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Figure S2. 'H NMR spectrum of compound 1 in Pyridine-ds
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Figure S4. COSY spectrum of compound 1 in Pyridine-ds
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Figure S5. HSQC spectrum of compound 1 in Pyridine-ds

Figure S6. HMBC spectrum of compound 1 in Pyridine-ds
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Figure S8. HRESIMS spectrum of compound 2
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Figure S17. °C NMR spectrum of compound 3 in Acetone-ds
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Figure S18. COSY spectrum of compound 3 in Acetone-ds
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Figure S42. NOESY spectrum of compound 6 in DMSO-ds
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Figure S46. COSY spectrum of compound 7 in Acetone-ds
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Figure S48. HMBC spectrum of compound 7
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Figure S49. NOESY spectrum of compound 7 in Acetone-ds
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Figure S50. HRESIMS spectrum of compound 8
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Figure S51. '"H NMR spectrum of compound 8 in Acetone-ds
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Figure S52. °C NMR spectrum of compound 8 in Acetone-ds
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Figure S54. HSQC spectrum of compound 8
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Figure S55. HMBC spectrum of compound 8
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Figure S56. NOESY spectrum of compound 8 in Acetone-ds
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Figure S57. HRESIMS spectrum of compound 9
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Figure S58. 'H NMR spectrum of compound 9 in DMSO-d5s

29



1aa-
£z

34
T

I

J

ppm

220 210 200

230

Figure S59. °C NMR spectrum of compound 9 in DMSO-ds
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Figure S60. COSY spectrum of compound 9 in DMSO-ds
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Figure S61. HSQC spectrum of compound 9 in DMSO-ds
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Figure S62. HMBC spectrum of compound 9 in DMSO-ds
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Figure S63. NOESY spectrum of compound 9 in DMSO-ds
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Figure S64. HRESIMS spectrum of akanthomycin
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Figure S65. 'H NMR spectrum of akanthomycin in DMSO-ds
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Figure S66. °C NMR spectrum of akanthomycin in DMSO-ds
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Figure S68. 'H NMR spectrum of cordypyridone A in Acetone-ds
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Figure S69. '°C NMR spectrum of cordypyridone A in Acetone-ds

Intens,
x10°

125

1.00

0.75

278.1747

2791772
276.1590 J L ﬁ 280.1795

NHI1314 CH 016 H1 Al.d: +MS$, 0.0min #1]

2831539 2843601

274

276 278 280

282 284 miz

Intens,
x108
125
1.00
075
0.50

0.25

278.1747

2791772
276.1590

NHJ1314 CH 016 H1 Al.d: +MS, 0.0min #1]

saies 283.1539

S

0.50

0.25

0.00

1+
278.1751

1+
279.1783

A

CieH2NO, 278.1751

1+
280.1810

274

276 278

Figure S70. HRESIMS spectrum of cordypyridone B

280 282 miz

35



_,AJ‘\/\.,___,LM AUk kJ_
T

20 X 0s ppm

i} o
IW B

55 5.0 a5 a0 35

LB

Figure S71. "H NMR spectrum of cordypyridone B in Acetone-ds

......................................
195 190 185 180 175 170 165 160 155 150 145 140 135 130 125 120 115 110 105 100 95 90 85 80 75 70 65 60 55 50 45 40 35 30 25 20 15 10  ppm

Figure S72. °C NMR spectrum of cordypyridone B in Acetone-ds
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Figure S73. HRESIMS spectrum of cordypyridone C
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Figure S74. '"H NMR spectrum of cordypyridone C in Acetone-ds
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Figure S75. °C NMR spectrum of cordypyridone C in Acetone-ds
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Figure S78. 1°C NMR spectrum of cordytropolone in DMSO-ds
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Figure S80. 'H NMR spectrum of stipitalide in DMSO-ds
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Figure S81. °C NMR spectrum of stipitalide in DMSO-ds
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Figure S82. HRESIMS spectrum of 4-hydroxy-3,6-dimethyl-2 H-pyran-2-one

41



r | r )
8! )5
3 i
o3 o3
55 5.0 45 4.0 a5 30 25 20 15 10 05

ppm

Figure S83. 'H NMR spectrum of 4-hydroxy-3,6-dimethyl-2H-pyran-2-one in Acetone-ds
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Figure S84. '°C NMR spectrum of 4-hydroxy-3,6-dimethyl-2H-pyran-2-one in Acetone-ds
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Figure S85. HRESIMS spectrum of indole-2-carboxylic acid, 3-methylorcinaldehyde
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Figure S86. 'H NMR spectrum of indole-2-carboxylic acid, 3-methylorcinaldehyde in
DMSO-ds
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Figure S87. 1°C NMR spectrum of indole-2-carboxylic acid, 3-methylorcinaldehyde in

DMSO-ds
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Figure S90. '°C NMR spectrum of trans-trans-farnesol in Acetone-ds
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72 Pleurocordyceps lanceolatus GACP 17 2004
8 Pleurocordyceps lanceolatus GACPCC 17 2005
Pleurocordyceps multisynnema GZLG 23 101
Pleurocordyceps multisynnema GZCC 22 2041
Pleurocordyceps marginaliradians MFLU 17 1582
Pleurocordyceps marginaliradians MFLUCC 17 2276
Pleurocordyceps ophiocordycipiticola MFLUCC 22 0187
100 Pleurocordyceps ophiocordycipiticola BCC 9612
Pleurocordyceps ophiocordycipiticola MFLUCC 22 0265
100 Pleurocordyceps phaothaiensis MY 11651
9 Pleurocordyceps phaothaiensis MY 11652
99 Pleurocordyceps aurantiaca MFLU 17 1393
Pleurocordyceps aurantiaca MFLUCC 17 2113
Pleurocordyceps nipponica NBRC101408
Pleurocordyceps nipponica BCC 1682
Pleurocordyceps nipponica BCC 1881
Pleurocordyceps nipponica BCC 18108
Pleurocordyceps nipponica NBRC101405
99| Pleurocordyceps clavisynnema GZLG 23 102
98 Pleurocordyceps clavisynnema GZLG 23 2042
100 Pleurocordyceps sanduensis GZLG 23 104
Pleurocordyceps sanduensis GZLG 22 2044
Pleurocordyceps formosus ARSEF 1424
Pleurocordyceps tomentosus BL 4
92 Pleurocordyceps sinensis GZU 20 2305
2 g Pleurocordyceps sinensis CN 80 2
Fleurocordyceps fusiformispora YHH PFYYH 2207035
Pleuracordyceps fusiformispora YFCC 07239280
1goPleurocordyceps nutansis MFLU 21 0275
Pleuracordyceps nutansis GACP 19 3019
Pleurocordyceps heilongtanensis KUMCC 3008
86 Pleurocordyceps yunnanensis YHHPY 1006
Pleurocordyceps yunnanensis YHCPY 1005
76| Polycephalomyces ramosus like NBRC 101760
Polycephalomyces ramosus like NBRC 109984
0q Pleurocordyceps parvicapitata MFLU 21 0271
99 Pleurocordyceps parvicapitata MFLU 21 0270
98 Pleurocordyceps lianzhouensis HIMGD20918
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100 Pleurocordyceps ramosopulvinata EFCC 5566
100 Pleurocordyceps ramosopulvinata SU 65
og Pleurocordyceps agarica YHHPA1305
1 Pleurocordyceps agarica YHCPA1307
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Pleurocordyceps neoagarica GZLG 23 103
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Figure S91. RAXML tree of Pleurocordyceps and related species from a combined LSU, TEF'[ and RPBI
dataset. Numbers at the major nodes represent Maximum Likelihood Bootstrap (MLB) support values.



