H, s,
CH,0-5), 5.24 (2H, s, H,-3), 5.33 (1H, t,J = 7.3
Hz, H-2"), 6.09 (1H, qq, J = 1.1, 1.1 Hz, H-6"),
6.49 (1H, s, H-4), 7.74 (1H, s, OH-7). C-NMR
(150 MHz, CDCl,) ¢: 16.4 (C-9'), 20.7 (C-10"),
21.8 (C-1'), 27.7 (C-8'), 55.5 (C-4'), 56.2
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Fig. 1.
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(CH;0-5), 70.4 (C-3), 96.1 (C-4), 104.3 (C-Ta),
116.2 (C-6), 122.8 (C-6"), 126.3 (C-2'), 130.4
(C-3"), 146.1 (C-3a), 154.6 (C-7), 155.6 (C-7"),
164.8 (C-5),172.8 (C-1),199.5 (C-5').

5-[ (2'E)-3',7"-Dimethyl-5-hydroxy-2'-octenyl]-4-
hydroxy-6-methoxy-1 (3H)-isobenzofuranone (2)
HEAIRY. UV A ., (MeOH) nm (log ): 212
(4.6), 258 (4.1), 295 (3.6). HR-EI-MS m/z:
334.1767 (M*, Caled for C,gH,,0,; 334.1780). 'H-
NMR (600 MHz, CDCl,) 48: 0.93, 0.94 (each 3H,
d, J = 6.6 Hz, Hy-8', H,-10'), 1.25 (1H, m, H-6'),
1.41 (1H, m, H-6'),1.76 (1H, m, H-7"), 1.86 (3H,
s, Hy-9"), 2.07 (1H, dd, J = 13.6, 10.3 Hz, H-4"),
225 (1H, br d, J = 13.6 Hz, H-4"), 3.49 (1H, m,
H-1)), 3.60 (1H, dd, J = 16.5, 6.2 Hz, H-1'), 3.86
(1H, m, H-5'), 3.87 (3H, s, CH,0-6), 521 (2H, s,
H.-3),5.35 (1H, m, H-2"),6.97 (1H, s, H-7).

3,4-Dihydro-5-methoxy-2-methyl-2- (4-methyl-2'-
0x0-3'-pentenyl)-9 (7H)-oxo0-2H-furo [3,4-h]
benzopyran (3) HERHAY. [ali+0" (¢ =
0.03, MeOH) . UV A,..(MeOH) nm (log e): 220
(4.3),250 (4.0),285 (3.4).1R v, (CHCl) cm®:
1752, 1672, 1604. HR-EI-MS m/z: 330.1490 (M*,
Calcd for C,yHy,05; 330.1467). '"H-NMR (600
MHz, CDCl,) 6:1.45 (3H,s, CH,-2), 1.91 (3H, d,
J = 1.1 Hz, H-5'), 1.97 (2H, m, H,-3), 2.14 (3H,
d,J = 1.1 Hz, H,-6'), 2.60 (1H, dd, J = 17.6, 7.0
Hz, H-4), 2.66 (1H, ddd,J =176, 6.2, 6.2 Hz, H-
4),2.76 (1H,d,J = 14.3 Hz, H-1'), 2.88 (1H,d,J
= 14.3 Hz, H-1'), 3.90 (3H, s, CH,0-5), 5.14 (2H,
s, H,-7), 6.41 (1H, br s, H-3"), 6.42 (1H, s, H-6).
BC-NMR (150 MHz, CDCl,) ¢: 16.8 (C-4), 20.9
(C-6'), 24.0 (CH,-2), 27.7 (C-5"), 30.0 (C-3),53.4
(C-1'), 56.0 (CH,;0-5), 68.4 (C-7), 76.8 (C-2),

94.7 (C-6), 106.1 (C-9a), 111.0 (C-4a), 125.1

(C-3), 149.0 (C-6a), 156.3 (C-4), 163.0 (C-5),
198.5 (C-2'). Signals of C-9 and C-9b were not

observed.
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