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Table S1.

Comparison of the experimental optical rotatation values with the calculated OR values of compounds 1-5 and 16

compounds calculated OR values experimental OR value
9s-1 -42.1 -41.9
9R-1 454

9S,11R-2 -7.1 -4.4
9R,11S-2 7.4

9S-3 -48.4 -51.6
9R-3 45.4

9S-4 -14.5 -10.6
9R-4 14.6

1R,2R,10R,15S-5 25.1 23.0
1S,2S,10S,15R-5 -24.5

1R,2S,10R,15S-5 132.1

1S,2R,10S,15R-5 -132.5

1S,2R,10R,15S-5 52.9

1R,2S,10S,15R-5 -50.0

1S,2S,10R,15S-5 122.3

1R,2R,10S,15R-5 -122.4

3R,6S,75,11S,13R-16 -59.6 -60.5
35,6R,7R,11R,135-16 56.3

3R,6R,7R,11R,13R-16 133.3

35,6S,7S,11S,13S-16 160.8

3R,6S,7S,11R,13R-16 -120.3

35,6R,7R,11S,13S-16 119.0

3R,6R,7R,11S,13R-16 -78.2

35,6S,7S,11R,13S-16 78.6

S1



Figure S1. The most stable conformers of 1-5, 16 calculated at the B3LYP/6-31+G(d) level. Relative populations are in parentheses.
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(1R,2R,10R,15S)-5

ko

1(63%) 2(24.1%) 3(4.23%) 4(4.01%) 5(2.21%)

6(1.67%) 7(0.31%) 8(0.2%) 9(0.17%) 10(0.1%)
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(1S,2S,10S,15R)-5

1(64.21%) 2(22.9%) 3(3.03%) 4(2.81%) 5(3.32%)

~
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(1R,2S,10R,155)-5

4

2(10.34%) 3(9.3%) 4(5.47%) 5(1.4%)

6(0.13%) 7(0.11%) 8(0.06%) 9(0.01%) 10(0.01%)
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(1S,2R,10S,15R)-5

b 3

1(71%) 2(9.31%) 3(8.02%) 4(7.6%) 5(3.43%)

6(0.35%) 7(0.14%) 8(0.1%) 9(0.04%) 10(0.01%)
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(1S,2R,10R,15S)-5

1(50.65%) 2(41.39%) 3(4%) 4(1.14%) 5(0.93%)

6(0.84%) 7(0.41%) 8(0.29%) 9(0.25%) 10(0.01%)
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(1R,2S,10S,15R)-5

1(75.37%) 2(13.2%) 3(7.64%) 4(2.68%) 5(0.58%)

6(0.27%) 7(0.16%) 8(0.08%) 9(0.01%) 10(0.01%)
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(1S,2S,10R,15S)-5

3

1(59.46%) 2(26.21%) 3(3.96%) 4(2.44%) 5(4.38%)

1

6(2.71%) 7(0.43%) 8(0.33%) 9(0.07%) 10(0.01%)
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(1R,2R,10S,15R)-5

1(61.33%) 2(24.34%) 3(5.83%) 4(4.25%) 5(2.51%)

/K
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(3R,6S,7S,11S5,13R)-16
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(3R,6S,7S,11R,13R)-16

1(49.64%) 2(45.19%) 3(3.56%) 4(1.12%) 5(0.51%) 6(0.02%)

(3S,6R,7R,11S,135)-16

1(47.53%) 2(47.38%) 3(2.58%) 4(2.58%) 5(0.81%) 6(0.61%)

516



(3R,6R,7R,11S,13R)-16

1(50.21%) 2(38.1%) 3(6.13%) 4(4%) 5(1.46%) 6(0.01%)

(35,65,7S,11R,135)-16

>

1(49.25%) 2(41%) 3(6.02%) 4(3.08%) 5(0.51%) 6(0.14%)
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Figure S2. HR-ESI-MS spectrum of dichotomocej A (1)

Event#: 1MS(E+) Ret. Time : 1.387 -> 1.387 - 1.480-> 1.739 Scan : 209 -> 209 - 223 -> 261
226.1809
6.000e53
5.000e57 447.3209
469.3038
20005 279.1559
3.000e57 227.1811 3011387
2 00065 208.1693 448.3206 903105
1000e5]  205.0867 jt2.152 5263175
| ‘ [ | 4213077 l
ol N L 9P L v i : . : . ,
100.0 2000 300.0 400.0 500.0 600.0 700.0 800.0 900.0
Measured region for 226.1809 miz
1
100.04 226 1809
= : OH
[ H -
50.04 |
| 271811
| il
It
11— ] - N ‘ .
2260 2265 27.0 2275 2280 2285 2250 295
C13H23 N 02 [M+H]s : Predicted region for 226.1802 miz
2261802
100.04 &
50.04
[ 2271834
| f
o M Il
2260 265 270 2275 2280 2285 2290 2295
_ Rank__Score_Formula (M) |lon Meas. m/z__ Pred. m/z__ Df. (mDa)__Df. )__ lso__ DBE
> 1 3195 C13H23N 02 M+H 226.1809 226.1802 0. 309 3372 30

518



Figure S3. "H NMR spectrum of dichotomocej A (1) in CDCl; (400MHz)
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Figure S4. ®C NMR spectrum of dichotomocej A (1) in CDCl; (100MHz)
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Figure S5. HMQC spectrum of dichotomocej A (1) in CDCl;
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Figure S6. *H-'H COSY spectrum of dichotomocej A (1) in CDCl,
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Figure S7. HMBC spectrum of dichotomocej A (1) in CDCl;
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Figure S8. NOESY spectrum of dichotomocej A (1) in CDCl;
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Figure S9. HR-ESI-MS spectrum of dichotomocej B (2)
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Figure S10. *H NMR spectrum of dichotomocej B (2) in CDCl; (400MHz)
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170. 319

Figure S11. *C NMR spectrum of dichotomocej B (2) in CDCl; (100MHz)
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Figure S12. DEPT 135 spectum of dichotomocej B (2) in CDCl; (100MHz)
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Figure S13. HMQC spectrum of dichotomocej B (2) in CDCl;
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Figure S14. *H-"H COSY spectrum of dichotomocej B (2) in CDCl,
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Figure S15. HMBC spectrum of dichotomocej B (2) in CDCl3
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Figure S16. NOESY spectrum of dichotomocej B (2) in CDCl3
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Figure S17. HR-ESI-MS spectrum of dichotomocej C (3)
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Figure S18. *H NMR spectrum of dichotomocej C (3) in CDCl; (400MHz)
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Figure S19. **C NMR spectrum of dichotomocej C (3) in CDCl; (100MHz)
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Figure S20. DEPT 135 spectrum of dichotomocej C (3) in CDCl3; (L00MHz)
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Figure S21. HMQC spectrum of dichotomocej C (3) in CDCl;
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Figure S22. *H-"H COSY spectrum of dichotomocej C (3) in CDCl,
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Figure S23. HMBC spectrum of dichotomocej C (3) in CDCl3
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Figure S24. NOESY spectrum of dichotomocej C (3) in CDCl3
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Figure S25. HR-ESI-MS spectrum of dichotomocej D (4)

Event#: 1 MS(E+) Ret. Time : 1.007 -> 1.007 Scan# : 202 -> 202
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Figure S26. *H NMR spectrum of dichotomocej D (4) in CDCl; (400MHz)
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Figure S27. **C NMR spectrum of dichotomocej D (4) in CDCl; (100MHz)
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Figure S28. DEPT 135 spectum of dichotomocej D (4) in CDCl; (L00MHz)
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Figure S29. HMQC spectrum of dichotomocej D (4) in CDCl;
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Figure $30. *H-"H COSY spectrum of dichotomocej D (4) in CDCl,
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Figure S31. HMBC spectrum of dichotomocej D (4) in CDCl;
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Figure S32.

NOESY spectrum of dichotomocej D (4) in CDCl;
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Figure S33. HR-ESI-MS spectrum of dichocetide A (5)

T: FTMS +c ESIFul ms[100.00-2000.00]

100 271.16654
9%
a0
a5
a0
75
70
65
2 60
8= :
2 & HOL -~
I OH
B
a0
35
20 27217026
15
10
5
268 269 270 an 272 273 274 275 276
miz .
SPECTRUM:--simulation-:- % % % % e
m/z. Theo.-Mass- Delta:(ppm)- RDB-equiv.- Composition. =«
271.16654- 271.16685- -1.15- 4.5 C16:H24:02:Na- -

549



Figure S34. *H NMR spectrum of dichocetide A (5) in CDCl; (400MHz)
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Figure $35. *C NMR spectrum of dichocetide A (5) in CDCl; (100MHz)
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Figure S36. DEPT 135 spectrum of dichocetide A (5) in CDCl; (100MHz)
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Figure S37. HMQC spectrum of dichocetide A (5) in CDCl;

HO :
PSS

L

-20
-30

-50
-60
-70
-80
-90
-100
-110
-120
-130
-140
-150
-160
-170
-180
-190
-200

j ,

6.5 6.0 5.5 5.0 45 40 3.5 3.0 2.5 2.0 1.5
f2 (ppm)

S53

.O 0.5 0.0

210

1 (ppm)



Figure $38. *H-"H COSY spectrum of dichocetide A (5) in CDCl,

Ho: : : TOH/LL
)

A -
[
]
i Ll ’ . 3‘
A
)
i B (]
" ul
‘[I] 8 g
"
P ] f
— (1]
ﬁ b
7.5 7.0 6.5 6.0 5.5 50 45 4.0 3.5 3.0 2.5 2.0 L.5 1.0 0.5 0.0

f2 (ppm)

S54

1 (ppm)



Figure S39. HMBC spectrum of dichocetide A (5) in CDCl;
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Figure S40. NOESY spectrum of dichocetide A (5) in CDCl;
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Figure S41. *H NMR spectrum of dichotone A (6) in CDCl; (400MHz)
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Figure S42. **C NMR spectrum of dichotone A (6) in CDCl; (100MHz)
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Figure S43. *H NMR spectrum of diorcinol (7) in CDCl; (400MHz)
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Figure S44. **C NMR spectrum of diorcinol (7) in CDCl; (100MHz)
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Figure S45. *H NMR spectrum of 3-O-methyldiorcinol (8) in CDCl; (400MHz)
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Figure S46. **C NMR spectrum of 3-O-methyldiorcinol (8) in CDCl; (100MHz)
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Figure.S47. *H NMR spectrum of 5,5'-0xybis(1-methoxy-3-methylbenzene) (9) in CDCl; (400MHz)
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Figure S48. **C NMR spectrum of 5,5'-0xybis(1-methoxy-3-methylbenzene) (9) in CDCl; (L00MHz)
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Figure S$49. *H NMR spectrum of dibutyl phthalate (10) in CDCl; (400MHz)
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Figure S50. *C NMR spectrum of dibutyl phthalate (10) in CDCl; (100MHz)
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Figure S51. *H NMR spectrum of (2-ethylhexyl) phthalate (11) in CDCl; (400MHz)
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Figure S52. **C NMR spectrum of (2-ethylhexyl) phthalate (11) in CDCl; (100MHz)
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Figure S53. *H NMR spectrum of (2aR,5R,5aR,8S,8aS)-2,2,5,8-tetramethyldecahydro-2H-
naphtho[1,8-bc]furan-5-ol (12) in CDCI; (400MHZz)
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Figure S54. **C NMR spectrum of (2aR,5R,5aR,8S,8aS)-2,2,5,8-tetramethyldecahydro-2H-
naphtho[1,8-bc]furan-5-ol (12) in CDCI; (100MHZz)
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Figure S55 *H NMR spectrum of aspewentin A (13) in CDCl; (400MHz)
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Figure S56. *C NMR spectrum of aspewentin A (13) in CDCl; (100MHz)
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Figure S57. *H NMR spectrum of JBIR-03 (14) in CDCl, (400MHz)
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Figure S58. **C NMR spectrum of JBIR-03 (14) in CDCl; (L00MHz)
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Figure S59. HR-ESI-MS spectrum of dichocerazine A (15)
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Figure S60. *H NMR spectrum of dichocerazine A (15) in CDCI3 (400MHz)
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Figure S61. **C NMR spectrum of dichocerazine A (15) in CDCI3 (100MHz)
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Figure S62. DEPT 135 spectrum of dichocerazine A (15) in CDCI3 (100MHz)
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Figure S63. HMQC spectrum of dichocerazine A (15) in CDCI3
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Figure S64. *H-"H COSY spectrum of dichocerazine A (15) in CDCI3
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Figure S65. HMBC spectrum of dichocerazine A (15) in CDCI3
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Figure S66. NOESY spectrum of dichocerazine A (15) in CDCI3
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Figure S67. HR-ESI-MS spectrum of dichocerazine B (16)
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Figure S68. *H NMR spectrum of dichocerazine B (16) in CDCl; (400MHz)
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Figure S69 **C NMR spectrum of dichocerazine B (16) in CDCl; (100MHz)
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Figure S70. DEPT 135 spectrum of dichocerazine B (16) in CDCI3 (100MHz)
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Figure S71. HMQC spectrum of dichocerazine B (16) in CDCl;
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Figure S72. *H-"H COSY spectrum of dichocerazine B (16) in CDCl,
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Figure S73. HMBC spectrum of dichocerazine B (16) in CDCl;
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Figure S74. NOESY spectrum of dichocerazine B (16) in CDCl;
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Figure S75. *H NMR spectrum of dichotocejpin A (17) in CDCl; (400MHz)
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Figure S76. *C NMR spectrum of dichotocejpin A (17) in CDCl; (100MHz)
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Figure S77. *H NMR spectrum of bisdethiobis (methylthio) gliotoxin (18) in CDCl; (400MHz)
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Figure S78. **C NMR spectrum of bisdethiobis (methylthio) gliotoxin (18) in CDCl; (L00MHz)
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Figure S79. *H NMR spectrum of 6-acetylbis (methylthio) gliotoxin (19) in CDCl; (400MHz)

2252483 I as 5o £9208 a8
% 600 08w YD % R R ES3ak aa
R T Y Y ! = = =r o enoen e ool ed e oed -40000
I oW NP N
~35000
-30000
-25000
-20000
-15000
~10000
-5000
i I' I f 'Il L
o, T T T A~ T
§85 @ 3 e == g
—— — —_— o —_— O —— L=l

595



Figure S80. **C NMR spectrum of 6-acetylbis (methylthio) gliotoxin (19) in CDCl; (100MHz)
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Figure S81. *H NMR spectrum of didehydrobisdethiobis (methylthio) gliotoxin (20) in CDCl; (400MHz)
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Figure $82. *C NMR spectrum of didehydrobisdethiobis (methylthio) gliotoxin (20) in CDCl; (100MHz)
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Figure $83. *H NMR spectrum of haematocin (21) in CDCl; (400MHz)
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Figure S84. **C NMR spectrum of haematocin (21) in CDCl; (100MHz)
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Figure S85. *H NMR spectrum of pityriacitrin (22) in Acetone-dg (400MHz)
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Figure $86. **C NMR spectrum of pityriacitrin (22) in Acetone-ds (L00MHz)
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Figure S87. *H NMR spectrum of stellarine A (23) in DMSO-dg (400MHz)

~18000
~17000
~16000
~15000
14000
~13000
~12000
~11000
~10000
~9000
~8000
~7000
~6000
~5000
~4000
~3000
2000
~1000

r—1000

m -~ WOV OOR —A™ Ll =)
(o} =T TV ST — O o o
i = ITxx38Tmmm @A A
— o 06 00 b~ b~ b~ I~ B~ [~ b~ b~ ciplelci
N N e N
o)
7 N
NH N
o
| I
|
A J\LJUM N
¥ Y y oy y
(=2} (2] =1 T o =T
& o = =<3 %o
[=] o — — - P
T T T T T T T T T T T T T T T T T T T T T T
11.5 10. 5 9.5 8.5 7.5 6.5 5.5 4.5 3.5 2.5 1.5 0.5

f1 (ppm)

5103



Figure $88. **C NMR spectrum of stellarine A (23) in DMSO-ds (100MHz)
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Figure $89. *H NMR spectrum of perlolyrine (24) in CDCl; (400MHz)
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Figure $90. **C NMR spectrum of perlolyrine (24) in CDCl; (L00MHz)
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Figure S91. *H NMR spectrum of fiscalin C (25) in CDCl; (400MHz)

= = = = = =

= = = = = = =

w3 = el = Lo = e’ = =

T T T P o - .
9L6'0
£66'0 sLoE
wcﬁ/ sI'y
amﬁw 809
Nmﬁ\ —00°E
_o,i\ \go'¢
SLY'T

6Ly —

SOR't—

6¥TE—

]18s
[A%0Y

£027

09T L1
00€'L1
61€L
6€€'L
815°L
9€5" L
£6C°LA
$80°L

]
\

SOLLA

66L° L~

m._m.m.w./

LT
E80°1

ELT

EL60

=ho'0

=660

Ol
EL60

5860
»5CC

d__.:o

rsol
ch._

=00°1

0.0

0.5

1.0

5107

£l (ppm)




Figure S92. **C NMR spectrum of fiscalin C (25) in CDCl; (100MHz)
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Figure S93. *H NMR spectrum of epi-fiscalin C (26) in CDCl; (400MHz)
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Figure S94. **C NMR spectrum of epi-fiscalin C (26) in CDCl; (100MHz)
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Figure S95. *H NMR spectrum of indolyl-3-acetic acid methyl ester (27) in CDCl; (400MHz)
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Figure S96. **C NMR spectrum of indolyl-3-acetic acid methyl ester (27) in CDCl; (100MHz)
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Figure S97. *H NMR spectrum of anthranilic acid (28) in Acetone-ds (400MHz)
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Figure S98. **C NMR spectrum of anthranilic acid (28) in Acetone-ds (100MHz)
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