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Table S1. *H NMR data for compounds 1-3 (DMSO-d;) and 10r (CD;0D)

1 2 3 10r

POs: on, mult. (Jin Hz) on, mult. (Jin Hz) on, mult. (Jin Hz) on, mult. (Jin Hz)
la 2.06, m 2.08, m 1.77,m 2.11, m
1b 0.95, m 0.94, m 0.82, m 1.08, m
2a 171, m 1.70, m 1.66, m 1.71-1.86,*m
2b 0.95, m 0.95, m 0.96, m 1.01, m
3 1.48, m 147, m 1.46, m 1.52, m
4a 171, m 1.71, m 1.72, m 1.71-1.86, m
4b 0.73, g (12.6) 0.73,q (12.4) 0.74, m 0.78, g (12.0)
5 1.78, m 177, m 1.72, m 1.71-1.86,*m
6 5.38, brd (9.9) 5.38, brd (9.9) 5.38,brd (9.8) 5.41, brd (9.9)
7 5.60, ddd (9.9, 4.3,2.8) 5.59,ddd, (9.9,4.2,2.8)  5.58,ddd (9.8, 4.1, 2.6) 5.61, ddd (9.9, 4.5, 2.8)
8 2.62, m 2.63, m 2.74, m 2.76, m
9 2.69, dd (11.6, 5.9) 2.68, dd, (11.5, 6.0) 4.34,dd (11.3,5.7) 2.91, dd (11.6,5.9)
10 1.29, m 1.29, m 1.46,m 1.39, m
1 0.88, d (6.5) 0.88 d (6.5) 0.87,d (6.5) 0.93, d (6.6)
12 1.04,d (7.0) 1.03, d (7.0) 0.74,d (7.1) 1.11,d (7.1)
17 7.08,s 7.05,s 7.57,d (6.0) 7.37,s
21 3.57,dd (3.1, 2.7) 3.44,d (8.6) 4.90, d (10.0) 3.73,d (2.0)
22 4.39,brs 3.19,dd (8.6, 7.4) 3.68,ddd (10.0, 7.3,2.9)  4.60, brs
23 3.7, m 3.40, m 3.87, brs 3.83,ddd (11.6, 4.9, 2.3)
24a 1.61, m 1.82, m 1.86, m 1.71-1.86,*m
24b 111, m 1.25, m 1.52, m 1.35,m
25a 1.66, m 2.18, m 2.67, m 1.71-1.86,*m
25b 151, m 1.53, m 1.36, m 1.71-1.86,*m
NH 11.36, s 11.15,s 11.54,d (5.1)
20-OH 5.21,s 5.27,s
21-OH 5.33,d (3.1)
22-OH 4.90, d, (7.3)
23-OH 458, s

& Overlapped signals.



Table S2. *C NMR data for compounds 1-3 in DMSO-ds

1 2 3
pos.
J¢, type o, type J¢, type
1 29.1, CH, 29.2, CH; 29.4, CH,
2 34.9, CH, 34.9, CH; 35.0, CH;
3 32.5,CH 32.5,CH 32.5,CH
4 41.1, CH, 41.1, CH, 41.3, CH,
5 41.2,CH 41.2,CH 41.3,CH
6 130.2, CH 130.3, CH 130.4, CH
7 131.2, CH 131.2, CH 131.6, CH
8 32.1,CH 32.1,CH 30.6, CH
9 48.4, CH 48.5, CH 51.6, CH
10 36.0, CH 36.0, CH 35.8, CH
11 22.4, CH3 22.4, CH3 22.4, CH3
12 17.5, CH; 17.5, CH3; 17.7, CH;
13 170.1,C 170.4,C 210.0,C
14 121.6,C 1245, C 106.4, C
15 1555, C 157.6, C 161.6, C
17 127.8, CH 130.4, CH 140.8, CH
18 112.8,C 112.4,C 115.7,C
19 157.8,C 1585, C 176.1,C
20 69.0, C 76.3,C 75.0,C
21 68.3, CH 77.7,CH 67.6, CH
22 83.6, CH 74.5, CH 72.0, CH
23 69.4, CH 71.6, CH 69.4, CH
24 26.5, CH; 28.2, CH; 26.2, CH;
25 36.6, CH; 32.5, CH; 30.0, CH;
20 4 :;
54
éj 5
g

Wavelength & [nm]

Figure SO. The ECD spectra of compounds 1-2



Figure S1. The *H-NMR spectrum of arthpyrone D (1) in CD;0D
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Figure S2. The **C-NMR spectrum of arthpyrone D (1) in CDs0OD
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Figure S3. The HSQC spectrum of arthpyrone D (1) in CD3;0D
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Figure S5. The HMBC spectrum of arthpyrone D (1) in CD3;0D
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Figure S7. The *H-NMR spectrum of arthpyrone D (1) in DMSO-dj
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Figure S8. The **C-NMR spectrum of arthpyrone D (1) in DMSO-d;s
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Figure S9. The HSQC spectrum of arthpyrone D (1) in DMSO-d,
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Figure S11. The HMBC spectrum of arthpyrone D (1) in DMSO-d;
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Figure S13. The (+)-HRESIMS spectrum of arthpyrone D (1)

Sample Name

UserMName

Sample Type
ACQ Method

7.307

Instrument 1

EISHE-37 A .d
1/11/2018 12:09:49 PM

BISHE-374 Position P1-C1 Instrument Name
Inj Yol 1 InjPosition
Sample IRM Calibration Status Sorme Ions Missed Data Filename
wis-isocratic elution-Hegative .m Comment Acquired Time
w10 5 -ESI Scanirt: 0.204-0.248 min, 5 scans) Frag=135.0% BJSHE8-374-d
2]
191
444 2032
181
171
16
151
OH
141 -
131 “y
(0]
1.2 OH
AN
1.1 HO |
1 N
0.8 H
LR
0.7
05l 112988
05
04
8894148
0.3 254.0663
0.2
" i I
. d L l| L 3326593 I e85 1am {579.3313
100 200 300 400 500 @00 700 @00 @00 1000 1100 1200 1300 1400
Caounts vz, hlazz-to-Charge (mz)
. 1 .
Figure S14. The "H-NMR spectrum of arthpyrone E (2) in CD;0D
— WM O T OO [o N4 = DD O N O e e 0D 0E O oM N
OO = —— OO —_0 = D00 e 000 e — IO O 00 00 P 00 ODD P 0
O W W WO WD = =T - OOOOO@OO O O Tt OO
Wb g g g g (\p_mmmmmmmmn NNNN;_'HN(\'(‘N o — I.
T——— s e e T B

log1=

|
. _,\_________J \L' L J e Jln'.‘_

rasy gy
[y o=
®»o oo

T

J L

0961

|
|

=

U

3

1.13
0.78

—

|
1

L

A
[

'AUIRY L P

T T
= O o= 0 oo
=R=R=-N- =95
o~ ™ — wom

10587

12



Figure S15. The *C-NMR and DEPT 135 spectrum of arthpyrone E (2) in CD;0D
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Figure S16. The HSQC spectrum of arthpyrone E (2) in CD3;0OD
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Figure S17. The *H-'H COSY spectrum of arthpyrone E in (2) CD;0D
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Figure S19. The NOESY spectrum of arthpyrone E (2) in CD3;OD
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Figure S20. The *H-NMR spectrum of arthpyrone E (2) in DMSO-d;s

EE'Z

e
Feze
Fiize

=45
— Seso]

L

10}
Moo._,

S6'0
wﬂmm 0

Ep6'0

ok

L_ Fzeo

"llmm_ W:.n 3

=880

=zl
=011

190

6.0
£1 (ppa

0.5 10.0

1.

15



Figure S21. The *C-NMR spectrum of arthpyrone E (2) in DMSO-d;
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100

Fii0

o o @ 130

140

£1 (oo



Figure S23. The *H-"H COSY spectrum of arthpyrone E (2) in DMSO-d;s
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Figure S25. The (-)-HRESIMS spectrum of arthpyrone E (2)
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Figure S26. The *H-NMR spectrum of arthpyrone F (3) in CD;0D
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Figure S27. The *C-NMR spectrum of arthpyrone F (3) in CD;0OD
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Figure S28. The HSQC spectrum of arthpyrone F (3) in CD3OD
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Figure S$29. The *H-"H COSY spectrum of arthpyrone F (3) in CDs0D
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Figure S30. The HMBC spectrum of arthpyrone F (3) in CD3;OD

Ho, P°H

-100
7 120
L]
_— o G 8 . 0 o , r
—E - 140
=160
] '
.
— ] (]
+ 150
=200
i 8 '
T T T T T T T T T T T T T T T T
7.5 7.0 BH &0 5.5 5.0 4.5 4.0 3.5 3.0 5 0 1.5 1.0 0.5 0.0
£2 (opal

£ {ppmd

£l (ppald



Figure S31. The NOESY spectrum of arthpyrone F (3) in CD3;OD
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Figure S32. The *H-NMR spectrum of arthpyrone F (3) in DMSO-dj

|

T
5

3

T T T
4.0

50

55

OH

HO,

S€L0
ht.} ¢
z68 0 Jorr
5 — Zor
9.6'0— e
. 9zl
zZez | — e
SEP b
0l 1T Berz
zes | 56 P
ma;m izl
908 |
ST
£05°Z L
m%.m.\ 00
BELT
s
£99°e— =511
9988 — =80}
sze'y
PrE b _
vag p— b =01
268 v 80
8086 U 950
“EB
98g 5~
595 G 60}
695 G
7i5'G
9/5'G
185G
85°G
765G
£95 / J
€15/ Fon
zes 1l
e

J =060

3.0

35

4.0

&0
£1 (ppm

&5

o

10.5 10.0 9.5 9.0 B85 8.0

1.0

21



Figure S33. The *C-NMR spectrum of arthpyrone F (3) in DMSO-d;
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Figure S34. The HSQC spectrum of arthpyrone F (3) in DMSO-d;
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Figure S35. The *H-'H COSY spectrum of arthpyrone F (3) in DMSO-dj
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Figure S36. The HMBC spectrum of arthpyrone F (3) in DMSO-ds
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Figure S37. The NOESY spectrum of arthpyrone F (3) in DMSO-d,
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Figure S38. The (-)-HRESIMS spectrum of arthpyrone F (3)
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Figure S39. The *H-NMR spectrum of arthpyrone G (4) in CD;0OD
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Figure S41. The HSQC spectrum of arthpyrone G (4) in CD;OD
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Figure S43. The HMBC spectrum of arthpyrone G (4) in CD;OD
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Figure S45. The (-)-HRESIMS spectrum of arthpyrone G (4)

Sample Name B170 Pasition P1-B1 Instrument Name Instrument 1
UserMName Inj Wol z InjPosition

Sample Type Sample IRM Calibration Status  Success Data Filename Bl 70.d

ACQ Method wis-isocratic elution-Megative m Comment Acquired Time 11/23 /2017 93134 AM

w10 5 -ESI Scan (r: 0.092-0.169 rnin, 8 scans) Frag=135.0v BJ 70.d

3.3
3.2
3.1

34
2.8
2.8
2.7
2.6
2.5
2.4
2.3
2.2
2.1 A

4101574

1

4461737

821.4009
0.2 248.8589 524.1289

0.1 B53.3005
L”.I" A | B25.1630 bL L A o . L L "

180 200 250 200 3580 400 450 500 550 GO0 650 oo 70 a0o
Counts ve. MMass-to-Charge {mfz)

Figure S46. The *H-NMR spectrum of arthpyrone H (5) in CD;0D
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Figure S47. The *C-NMR spectrum of arthpyrone H (5) in CD;0D
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Figure S48. The DEPT 135 spectrum of arthpyrone H (5) in CD3;OD
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Figure S49. The HSQC spectrum of arthpyrone H (5) in CD3;OD
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Figure S51. The HMBC spectrum of arthpyrone H (5) in CD;OD
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Figure S53. The (-)-HRESIMS spectrum of arthpyrone H (5)
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Figure S54. The *H-NMR spectrum of arthpyrone | (6) in CD;OD
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Figure S55. The *C-NMR spectrum of arthpyrone I (6) in CD;OD
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Figure S56. The HSQC spectrum of arthpyrone | (6) in CD3;0D
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Figure S57. The *H-'H COSY spectrum of arthpyrone | (6) inCD;OD
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Figure S59. The NOESY spectrum of arthpyrone I (6) in CD;OD
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Figure S61. The *H-NMR spectrum of arthpyrone J (7) in CD;0D
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Figure S62. The *C-NMR spectrum of arthpyrone J (7) in CD;0D
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Figure S63. The HSQC spectrum of arthpyrone J (7) in CD;0D
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Figure S65. The HMBC spectrum of arthpyrone J (7) in CD;0D
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Figure S67. The (-)-HRESIMS spectrum of arthpyrone J (7)
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Figure S68. The *H-NMR spectrum of arthpyrone K (8) in CD30
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Figure S69. The *C-NMR spectrum of arthpyrone K (8) in CD;0D
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Figure S70. The HSQC spectrum of arthpyrone K (8) in CD3;OD
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Figure S71. The *H-'H COSY spectrum of arthpyrone K (8) inCD;0OD
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Figure S73. The NOESY spectrum of arthpyrone K (8) in CD;OD
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Figure S74. The (-)-HRESIMS spectrum of arthpyrone K (8)
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Figure S75. The "H-NMR spectrum of 10r and arthpyrone D (1) in CD;0
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Figure S76. The (-)-ESIMS spectrum of 10r
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