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1. Experimental Section

1.1 X-ray crystallographic analysis of compounds 1a and 3.

Table S1. X-ray crystallographic data for (—)-tersone A (1a).

Empirical formula C19H19NO3

Formula weight 309.34

Temperature 99.9(8) K

Wavelength 1.54184 A

Crystal system monoclinic

Space group 12

Unit cell dimensions a=15.4694(2) A «=90°

b=11.28363(15) A /2 =101.9564(15)<
c=21.3051(3) A y=90<

Volume 3638.15(9) A°

z 8

Density (calculated) 1.126 Mg/m®

Absorption coefficient 0.617 mm™

F(000) 1304.0

Crystal size 0.08 x 0.06 x 0.05 mm®

Theta range for data collection 8.484 t0 148.346<

Index ranges -18<=h<=19, -13<=k<=13, -26<=I<=26
Reflections collected 18985

Independent reflections 7142 [R(int) = 0.0489]
Completeness to theta = 66.97° 99.94 %

Absorption correction multi-scan

Refinement method Full-matrix least-squares on F?
Data / restraints / parameters 7142/1/423

Goodness-of-fit on F? 1.062

Final R indices [1>2sigma(1)] R1 =0.0404, wR2 = 0.1055

R indices (all data) R1=0.0483, wR2 =0.1101
Absolute structure parameter 0.09(10)

Largest diff. peak and hole 0.23and -0.19 e. A’




Table S2. X-ray crystallographic data for ()-tersone C (3).

Empirical formula C19H19NO3
Formula weight 309.35
Temperature 103(6) K
Wavelength 1.54184 A
Crystal system monoclinic
Space group P2,/n

Unit cell dimensions a=8.94020(10) A «=90°
b=17.2446(2) A 5 =98.8880(10)<

¢ =10.33770(10) A y=90<

Volume 1574.63(3) A?

Z 4

Density (calculated) 1.305 Mg/m?
Absorption coefficient 0.713 mm™

F(000) 656.0

Crystal size 0.08 x 0.07 x 0.05 mm®

10.066 to 148.01<
-10<=h<=10, -15<=k<=21, -12<=I<=11

Theta range for data collection
Index ranges

Reflections collected 8528

Independent reflections 3083 [R(int) = 0.0280]
Completeness to theta = 67.97° 99.76 %

Absorption correction multi-scan

Refinement method Full-matrix least-squares on F?
Data / restraints / parameters 3083/0/211

Goodness-of-fit on F? 1.044

Final R indices [I1>2sigma(l)] R1 =0.0368, wR2 = 0.0964

R indices (all data) R1=0.0429, wR2 = 0.1002
Largest diff. peak and hole 0.20and -0.23 e. A

1.2 Computational details

Methods. Merck molecular force field (MMFF) and DFT/TD-DFT calculations were carried out
with the Spartan’14 software (Wavefunction Inc., Irvine, CA, USA) and the Gaussian 09 program,
respectively [1]. Conformers within the 10 kcal mol™* energy window were generated and
optimized using DFT calculations at the b3lyp/6-31+g(d,p) level. Frequency calculations were
performed at the same level to confirm that each optimized conformer was true minimum and to
estimate their relative thermal free energy (AG) at 298.15 K. Conformers with the Boltzmann
distribution over 5% were chosen for ECD calculations in methanol at the b3lyp/6-311+g(d,p)
level. Solvent effects were taken into consideration using the self-consistent reaction field (SCRF)

method with the polarizable continuum model (PCM) [2]. The ECD spectrum was generated by the
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SpecDis program [3] using a Gaussian band shape with 0.26 eV exponential half-width from

dipole-length dipolar and rotational strengths.

Results.
Table S3. Energy analysis for the conformers of 4.
compounds conformation G (Hartree) G (Kcal/mol) AG Boltzma
(Kcal/mol) nn Dist
(%)
4 a -940.73426083 -590313.4768 0 74.82%
b -940.73323300 -590312.8319  0.644901673 25.18%

Figure S1. B3LYP/6-31G(d) optimized low-energy conformers of 4
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2. NMR, HRESIMS, CD, UV and IR spectrum of compounds 1-9
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Figure S2. **C NMR spectrum (150 MHz, CD;0D) of 1a
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Figure S3. 'H-'H COSY spectrum of 1a in CD;0D
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Figure S4. HSQC spectrum of 1a in CD;0D
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Mass Spectrum SmartFormula Report
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Figure S13. HRESIMS spectrum of 1b
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Figure S21. HRESIMS spectrum of 2a
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Figure S24. IR spectrum of 2a
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Figure S25. "H NMR spectrum (600 MHz, CD;0D) of 2b
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Figure S26. **C NMR spectrum (150 MHz, CD5;0D) of 2b
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Figure S27. HRESIMS spectrum of 2b
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Figure $S29. "H NMR spectrum (600 MHz, CD;0D) of 3a
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Figure S30. *C NMR spectrum (150 MHz, CD30D) of 3a
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Figure S31. 'H-"H COSY spectrum of 3a in CD;0D
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Figure S32. HSQC spectrum of 3a in CD;0D
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Figure S35. HRESIMS spectrum of 3a
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Figure S36. CD spectrum of 3a
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Figure $S39. "H NMR spectrum (600 MHz, CD;0D) of 3b
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Figure S40. **C NMR spectrum (150 MHz, CD5;0D) of 3b
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Figure S41. HRESIMS spectrum of 3b
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Figure S43. "H NMR spectrum (600 MHz, CD;0D) of 4a
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Figure S44. *C NMR spectrum (150 MHz, CD30D) of 4a
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Figure S45. 'H-"H COSY spectrum of 4a in CD;0D
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Figure S46. HSQC spectrum of 4a in CD;OD
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Figure S48. NOESY spectrum of 4a in CD3;OD
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Figure S49. HRESIMS spectrum of 4a
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Figure S53. "H NMR spectrum (600 MHz, CD;0D) of 4b
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Figure S54. *C NMR spectrum (150 MHz, CD5;0D) of 4b
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Figure S55. HRESIMS spectrum of 4b
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Figure S56. CD spectrum of 4b
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Figure S57. "H NMR spectrum (600 MHz, CD;0D) of 5a
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Figure S58. *C NMR spectrum (150 MHz, CD30D) of 5a
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Figure S59. 'H-"H COSY spectrum of 5a in CD;0D

l

85 80 753 70 B3 GO0 &5 &0 45 40 35 30 25 20 13
f2 (ppm)

Figure S60. HSQC spectrum of 5a in CD;0D
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chenshanchong_5-21_pos_9_01_6248.d
Bruker Compass DataAnalysis 4.1 printed 3/1/2019 9:46:07 AM by: SCsSIO Page 1 of 1

Figure S63. HRESIMS spectrum of 5a
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Figure S64. CD spectrum of 5a
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Figure S66. IR spectrum of 5a
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Figure $68. *C NMR spectrum (150 MHz, CD;0D) of 5b
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Figure S69. HRESIMS spectrum of 5b
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Figure S70. CD spectrum of 5b
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Figure S73. *H-"H COSY spectrum of 6 in CD;0D
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Figure S74. HSQC spectrum of 6 in CD3;0D

45

F20

F40

60

r 80

rloo

120

r 140

r 160

r180

r200

r220

240

fl (ppm)

fl (ppm)



L

A

"

|

|

Ll

D
[ ]
L N 20
) a B 40
' o !
! ‘ . - B0
0 i U ;
' { 80
100
04e [} i
o [ o L 140
- 150
v 4 1 180
- 200
i ] 0 0
| - 220
- 240
85 B0 75 70 B5 B0 55 50 45 40 35 30 25 20 U5 10 05 00 -D5 D
f2 (ppm)
Figure S75. HMBC spectrum of 6 in CD;OD
J L
-l
S
y !
4"
" ’w"" F2
| 1. L3
g
[ )
Y F4
L do |
4 ! L5
LB
é L7
ﬂ” 4 . i
] !
85 B0 75 70 B5 B0 55 50 45 40 35 30 25 20 U5 0 05 00 -05 D

f2 (ppm)

Figure S76. NOESY spectrum of 6 in CD;0D
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Figure S77. HRESIMS spectrum of 6

5-10.dsx::Smooth (s):0

Circular Dichroism (mdeg)

20

18

16

14

12

10

200 220 240 280 280 300 320 340 380 350 400
Wavelength (nm)

Figure S78. CD spectrum of 6
47



Absorbance (ALl)

5-10-UV .dsx::Subtracted

0.8

08

04

0.2

200 220 240 260 280 300 320 340 3B0 a0 400
Ywavelength (nm)

Figure S79. UV spectrum of 6
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Figure S80. IR spectrum of 6
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Figure S81. *H NMR spectrum (600 MHz, CD;0D) of 7
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Figure S82. *C NMR spectrum (150 MHz, CD30D) of 7
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Figure S84. HSQC spectrum of 7 in CD;0D
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Figure S86.

HRESIMS spectrum of 7
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Figure $89. "H NMR spectrum (600 MHz, CD;0D) of 8a
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Figure S90. **C NMR spectrum (150 MHz, CD30D) of 8a
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Figure S91. 'H NMR spectrum (600 MHz, CD;0D) of 8b
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Figure S92. **C NMR spectrum (150 MHz, CD5;0D) of 8b
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Figure S93. *H NMR spectrum (600 MHz, CD;0D) of 9
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Figure S94. *C NMR spectrum (150 MHz, CD30D) of 9
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