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Computational Details

NH
HO,

Iz

Figure S1. Structures applied for theoretical calculations of 1, and 2.

Table S1. Relative thermal energies (AE), relative free energies (AG), and equilibrium

populations (P) of low-energy conformers of structures 1 and 2 in MeOH.

conformer AE (kcal/mol)« AG (kcal/mol)« P (%)?
Compound 1

la 0.0 0.0 69.7
1b 1.22 1.29 8.0
1c 1.33 1.31 7.6
1d 1.50 1.33 7.3
le 1.62 1.56 5.0
1fec 1.82 1.99 24
Compound 2

2a 0.0 0.0 38.3
2b 0.35 0.31 22.8
2c 0.63 0.51 16.3
2d 0.58 0.70 11.7
2e 0.66 0.85 9.2
2f¢ 1.87 1.82 1.8

« At the M06-2X/def2-TZVP/ IEFPCM level of theory.
b From AG values at 298.15 K.
¢ Conformer not applied to ECD/TDDFT calculations.
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Figure S2. Conformations of low-energy conformers of 1, and 2.
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Figure S3. The '"H NMR spectrum of eurotiumin A (1) in CDsCOCD:s.
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Figure S4. The *C NMR spectrum of eurotiumin A (1) in CDsCOCD:s.

elal
=G

3t
zg'ﬁzi

S6'6E
90°0¢
L10E

S9§PJF
BO'TE~—
EZﬁS\L

[Fo8—
8ETO—

[S0LL—
LLFLL—

Iz

wkTa
Ve prL=

S7

210 200 190 180 170 160 150 140 130 120 110 100 90 g0 70 60 50 40 30 20 10
f1 (ppm)

220



Figure S5. The HSQC spectrum of eurotiumin A (1) in CDsCOCDs.
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Figure S6. The HMBC spectrum of eurotiumin A (1) in CD3COCD:s.
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Figure S7. The '"H-'H COSY spectrum of eurotiumin A (1) in CD3COCD:s.
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Figure S8. The NOESY spectrum of eurotiumin A (1) in CD:COCDs.
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Figure S9. The HRESIMS spectrum of eurotiumin A (1).

Mass Spectrum SmartFormula Report

Analysis Info Acquisition Date 7/28/2017 9:26:43 AM
Analysis Name D:\Data\MS\data\201707\zhongweimao_F425-50_pos_71_01_3302.d
Method LC_Direct Infusion_pos_70-500mz.m Operator SCSIO
Sample Name zhongweimao_F425-50_pos Instrument maXis 255552.00029
Comment
Acquisition Parameter
Source Type ESI lon Polarity Positive Set Nebulizer 0.4 Bar S
Focus Active Set Capillary 4500V Set Dry Heater 180°C
Scan Begin 70 m/z Set End Plate Offset -500 V Set Dry Gas 4.0 Umin
Scan End 1500 m/z Set Charging Voltage ov Set Divert Valve Waste
Set Corona 0nA Set APCI Heater 0o°C
Intens. +MS, 0.3min #1
x10%
4]
1+ ¥
3] 342.1816
2]
I 1+
; 364.1631
i R 1+
kS 1+
y 3 358.2719
336.2905
346.1531 323
ol 1 | e _ el i 3543728 . wmﬁ.,mm % e i Yo o 9892000 il
335 340 345 350 355 360 365 370 m/z
Meas. m/z # lon Formula Score m/z err[ppm] err[mDa] mSigma rdb e Conf N-Rule
342181563 1 C19H24N303 100.00 342.181218 1.0 0.3 40 95 even ok
364.163124 1 C1SH23N3NaO3 100.00 364.163162 -0.1 -0.0 12 95 even ok
o
zhongweimao_F425-50_pos_71_01_3302.d o o B
Bruker Compass DataAnalysis 4.1 printed:  7/28/2017 9:36:41 AM ) by: SCSIO Page 1 of 1

S12



Figure S10. The IR spectrum of eurotiumin A (1).
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Figure S11. The UV spectrum of eurotiumin A (1).
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Figure S12. The '"H NMR spectrum of eurotiumin B (2) in CDsCOCD:s.
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Figure S13. The *C NMR spectrum of eurotiumin B (2) in CDsCOCDs.
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Figure S14. The HSQC spectrum of eurotiumin B (2) in CDsCOCD:s.
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Figure S15. The HMBC spectrum of eurotiumin B (2) in CD3COCD:.
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Figure S16. The '"H-'H COSY spectrum of eurotiumin B (2) in CDsCOCDs.
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Figure S17. The NOESY spectrum of eurotiumin B (2) in CD3COCDs.
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Figure S18. The HRESIMS spectrum of eurotiumin B (2).
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Figure S19. The IR spectrum of eurotiumin B (2).
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Figure S20. The UV spectrum of eurotiumin B (2).
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Figure S21. The '"H NMR spectrum of eurotiumin C (3) in DMSO-ds.
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Figure S22. The *C NMR spectrum of eurotiumin C (3) in DMSO-ds.
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Figure S23. The HSQC spectrum of eurotiumin C (3) in DMSO-ds.
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Figure S24. The HMBC spectrum of eurotiumin C (3) in DMSO-ds.
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Figure S25. The '"H-'H COSY spectrum of eurotiumin C (3) in DMSO-de.
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Figure S26. The NOESY spectrum of eurotiumin C (3) in DMSO-d.
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Mass Spectrum SmartFormula Report
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Figure S28. The IR spectrum of eurotiumin C (3).
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Figure S29. The UV spectrum of eurotiumin C (3).
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Figure S30. The '"H NMR spectrum of eurotiumin D (4) in CDsCOCDs.
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Figure S31. The *C NMR spectrum of eurotiumin D (4) in CD:COCDs.
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Figure S32. The HSQC spectrum of eurotiumin D (4) in CDsCOCDs.
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Figure S33. The HMBC spectrum of eurotiumin D (4) in CDsCOCD:s.
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Figure S34. The '"H-'H COSY spectrum of eurotiumin D (4) in CDsCOCD:.
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Figure S35. The NOESY spectrum of eurotiumin D (4) in CD3COCDs.
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Figure S36. The HRESIMS spectrum of eurotiumin D (4).
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Figure S37. The IR spectrum of eurotiumin D (4).
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Figure S38. The UV spectrum of eurotiumin D (4).

NS A N e o
py: ﬂéfﬁﬁ{ﬂﬂjﬁ = 2018-03-15 18:03:59

44 F452-47 - RawData

1.166 r : ; —
BATEH (no. ) : 200,00 | 400.00
FIH i
KA 0.2
(@] 1.000} J  EHREEW: B
AR A
NH,»
[{x a8 mE)
{eagn: UV-2600 &%
\ W h=: R
— WAL : 2.0
N BRI 0.1 8.
H KBS 323.0 no
K Ha8 T: HiE
4 S/R ¥ Pt
B BAIE : OFF
H (W R 1]
B x
0.500 4
(HUEA BN
P : 0. 0100000
M 5
v 5
Fhy: 55
(A HE & 4]
R
#R:
R
K
HHnfa 8.
0.000}
-0. 052 1 1 1
200. 00 250. 00 300. 00 350. 00 400. 00
nm.
No. P/V A (nm) Al fiik
1 @® 287. 60 0. 226
2 ® 280. 80 0. 251
3 ® 219, 00 1111
’
171

S41



Figure S39. The '"H NMR spectrum of eurotiumin E (14) in CDsCOCDs.
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Figure S40. The *C NMR spectrum of eurotiumin E (14) in CD3COCD:.
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Figure S41. The HSQC spectrum of eurotiumin E (14) in CD3COCDs.
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Figure S42. The HMBC spectrum of eurotiumin E (14) in CDsCOCD:.

{wdd) 13
[=] [=] [=] [=] [=] [=] [=]
[=] [=] [=] [==] (=] [} =+ o =] [=] (]
(=] =+ o =] — — — — — [} [ |
1 1 1 1 1 1 1 1 1 1 |
.
- -
- - -
=" =
- - ]
. .
- .

' [‘rw

St e e 'r" “l

S45

80 75 70 65 60 55 50 45 40 35 30 25 20 15 10 05 00
f2 (ppm)

85



Figure S43. The 'H-'H COSY spectrum of eurotiumin E (14) in CD:COCD:s.
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Figure S44. The HRESIMS spectrum of eurotiumin E (14).
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Figure S45. The UV spectrum of eurotiumin E (14).
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MS and NMR data of compounds 5—13

Compound 5: yellow solid, positive HRESIMS m/z 482.2775 [M + Na]* (calcd for
CoH37N3NaO, 482.2778). 3C NMR (acetone-de, 175 MHz) , 6c: 144.4 (C-2), 104.8 (C-3),
127.6 (C-3a), 110.9 (C-4), 133.4 (C-5), 125.4 (C-6), 126.4 (C-7), 134.6 (C-7a), 116.8 (C-8), 125.1
(C-9), 160.3 (C-10), 52.3 (C-12), 166.7 (C-13), 40.1 (C-15), 146.1 (C-16), 112.4 (C-17), 27.9 (C-
18/19), 20.8 (C-20), 35.1 (C-21), 123.0 (C-22), 131.9 (C-23), 25.9 (C-24), 17.9 (C-25), 32.6 (C-
26), 123.4 (C-27), 133.2 (C-28), 25.9 (C-29), 17.9 (C-30).

Compound 6: yellow solid, positive ESIMS m/z 414.4 [M + Na]*. ®C NMR (acetone-ds, 175
MHz) , 6c: 144.3 (C-2), 105.0 (C-3), 125.4 (C-3a), 117.7 (C-4), 121.2 (C-5), 123.2 (C-6), 126.8
(C-7), 134.9 (C-7a), 110.7 (C-8), 127.4 (C-9), 160.2 (C-10), 52.2 (C-12), 166.9 (C-13), 40.1 (C-
15), 146.1 (C-16), 112.4 (C-17), 27.9 (C-18/19), 20.7 (C-20), 28.9 (C-21), 123.2 (C-22), 133.4 (C-
23),25.9 (C-24), 17.9 (C-25).

Compound 7: yellow solid, positive HRESIMS m/z 392.2344 [M + HJ* (calcd for C24H30N3O,
392.2333). BC NMR (acetone-ds, 125 MHz) , 6c: 145.2 (C-2), 103.8 (C-3), 127.2 (C-3a), 118.6
(C-4), 134.0 (C-5), 123.1 (C-6), 112.3 (C-7), 134.7 (C-7a), 111.8 (C-8), 125.5 (C-9), 160.8 (C-10),
52.2 (C-12), 167.1 (C-13), 40.0 (C-15), 145.9 (C-16), 112.2 (C-17), 27.9 (C-18/19), 20.8 (C-20),
35.0 (C-21), 125.5 (C-22), 131.9 (C-23), 25.8 (C-24), 17.8 (C-25).

Compound 8: red solid, positive HRESIMS m/z 460.2967 [M + H]* (calcd for C20H3sN3Oy,
460.2959). B*C NMR (acetone-ds, 175 MHz) , 6c: 142.7 (C-2), 103.0 (C-3), 127.6 (C-3a), 131.8
(C-4),131.7 (C-5), 124.3 (C-6), 110.0 (C-7), 135.5 (C-7a), 113.4 (C-8), 130.2 (C-9), 159.3 (C-10),
52.2 (C-12), 166.8 (C-13), 39.8 (C-15), 146.4 (C-16), 111.7 (C-17), 27.5 (C-18/19), 21.2 (C-20),
28.7 (C-21), 127.6 (C-22), 131.0 (C-23), 25.8 (C-24), 18.2 (C-25), 31.9 (C-26), 127.6 (C-27), 131.1
(C-28), 25.9 (C-29), 17.9 (C-30).

Compound 9: yellow solid, negative ESIMS m/z 338.2 [M - H]. ®C NMR (dimethyl
sulfoxide-ds, 175 MHz) , 6c: 144.2 (C-2), 103.8 (C-3), 126.2 (C-3a), 111.5 (C-4), 119.5 (C-5),
120.7 (C-6), 119.3 (C-7), 135.1 (C-7a), 111.3 (C-8), 125.1 (C-9), 165.8 (C-10), 79.1 (C-12), 161.4
(C-13), 39.1 (C-15), 145.2 (C-16), 111.7 (C-17), 27.8 (C-18), 27.5 (C-19), 24.7 (C-20).
Compound 10: yellow oil, positive HRESIMS m/z 322.1560 [M + H]* (calcd for Ci9H20N3Oz,
322.1550). B3C NMR (acetone-ds, 125 MHz) , 6c: 145.3 (C-2), 104.2 (C-3), 127.1 (C-3a), 119.7
(C-4),120.9 (C-5), 122.3 (C-6), 112.5 (C-7), 136.3 (C-7a), 112.2 (C-8), 126.3 (C-9), 157.8 (C-10),
136.1 (C-12), 156.6 (C-13), 40.1 (C-15), 145.9 (C-16), 112.4 (C-17), 27.9 (C-18/19), 100.1 (C-20).
Compound 11: yellow oil, positive HRESIMS m/z 392.1972 [M + HJ* (calcd for C2sH2sN3Os,
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392.1969). BC NMR (acetone-ds, 125 MHz) , 6c: 146.9 (C-2), 104.3 (C-3), 127.3 (C-3a), 119.2
(C-4), 134.8 (C-5), 123.5 (C-6), 112.5 (C-7), 135.0 (C-7a), 117.3 (C-8), 124.6 (C-9), 157.5 (C-10),
152.6 (C-12), 160.6 (C-13), 40.2 (C-15), 145.7 (C-16), 112.7 (C-17), 28.1 (C-18/19), 35.2 (C-21),
125.4 (C-22), 131.9 (C-23), 25.8 (C-24), 17.9 (C-25).

Compound 12: yellow oil, positive HRESIMS m/z 462.3121 [M + HJ* (calcd for C2oH40N3Oz,
462.3115). BCNMR (acetone-ds, 125 MHz) , 6c: 141.5 (C-2), 104.2 (C-3), 129.1 (C-3a), 115.2
(C-4), 134.0 (C-5), 123.0 (C-6), 123.5 (C-7), 132.4 (C-7a), 29.7 (C-8), 54.7 (C-9), 168.8 (C-10),
50.9 (C-12), 168.0 (C-13), 39.1 (C-15), 145.9 (C-16), 112.5 (C-17), 28.1 (C-18), 28.0 (C-19), 20.0
(C-20), 34.7 (C-21), 124.6 (C-22), 131.7 (C-23), 25.8 (C-24), 18.0 (C-25), 31.5 (C-26), 123.0 (C-
27),133.0 (C-28), 25.9 (C-29), 18.0 (C-30).

Compound 13: white solid, positive ESIMS m/z 245 [M + H]J*. ®*C NMR (acetone-ds, 125
MHz) , 6c: 166.9 (C-1), 45.9 (C-3), 22.8 (C-4), 29.3 (C-5), 60.0 (C-6), 170.9 (C-7), 57.6 (C-9),
38.1 (C-10), 137.4 (C-1"), 131.0 (C-2'/6"), 131.0 (C-3'/5"), 128.0 (C-4").
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