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Chemical Constituents of the Fermentation Broth of Antrodiella zonata
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Abstract: Eight compounds were separated and purified from the ethyl acetate extracts of the fermentation broth of Antro—
diella zonata by silica gel RP-18 Sephadex LH20 column chromatography respectively. Their structures were identified
as antrodiellone (1) 22E-7a-methoxy-5Sa 6a-epoxyergosta-8( 14) 22-dien38-ol (2) 38 Sa-dihydroxy-6B8-methoxyer—
gosta] 22-diene (3) 6-bromo- H-indole3-carboxylic acid ethyl ester (4) 6-bromo- H-indole3-carboxylic acid ( 5)
4-hydroxyphenethyl alcohol ( 6) 5~ 2-hydroxyethyl) furan2-carboxaldehyde (7) and cyclo{ Ld.eu — L-Val) (8).1
was a new compound. The other compounds were isolated from A. zonata for the first time.
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( - 20%) Sephadex LH-20 ( )
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D - 60%) -
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1 1 1D 2D NMR (600/150 MHz CD,0D)
Table 1 1D and 2D NMR data of 1 at 600/150 MHz respectively in CD,0D
Position Su(J Hz) Sc HMBC ( HC) "HZH COSY
1 2.24 s 30.6 CH; Cc2 C3
2 215.8 C
3 56.1 C
4 2.56 ddd (14.5 3.6 3.6)1.69 m 35.4 CH, C2 C3 C5 C6 C8 CH H-S5 H8
5 3.90 m 70.5 CH C3 C4 C-o H-6 H4a H4b
6 3.44 ddd (11.7 4.8 3.0) 73.0 CH Cs5 CH H-5 H7a HTb
7 1.67 ml.52 m 26.8 CH, C3 C6 C8 H-6
8 2.21 m 27.4 CH, C2 C3 C4 H4
1.39 m C6 CH
9 38.7 C
10 1.40 m1.17 m 34.7 CH, C9H C4d1 C43 C44 H41
11 1.45 m 28.7 CH, c4d0 c42 H40
12 3.50 t(6.0) 63.7 CH, C40 Cd1 H41
13 0.88 s 22.9 CH, €3 C9 C40
14 0.91 s 23.0 CH, C3 C9 C40
NENL mAU| A
oH H CH, 40
HO 30
\wa 20
10
1 0
0123456738
1 1 ROESY t(min)
Fig. 1  Chemical structure and ROESY correlations of 1
mAU|B
6
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0
HPLC -2
N SunFire Prep Silica( 4.6 mm x 150 255.075 (100 )12-5 150 17.5
tr(min,
mm 5 pm) ;2. CHIRALPAK AD-H(4.6 mm N
x250 mm 5 pm) 1 mL/min - 2 1 (A) (B)
HPLC
(20:80) 254 nm.,
(A Fig.2  HPLC chromatograms of compound 1 under normal
(A) phase column ( A) and chiral column ( B)
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2 CyH,O,; : ESI-MS ( posi-
tive) m/z 465 M + Na *;'H NMR ( CDCl, 600
MHz) 8:5.22 (1H dd J = 15.2 7.2 Hz H=23)
5.18 (1H dd J = 15.3 7.7 Hz H22) 4.16 (1H
dJ =26 Hz H7) 3.93 (1H m H3) 3.41

(3H s OCH,) 3.20 (1H d J = 3.1 Hz H-)
1.21-~2.51 (20H m ) 1.02(3H d J =
6.7 Hz H21) 0.92 (3H d J = 6.8 Hz H=28)

0.87 (3H s H48) 0.86 (3H s H49) 0.84 (3H
dJ =6.7Hz H26) 0.82(3H d J = 6.8 Hz H-
27) ;" C NMR ( CDCl, 150 MHz) &:153.3 (s C-
14) 135.3 (d C22) 132.1 (d C23) 122.5 (s
C8) 72.6 (d CF) 68.8 (d C3) 65.2 (s C5)
58.5(d C6) 56.7 (d C47) 54.5 (q OCH,)
42.8 (d C24) 40.2 (d C9) 39.6 (t C4) 39.3
(d C20) 36.5(t C42) 35.9 (s C40) 33.1(d
C25) 32.1 (t Cd) 31.2 (t C2) 27.2 (t C-
16) 24.9 (t C45) 21.2 (q C21) 20.0 (q C-
26) 19.7 (q C27) 19.2 (t C4d1) 18.2 (q C-
18) 17.6 (q C28) 16.5 (q CH9) .

¢ 22 E9 a-methoxy—
S5a 6a-epoxyergosta-8( 14) 22-dien-38-ol.

3 CyH,O;; ; ESI-MS ( posi—

tive) m/z,67 M + Na *;'H NMR ( CD,0D 600
MHz) &:5.40 (1H m HE) 5.24 (1H dd J =
15.2 7.0 Hz H23) 5.20 (IH dd J = 15.2 7.5
Hz H=22) 3.96 (IH m H3) 3.37 (3H s
OCH;) 3.15(1H d J = 4.8 Hz H#6) 1.292.12
(22H m ) 1.05 (3H d J = 6.7 Hz H-
21) 0.98 (3H s H49) 0.95 (3H d J = 6.8 Hz
H=28) 0.87 (3H d J = 6.8 Hz H27) 0.85 (3H
d J =6.8 Hz H26) 0.62 (3H s H48);"”C NMR
(CD,0D 150 MHz) 6:144.5 (s C8) 137.0 (d C-
22) 133.2(d C23) 116.0 (d C4) 83.9 (d C-
6) 77.0 (s C5) 68.3 (d C3) 58.2 (q OCH,)
57.4 (d C47) 56.1 (d Cd4) 44.7 (s C43)
44.4 (d C9) 43.8 (d C24) 41.8 (d C=20)
40.7 (t C42) 40.6 (t C4) 38.3 (s CH0) 34.4
(d C25) 33.7(t C4d) 31.7(t C2) 29.2 (t C-
16) 24.0 (t C45) 23.0 (t Cd1) 21.7 (q C-
27) 20.5 (q C26) 20.1 (q C=21) 18.8 (q C-

19) 18.2 (q C28) 12.7 (q C48) .
> 38 Sa-dihydroxy—
6B-methoxyergosta/ 22-dienes
4 C,, H,BrNO,; ; ESI-MS
( negative) m/z 188 M-Br - 'H NMR ( CD,0D 600
MHz) 6:8.06 (1H d J = 7.3 Hz H4) 7.95 (1H
s H2) 7.44 (1H d J = 1.2 Hz HY) 7.19 (1H
dd J =7.3 1.2 Hz H5) 4.36 (2H q CH,) 1.42
(3H t CH,);”C NMR ( CD,0D 150 MHz) §:167.6
(s C8) 138.2 (s CHa) 133.2 (d C=2) 127.3
(s C3a) 123.7 (s C-6) 22.5 (d C5) 121.9
(d C4) 113.0(d CH) 108.5 (s C3) 60.8 (t
CH,) 14.9 (q CH,) . o7
6-bromo- H-indole-3-earboxylic
acid ethyl ester
5 CyH¢BrNO,; ; ESI-MS
( negative) m/z 160 M-Br - 'H NMR ( CD,0OD 600
MHz) 6:8.06 (1H d J = 7.3 Hz H4) 7.95 (1H S
H2) 7.44 (1H d J = 1.2 Hz HY) 7.19 (1H dd J

= 7.3 1.2Hz HS) ., s
6-bromo- H-indole-3—carboxylic acid.
6 CyH,O,; ;'H NMR

(CD,0D 600 MHz) &:7.03 (2H d J = 8.1 Hz H-
26) 6.70 (2H d J = 8.1 Hz H3 5) 3.68 (2H
tJ =7.3Hz H8) 2.71 (2H t J = 7.3 Hz H-
7) » ’

7 C,H,0;; L ESIMS ( posi—
tive) m/z 141 M +H *;'H NMR ( CD,0D 600
MHz) &:9.53 (1H s CHO) 7.40 (1H d J = 3.5

Hz H3) 6.60 (1H d J = 3.5 Hz H4) 3.67
(2H t HF) 2.58 (2H t H$) ;" C NMR ( CD,0D
150 MHz) §:179.5 (d CHO) 175.0 (s C-5)
163.2 (s C2) 124.9 (d C3) 110.9 (d C4)
57.6 (t C7) 30.1 (t C-6) . 10
5- .
8 C, H,N,0,; :'"H NMR

(CD,0D 600 MHz) &:3.95 (1H m H3) 3.78
(1H m H%) 2.23 (1H m HY) 2.06 (1H m H-
11) 1.75 (1H m H40a) 1.61 (1H m H-Ob)
1.05 (3H d J = 7.1 Hz H=8) 0.95-0.98 (9H m
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H9 12 13);"”C NMR ( CD,0D 150 MHz) &:171.3

(s C2) 169.7 (s C5) 61.5 (d C6) 54.4 (d
C3) 46.0 (t C40) 33.7 (d CF) 25.3 (d C-
11) 23.6 (q C43) 21.8 (q C42) 19.3 (q C-
8) 17.8 (q C9) . "
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