Supporting Information

Heterocornols from the Sponge-Derived Fungus Pestalotiopsis heterocornis with Anti-Inflammatory Activity
Hui Lei ?, Xiaoxu Bi ®, Xiuping Lin ¢, Jianglian She ¢, Xiaowei Luo ¢, Hong Niu #, Dan Zhang ? and Bin Yang ¢,*
2School of Pharmacy, Southwest Medical University, Luzhou 646000, China; huilei@swmu.edu.cn;
dawnl123454@swmu.edu.cn; zhangdan@swmu.edu.cn
b College of Agriculture and Life Sciences, Kunming University, Kunming 50241, China; bxx2797@163.com
¢ CAS Key Laboratory of Tropical Marine Bio-resources and Ecology, Guangdong Key Laboratory of Marine Materia Medica, South China Sea Institute of
Oceanology, Chinese Academy of Sciences, Guangzhou 510301, China
d Institute of Marine Drugs, Guangxi University of Chinese Medicine, Nanning 530200, China

*Correspondence: yangbin@scsio.ac.cn (B. Yang); Tel: +86-020-89023174 (B.Y.)
p yang &

Figure S1. HRESI-MS spectrum of the new compound 1

Figure S2. 'H NMR (500 MHz, CD30D) spectrum of the new compound 1
Figure S3. 1*C NMR (125 MHz, CD30D) spectrum of the new compound 1
Figure S4. HSQC spectrum of the new compound 1

Figure S5. HMBC spectrum of the new compound 1

Figure S6. COSY spectrum of the new compound 1

Figure S7. NOESY spectrum of the new compound 1

Figure S8. HRESI-MS spectrum of the new compound 2

Figure S9. 'H NMR (500 MHz, CDsOD) spectrum of the new compound 2
Figure S10. 1*C NMR (125 MHz, CD3;0D) spectrum of the new compound 2


mailto:huilei@swmu.edu.cn
mailto:dawn123454@swmu.edu.cn
mailto:zhangdan@swmu.edu.cn

Figure S11.

Figure S12.
Figure S13.
Figure S14.
Figure S15.
Figure S16.
Figure S17.
Figure S18.
Figure S19.
Figure S20.
Figure S21.
Figure S22.
Figure S23.
Figure S24.

Figure S25.
Figure S26.

Figure S27.
Figure S28.

HSQC spectrum of the new compound 2

HMBC spectrum of the new compound 2

COSY spectrum of the new compound 2

NOESY spectrum of the new compound 2

HRESI-MS spectrum of the new compound 3

'H NMR (500 MHz, CD30D) spectrum of the new compound 3
13C NMR (125 MHz, CD3;0D) spectrum of the new compound 3
HSQC spectrum of the new compound 3

HMBC spectrum of the new compound 3

NOESY spectrum of the new compound 3

HRESI-MS spectrum of the new compound 4

'H NMR (500 MHz, CD3s0D) spectrum of the new compound 4
13C NMR (125 MHz, CD3s0D) spectrum of the new compound 4
HSQC spectrum of the new compound 4

HMBC spectrum of the new compound 4

COSY spectrum of the new compound 4

NOESY spectrum of the new compound 4

calculated and experimental ECD spectras of 3 and 4 using a truncated model.



Figure S29.

Figure S30.
Figure S31.
Figure S32.
Figure S33.
Figure S34.
Figure S35.
Figure S36.
Figure S37.
Figure S38.
Figure S39.
Figure S40.
Figure S41.
Figure S42.
Figure S43.
Figure S44.
Figure S45.

calculated and experimental ECD spectras of 3 and 4.

The data of DP4plus method of compound 3

Comparison of the experimental *C NMR data and mean absolute error of compound 3
DP4* probability of 3C NMR chemical shifts (compound 3) .

The data of DP4plus method of compound 4

Comparison of the experimental *C NMR data and mean absolute error of compound 4
DP4* probability of 3C NMR chemical shifts (compound 4) .

HRESI-MS spectrum of the new compound 5

'H NMR (500 MHz, CD3s0D) spectrum of the new compound 5

13C NMR (125 MHz, CD30D) spectrum of the new compound 5

135 DEPT (125 MHz, CD30D) spectrum of the new compound 5

HSQC spectrum of the new compound 5

HMBC spectrum of the new compound 5

COSY spectrum of the new compound 5

HRESI-MS spectrum of compound 6

'H NMR (500 MHz, CD3s0D) spectrum of compound 6

13C NMR (125 MHz, CD30D) spectrum of compound 6



Figure S46.
Figure S47.
Figure S48.
Figure S49.
Figure S50.
Figure S51.
Figure S52.
Figure S53.
Figure S54.
Figure S55.
Figure S56.
Figure S57.
Figure S58.
Figure S59.
Figure S60.
Figure S61.
Figure S62.

HSQC spectrum of compound 6

HMBC spectrum of compound 6

HRESI-MS spectrum of the new compound 7

'H NMR (500 MHz, CD30D) spectrum of the new compound 7
13C NMR (125 MHz, CD30D) spectrum of the new compound 7
HSQC spectrum of the new compound 7

HMBC spectrum of the new compound 7

HRESI-MS spectrum of the new compound 8

'H NMR (500 MHz, CD3s0D) spectrum of the new compound 8
13C NMR (125 MHz, CD30D) spectrum of the new compound 8
HSQC spectrum of the new compound 8

HMBC spectrum of the new compound 8

HRESI-MS spectrum of the new compound 9

EI-MS spectrum of the new compound 9

'H NMR (500 MHz, CDCls) spectrum of the new compound 9
13C NMR (125 MHz, CDCls) spectrum of the new compound 9

HSQC spectrum of the new compound 9



Figure S63. HMBC spectrum of the new compound 9

Figure S64. HPLC chromatograms of EtOAc extracts monitored



Mass Spectrum SmartFormula Report

Analysis Info Acquisition Date 12/6/2018 4:.00:09 PM
Analysis Name DADataWiS\data\201812\yangbin_L32_neg_21_01_5869.9
Method LC_Direct Infusion_pos_70-500mz.m Operator SCsI0
Sample Name yangbin_L32 neg Instrument maXis 2555652 00029
Comment
Acquisition Parameter
ESI ion Potarity Posiive Setl Nebulizer 0.4 Bar
Focus Active Set Capillary 4500 vV Set Dry Heater 180 *C
Scan Begin 70 mvz Set End Plate Offset -500 V Set Ory Gas 4.0 Umin
Scan End 1500 miz Set Charging Voltage ov Set Divert Valve Waste
Set Corcna OnA Set APCI Heater [+l
x104
G-
4 257.0783
2350861
24 254.0701
220.0831 233.0803 250.0581
L angen TTITT | SRR e jen J2epet0, . 2510896 1 | I s
- 230 2= 240 245 T 280 £ U omviz
Meas. m/z # lonFormula Score m/z er[ppm] err[mBDa] mSigma rdb e Cont N-Rule
2350981 1 C13H1804 100.00 235.0065 -15 04 142 65 even ok
267.0783 1 C13H14ANaQ4 10000 257.0784 07 02 331 &5 even ok
yangbin_L32_neg_21_01_5869d
Bruker Compass DataAnalysis 4.1 printed: 12/5/2018 4:11:67 PM by. SCSIO Page 1 of 1

L

Figure S1. HRESI-MS spectrum of the new compound 1
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Figure S2. 'H NMR (500 MHz, CD30D) spectrum of the new compound 1




170000

160000

—1534
—1437
—~R2.6
\gl4
N773
~724
—394
21

/
<

1294
1274
127.1
—113.8
—1064

—150000

140000

130000

120000

~110000

100000

90000

80000

~70000

60000

i ' o .
20000
! [
| | ~10000

T L] T T T T T T T T T X T T T T T T T T T L] T T X T T
230 220 210 200 1590 180 170 160 150 140 130 120 110 100 90 20 70 80 50 40 30 20 10 ] -10
£f1 (ppm)

Figure S3. 13C NMR (125 MHz, CD3s0D) spectrum of the new compound 1
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Figure S6. COSY spectrum of the new compound 1
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Figure S8. HRESI-MS spectrum of the new compound 2
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Figure S9. 'H NMR (500 MHz, CD30D) spectrum of the new compound 2
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Figure S10. 1*C NMR (125 MHz, CD3s0D) spectrum of the newcompound 2
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Figure S12. HMBC spectrum of the new compound 2
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Figure S15. HRESI-MS spectrum of the new compound 3
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Figure S21. HRESI-MS spectrum of the new compound 4
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Figure S22. 'H NMR (500 MHz, CD30D) spectrum of the new compound 4
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Figure S23. 13C NMR (125 MHz, CD30D) spectrum of the new compound 4
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Figure S26. COSY spectrum of the new compound 4
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q Isomer 1| Isomer 2| Ivomer 3 | Isomer 4 | Inomer S | Isomer 6| Isomer 7| Isoner 8| Isomer 9
. IIE g4 ‘Q iat ! ] 0, m 0, 00% 1. jﬂ 0,618 L:m ==

1 (all a) 0. 00% 0. 00% 0. 54% 58. 90% 1.40% 0.61% |, 38.12% -

i __ubPa+ (H data)
| __ubP4+ (C data)

0.01% 0. 00% 0.01% 0.02% 3.17% 8. 0 26. 7T9% 1.97% -
0.01% _0. 00% 0.01% 0. 02% 3.17% 3. 04% 26, 79% 1.97% =
11 P4+ (H data) — - - - -

|
12 DP4+ (C data) 0. 00% 0. 00% 0. 00% 0. 00% 50.08% | 25.45% 4. 38% 20. 08% -
Bl P4+ (o)l data) EREONUDS 0. 00% 0. 00% 0. 00% l: 50.08% 1,25.45% | '4.38% | 20.08% | -

Figure S31. Comparison of the experimental *C NMR data and mean absolute error of compound 3
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configuration R2 RMSE DP4+(%)
a(2R,3R,12R) 0.9982 2.52 0.00
b(2R,3R,12S) 0.9973 3.16 0.00
c(2S,3S,12R) 0.9977 2.91 0.00
d(2S,3S,12S) 0.9982 2.51 0.00
e(2R,3S,12R) 0.9987 2.20 50.08
f(2S,3R,12R) 0.9985 2.65 25.45
9(2R,35,12S) 0.9984 2.70 4.38
h(2S,3R,12S) 0.9987 2.22 20.08

Figure S32. DP4* probability of 3C NMR chemical shifts (compound 3) .
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Figure S33. The data of DP4plus method of compound 4
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ta) )
aDPa+ (C datn) 0. 46% 0. 00% 0. 00% 0.59% 59. 06% 1.20% 0.58% |, 32 09 -
L 1.0, 46% 0,00% L) m__n.m_ﬁnm 1.22% 0.58% =
ubPd+ (H data) = = - = = - - - =
ubP4+ (C data) 0.02% [ 0,00% 0. 01% 0, 03% . 3.12% ﬁ 93% | 25.97% | . 1.92%

1 I + (n dut 0. 02% 0. 00% 0. 01% 0. 03% 3. 12% . 93% 25. 978 1. 92% =
B8] oPar (0 data) - -y - - - - - - -
|1 DP4+ (C data) 0. 00% 0, 00% 0. 00% 0.00% |w5].67% |23 50% 4. 23% 20, 53%

1 DPé+ (all data) 0. 00% 0. 00% 0. 00% 0.00% |w51.62% |23 60% 4.23% 20. 53%

Figure S34. Comparison of the experimental **C NMR data and mean absolute error

of compound 4

configuration R2 RMSE DP4+(%)
a(2R,3R,12R) 0.9983 2.47 0.00
b(2R,3R,125) 0.9974 3.13 0.00
c(2S,3S,12R) 0.9977 2.87 0.00
d(2S,35,125) 0.9983 2.45 0.00
e(2R,3S,12R) 0.9988 2.17 51.62
f(2S,3R,12R) 0.9985 2.64 23.60
g(2R,3S,12S) 0.9985 2.69 4.23
h(2S,3R,12S) 0.9987 2.20 20.53

Figure S35. DP4* probability of *C NMR chemical shifts.
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Mass Spectrum SmartFormula Report

Analysis Info Acquisition Date 7/16/2019 3:12:22 PM
Analysis Name D:\Data\MS\datz\201907\wangjianjiao_LH-C1_pos_65_01_6940.d
Method LC_Direct Infusion_pos_70-500mz.m Operator SCSIO
Sample Name wangjianjiao_LH-C1_pos Instrument maXis 255552.00029
Comment
Acquisition Parameter
Source Type ES| fon Polarity Positive Sel Nebulizer 0.4 Bar
Focus Active Set Capillary 4500 V Set Dry Heater 180°C
Scan Begin 70 mvz Set End Plate Offset -500V Sel Dry Gas 4.0 Umin
Scan End 1500 m/z Set Charging Voltage ov Set Divert Valve Waste
Set Corona 0nA Set APCI Heater 0°*C
Intens.] +MS, 1.9min #112
x105_
1.251
100‘ 269,1047
0.751
0.501
0.254
267.1224 l
000}t ————— — e e — - i
260 265 270 275 280 285 290 295 miz
Meas.m/z # lonFormula  Score miz erm[ppm] err[mDa] mSigma rdb e Conf N-Rule
2671224 1 C14H1905 100.00 267.1227 13 0.3 154 55 even ok
289.1047 1 C14H18Na0O5  100.00 289.1046 <03 0.1 101 55 even ok
5552185 1 C28H36NaO10 100.00 5552201 1.0 06 288 105 even ok

Figure S36. HRESI-MS spectrum of the new compound 5
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Figure S37. 'H NMR (500 MHz, CD3;0D) spectrum of the new compound 5



Figure S38. 1*C NMR (125 MHz, CD3s0OD) spectrum of the new compound 5
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Figure S39. ¥ DEPT (125 MHz, CD3s0D) spectrum of the new compound 5
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Figure S40. HSQC spectrum of the new compound 5
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Figure S41. HMBC spectrum of the new compound 5
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Mass Spectrum SmartFormula Report

Analysis Info Acquisition Date 1/17/2019 4:13:43 PM
Analysis Name DADataWIS\data\2019801\yangbin_L-41_pos_26_01_6106.d
Method LC_Direct Infusion_pos_70-500mz.m Opearator SCSIo
Sample Name yangbin_L-41_pos Instrument maXis 265652.00020
Comment
Acquisition Parameter
Source Type ES| lon Polarity Posdive Set Nebulizer 0.4 Bar
Focus Active Seot Capillary 4500 vV Set Dry Heater 180 "C
Scan Bagin 70 miz Set End Plato Offsnt -500 vV Set Dvy Gas 4.0 Wmin
Scan End 1500 miz Set Charging Voltage ov Set Divert Valve Waste
Set Corona 0 nA Sel APCI Heater o*C
Intens. TSNS, O amin 855
x1057
1.254
1.007
E 208.1048
0.75
0.50:
025
] 267.1219
0.00 —r s — - . - .l
260 265 270 275 280 285 290 05 miz
Meas. miz # lon Formula Score miz  erlppm] err[mDa] mSigma rdb & Conf N-Rule
2671218 1 C1aM1808 100,00 267.1227 -3.0 08 69.6 55 eoven ok
2891046 1  ClAH1ONaOS 100,00 289.1046 0.0 0.0 3.4 55 even ok
5882157 1 C28MIBNaO10 100,00 555.2201 06 04 326 105 even ok
yangbin_L-41_pos_206_01_61064
Beuker C DataAnalysis 4.1 printad: I/17/2019 4:18:54 PM by: SCSIO Page 1of 1

Figure S43. HRESI-MS spectrum of compound 6
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Figure S44. 'H NMR (500 MHz, CD30D) spectrum of compound 6

47



= 130000

T,
K81,
Tl

1L

TiE—
o

- 110000
- 100000
-S0000
]
- 10000
=—10000

at

LT
__,.m_:u.

48

110

£l (ppm)

Figure S45. *C NMR (125 MHz, CD30D) spectrum of compound 6
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Figure S46. HSQC spectrum of compound 6
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Figure S47. HMBC spectrum of compound 6
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Mass Spectrum SmartFormula Report

Analysis Info Acquisition Date 1/17/2019 4.06:47 PM
Analysis Name DAData\MS\data\20190 1\yangbin_L-39_pos_24_01_6104.d
Method LC_Direct Infusion_pos_70-500mz.m Operator SCsio
Sample Name yangbin_L-39_pos Instrument maXis 255552.00029
Comment
Acquisition F s
Source Type €S ton Polarity Positive Set Nebulzer 0.4 Bar
Focus Active Set Capiary 4500V Set Dry Heater 180 "C
Scan Oegin 70 vz Set End Plate Offsel -500 V Set Dry Gas 4.0 Urnin
Scan End 1500 vz Set Charging Voltage ov Set Divent Valve Waste
Set Corona 0 nA Seot APC| Heater o*C
ntens. | VIAS, G A0 Smin NAGAT)
x105
08
064 4151755
0.4
0.24
b . 3e3.3903 4102167 I L l 4
o2 385 350 395 400 408 410 i 415 420 e
Meas. mvz # lon Formula Score miz  etrippm] err[mbDa] mSigma rdb e Conf N-Rule
3911760 1 C21H2707 000 3911751 2.1 0.8 5183 85 even ok
3931803 1 C21H2907 100,00 3031908 -1.1 04 358 7.5 even ok
4131580 1 C21H2E6NAOT 1218 413157 23 -1.0 4068 B5 even ok
4151755 1 CIH2ENaO7 1486 4181727 6.6 28 441 75 even ok
yangtin_L-39_pos_24_01_6104.4
Brukier Compass DataAnalysis 4.1 printed: AAT2019 4:13:21 PM by: SCSIO Page 1 0f1

Figure S48. HRESI-MS spectrum of the new compound 7
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Figure S49. 'H NMR (500 MHz, CD30D) spectrum of the new compound 7
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Figure $50. 1*C NMR (125 MHz, CD30D) spectrum of the new compound 7
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Figure S51. HSQC spectrum of the new compound 7
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Figure S52. HMBC spectrum of the new compound 7
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Mass Spectrum SmartFormula Report

Analysis Info Acquisition Date 117/2019 4:10:16 PM
Analysis Name D:\Data\MS\data\201901\yangbin_L-40_pos_25_01_6105d
Method LC_DirectInfusion_pos_70-500mz.m Operator SCSIO
Sample Name yangbin_L-40_pos Instrument maXis 255552.00029
Comment
Acquisition P: t
Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Active Set Capillary 4500 V Set Dry Heator 180 *C
Scan Begin 70 miz Sat End Plale Offset 500V Set Ory Gas 4.0 Umin
Scan End 1500 miz Set Charging Voltage ov Set Divert Vaive Waste
Set Corona OnA Set APCI| Heater o*c
Intens.§ +M5, 0.8-0 Bmin 845-47]
x10
53
4
] 4151745
3]
2
'.
- o SN 4011880 405 2268 4102179 M | =
= ks %0 395 400 405 410 415 420 iz
Meas. m/z # lon Formula Score miz  err[ppm] err[mDa] mSigma rdb e Conf N-Rule
393.1812 1 C21H2807 100.00 393.1008 -1.0 D4 653 7.5 even ok
4151745 1  C21H28NaO7 3520 4151727 -3 -1.8 373 75 even ok
8053423 1 C4a2H54Na0O14 10000 8053406 -2.2 -1.8 6029 155 even ok
8073578 1 C42HS6NaO14 10000 807.3562 1.5 12 278 1445 even ok
yangbin_L-40_pos_2%_01_6105.d
Bruker Compass DataAnalyss 4.1 primted: 1/17/2019 4:15:57 PM by: SCSIO Page 1of 1

Figure S53. HRESI-MS spectrum of the new compound 8
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Figure S54. 'H NMR (500 MHz, CD3s0D) spectrum of the new compound 8
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Figure S55. 13C NMR (125 MHz, CD30D) spectrum of the new compound 8
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Figure S57. HMBC spectrum of the new compound 8
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Mass Spectrum SmartFormula Report

Acquisition Date 12/27/2018 5:21:48 PM
Analysis Name DADatawS\data\201812\yangbin_L28_pos_31_01_86015.d
Method LC_Direct Infusion_pos_70-500mz.m Operator SCSIo
Sample Name yangbin_L28_pos Instrument maXis 255552 00029
Comment
Acquisition Parameter
Source Type ESt lon Polarity Positive Set Nebulizer 0.4 Bar
Focus Active Set Capillary 4500 V Set Dry Heater 180 *C
Scan Begin 70 miz Set End Plate Offset -500 V Set Dry Gas 4.0 Vmin
Scan End 1500 m/z Set Charging Voltage ov Set Divert Valve Waste
Set Corona 0nA Set APCI Heater o*C
Intens +MS, 1.0-1.1min #61.63
x104
s.
608.5251
Fe
21 606 5092 622.5048
604.4938 5066 637.3068
s R J 1 1 6138423615 3020617 39846193848 | M e 8354118 |
600 605 S 810 o 615 ) 825 630 X 635 ) miz
Meas. m/z # lonFormula Score miz err[ppm] err[mDa] mSigma rdb e Conf N-Rule
G08.5251 1 C37H7ONOS 100,00 608 5249 -04 03 139 35 even ok
6305066 1 CITHESNNaOS 100,00 630.5058 03 02 519 35 even ok
12160430 1 C74H138N2010 100.00 12160424 04 05 203 65 even ok
yangbin_L28_pos_31_01_6015.d
Bruker Compass DataAnalysis 4.1 printed: 12/27/2018 5:33:068 PM by: SCSIO Page 10of 1

Figure S58. HRESI-MS spectrum of the new compound 9
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Figure S59. EI-MS spectrum of the new compound 9
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Figure S60. 'H NMR (500 MHz, CDCls) spectrum of the new compound 9
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Figure S61. *C NMR (125 MHz, CDCls) spectrum of the new compound 9
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Figure S63. HMBC spectrum of the new compound 9
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Figure S64. HPLC chromatograms of EtOAc extracts monitored (black line: 0% NaCl rice medium, red line: 1% NaCl rice medium, green line:

3% NaCl rice medium, blue line: 5% NaCl rice medium).
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