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S1. Quantum chemical CD calculation of compound 1.

Conformational analysis was initially performed using Spartan’14 software (Wavefunction, Inc.,
Irvine, CA, USA) at MMFF9%4 force field. The conformers with Boltzmann-population of over 5% were
chosen for ECD calculations, and then the conformers were initially optimized at BBLYP/DGDZVP level
in MeOH using the continuum polarizable continuum model (CPCM). Harmonic vibration frequencies
were calculated to confirm the stability of these conformers. As revealed by the frequency analysis, no
imaginary frequencies were observed in ground states. The theoretical calculation of ECD was
conducted in MeOH using Time-dependent Density functional theory (TD-DFT) at the
B3LYP//DGDZVP level for all conformers of compound 1. The CD spectra were generated by the
program GaussView 6.0 (University of Wiirzburg, Wiirzburg, Germany) using a Gaussian band shape
with 0.3 eV exponential half-width from dipole-length dipolar and rotational strengths.

Conformer AE(kcal/mol) Population(%)
compound Model-1 la 0 76.9
1b 0.71 23.1




S2. Quantum chemical CD calculation of compound 4.

Conformational analysis was initially performed using Spartan’14 software (Wavefunction, Inc.,
Irvine, CA, USA) at MMFF9%4 force field. The conformers with Boltzmann-population of over 5% were
chosen for ECD calculations, and then the conformers were initially optimized at B3LYP/6-311G level in
MeOH using the continuum polarizable continuum model (CPCM). Harmonic vibration frequencies
were calculated to confirm the stability of these conformers. As revealed by the frequency analysis, no
imaginary frequencies were observed in ground states. The theoretical calculation of ECD was
conducted in MeOH using Time-dependent Density functional theory (TD-DFT) at the B3LYP/6-311G+
level for all conformers of compound 4. The CD spectra were generated by the program GaussView 6.0
(University of Wiirzburg, Wiirzburg, Germany) using a Gaussian band shape with 0.3 eV exponential
half-width from dipole-length dipolar and rotational strengths.

4b
Conformer AE(kcal/mol) Population(%)
compound Model-4 4a 0 73.1
4b 0.59 26.9




S3. Quantum chemical CD calculation of compound 6.

Conformational analysis was initially performed using Spartan’14 software (Wavefunction, Inc.,
Irvine, CA, USA) at MMFF9%4 force field. The conformers with Boltzmann-population of over 5% were
chosen for ECD calculations, and then the conformers were initially optimized at B3LYP/6-311G level in
MeOH using the continuum polarizable continuum model (CPCM). Harmonic vibration frequencies
were calculated to confirm the stability of these conformers. As revealed by the frequency analysis, no
imaginary frequencies were observed in ground states. The theoretical calculation of ECD was
conducted in MeOH using Time-dependent Density functional theory (TD-DFT) at the B3LYP/6-311G+
level for all conformers of compound 6. The CD spectra were generated by the program GaussView 6.0
(University of Wiirzburg, Wiirzburg, Germany) using a Gaussian band shape with 0.3 eV exponential
half-width from dipole-length dipolar and rotational strengths.

Conformer AE(kcal/mol) Population(%)
6a 0 99.9%

compound Model-6




S4. Quantum chemical CD calculation of compound 7.

Conformational analysis was initially performed using Spartan’14 software (Wavefunction, Inc.,
Irvine, CA, USA) at MMFF9%4 force field. The conformers with Boltzmann-population of over 5% were
chosen for ECD calculations, and then the conformers were initially optimized at B3LYP/6-311G level in
MeOH using the continuum polarizable continuum model (CPCM). Harmonic vibration frequencies
were calculated to confirm the stability of these conformers. As revealed by the frequency analysis, no
imaginary frequencies were observed in ground states. The theoretical calculation of ECD was
conducted in MeOH using Time-dependent Density functional theory (TD-DFT) at the B3LYP/6-311G+
level for all conformers of compound 7. The CD spectra were generated by the program GaussView 6.0
(University of Wiirzburg, Wiirzburg, Germany) using a Gaussian band shape with 0.3 eV exponential
half-width from dipole-length dipolar and rotational strengths.

Conformer AE(kcal/mol) Population(%)
7a 0 99.9%

compound Model-7




hyllofenone F (1) in CDCls.
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S5. TH NMR spectrum of
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S6. 13C NMR spectrum of phyllofenone F (1) in CDCls.
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S7. DEPT135 spectrum of phyllofenone F (1) in CDCls.
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S8. HSQC spectrum of phyllofenone F (1) in CDCls.
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S9. COSY spectrum of phyllofenone F (1) in CDCls.
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S11. NOESY spectrum of phyllofenone F (1) in CDCls.
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S12. HRESIMS of phyllofenone F (1).
Spectrum
MS: 0.2240-0.2407 / 20210429-F6a / ESI+ / / (94827)
x10° 1.00 493.36530
0.75 —
= 7
= 0.50 —|
= i
] 282.27952
0-25 — 369.31540
] l 752.65336 962 .72872
1 149.13347 423.30354
0.00 vttt bl g 1S ol jsooasonz | seseazeo  §
100 200 300 400 500 600 00 800 Q00 1000
mSz
Elemental Composition
Parameters Elements Set 1:
Tolerance: +5.00 ppm Symbol C H N o Na s Cl Br
Electron: Odd/Even Min (o] o] o] o} 1 o] o] Q
Charge: +1 Max 200 200 8] 8 1 o] Q Q
DBE: -1.5 - 200.0
Symbol F P Si
Min o 8] 8]
Max o] o] o]
Results
. Mass Mass
Mass Intensity LEEEnSIt Formula Galsulated Difference Difference DBE
[26] Mass
[MmDa] [Ppm]
493.36530 94827.45 100.00 C31 H50 O3 Na 493.36522 0.08 0.17 6.5
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S13. UV spectrum of phyllofenone F (1).
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524. IR spectrum of phyllofenone F (1) (KBr).
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S15. 'H NMR spectrum of phyllofenone G (2) in CDCls.
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S16. 3C NMR spectrum of phyllofenone G (2) in CDCls.
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S17. DEPT135 spectrum of phyllofenone G (2) in CDCls.
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S18. HSQC spectrum of phyllofenone G (2) in CDCls.
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519. COSY spectrum of phyllofenone G (2) in CDCls.
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520. HMBC spectrum of phyllofenone G (2) in CDCls.
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521. NOESY spectrum of phyllofenone G (2) in CDCls.
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522. HRESIMS of phyllofenone G (2).
Spectrum
MS: 0.2235-0.3402 /20210429-F6b /ESI+ / / (127283)
%10° B 507.38150
1.25 —
1.00 —
= 0.75 —
5 ]
=
0.50 —
] 282.27980
0.25 —
: 437.30322 766.67000
- 149.13357 921.69232
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Parameters Elements Set 1:
Tolerance: +5.00 ppm Symbol C H N o Na S Cl Br
Electron: Odd/Even Min o] s} o o] 1 o] o] (o]
Charge: +1 Max 200 200 o] 8 1 o] o] 0
DBE: -1.5 - 200.0
Symbol F P Si
Min o] (o] o
Max o] o] o]
Results
. Mass Mass
Int Calculated
Mass Intensity nEensity: Formula 8 suiare Difference Difference DBE
[96] Mass
[mDa] [pem]
507.38150 127282.54 100.00 C32 H52 O3 Na 507.38087 0.63 1.24 6.5
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523. UV spectrum of phyllofenone G (2) in MeOH.
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525. 'TH NMR spectrum of phyllofenone H (3) in CDCls.
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S27. DEPT135 spectrum of phyllofenone H (3) in CDCls.
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528. HSQC spectrum of phyllofenone H (3) in CDCls.
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529. COSY spectrum of phyllofenone H (3) in CDCls.
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S31. NOESY spectrum of phyllofenone H (3) in CDCls.
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S32. HRESIMS of phyllofenone H (3).
MS: 0.2225-0.3225 f20210930-H4D2 fESI+ / / (112359)
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Results
. Mass Mass
Mass Intensity latensity Formula Galcnlaret Difference Difference DBE
[26] Mass
[mDa] [ppml
523.37566 112359.29 100.00 C32 H52 O4 Na 523.37578 -0.12 -0.23 6.5
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S33. UV spectrum of phyllofenone H (3).
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S34. IR spectrum of phyllofenone H (3) (KBr).
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S35. TH NMR spectrum of phyllofenone I (4) in CDCls.
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S36. 3C NMR spectrum of phyllofenone I (4) in CDCls.
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S37. DEPT135 spectrum of phyllofenone I (4) in CDCls.
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S38. HSQC spectrum of phyllofenone I (4) in CDCls.
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539. COSY spectrum of phyllofenone I (4) in CDCls.

) 1 A pPpm

% .
£ N
g . |

T T T T T T T T ~8
8 7 6 5 4 3 2 1 0 ppm

540. HMBC spectrum of phyllofenone I (4) in CDCls.

1 1 ppm

L TIRTENTe

~100
~120
_ . . . - . | 140
~160
~180

. . . - 200

80 75 70 65 60 55 50 45 40 35 30 25 20 15 10 05 0.0 -0.5 ppm

25



S41. NOESY spectrum of phyllofenone I (4) in CDCls.

| 1 A ppm
A O
. L] } 1
[ 'y 5
. ¢ L] F
B -2
) £
— . ‘,s“ & P 3
P :
- :
. -4
— & - . - e F
.d‘ N
— , 4 ° . -5
-6
A" . . . E
o E7
A g
T T T T T T T T T T
8 7 6 5 4 3 2 1 0 ppm
S42. HRESIMS of phyllofenone I (4).
Spectrum
MS: 0.2294-0.3961 / 20210930-H3B2 / ESI+ / / {(117715)
x10° i 509.25985
1.00 —
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= ]
T _
= i
0.50 —
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Sz
Elemental Composition
Parameters Elements Set 1:
Tolerance: +5.00 ppm Symbol C H N (@] Na S Cl Br
Electron: Odd/Even Min o} o] o] o} 1 o] (o] o]
Charge: +1 Max 200 200 o] 8 1 o o} o
DBE: -1.5 - 200.0
Symbol P Si F |
Min (o] o] o] (o]
Max 0] o} o} 0]
Results
. Mass Mass
Mass Intensity ltensity Formula Calsulated Difference Difference DBE
[96] Mass
[mDa] [ppm]
509.35985 117715.40 100.00 €31 H50 O4 Na 509.36013 -0.28 -0.55 6.5

26



543. UV spectrum of phyllofenone I (4).
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S44. IR spectrum of phyllofenone I (4) (KBr).
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545. TH NMR spectrum of phyllofenone J (5) in CDCls.
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546. 3C NMR spectrum of phyllofenone J (5) in CDCls.
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S47. DEPT135 spectrum of phyllofenone J (5) in CDCls.
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548. HSQC spectrum of phyllofenone J (5) in CDCls.
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549. COSY spectrum of phyllofenone J (5) in CDCls.

Y

S50. HMBC spectrum of phyllofenone J (5) in CDCls.
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S51. NOESY spectrum of phyllofenone J (5) in CDCls.
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S54. HRESIMS of phyllofenone J (5).
Spectrum
~ MS: 0.2437-0.3437 /20210625-G4G4 / ESI+ / / (209167)
x10° ] 338.34300
2.00
] 523.37585
175 4
1.50 4
= 1.25 -
2 1
= 1.00
075 -
0.50 -
0.25
] 67567528
7 149L1L313?4 ] | 1 ll.; J |612.93056 L 770.56069 909.27705
0.00 ——pedyuhidodyiiipl i oot bou e B e e S e e B ST
100 200 300 400 500 600 rjelel 800 900 1000
Sz
Elemental Composition
Parameters Elements Set 1:
Tolerance: +5.00 ppm Symbol C H N [®)] Na S Cl Br
Electron: Odd/Even Min o] o] o o] 1 o] o] o
Charge: +1 Max 200 200 o] 8 1 o} o o]
DBE: -1.5 - 200.0
Symbol F Si
Min o Q
Max o] o]
Results
. Mass Mass
Int Calculated
Mass Intensity Rrensity Formula 8 CLAaLe Difference Difference DBE
[26] Mass
[mDa] [rrml]
523.37585 181504.85 86.78 C322 H52 O4 Na 523.37578 0.07 0.13 6.5
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S53. UV spectrum of phyllofenone J (5).
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S54. IR spectrum of phyllofenone J (5) (KBr).
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S55. TH NMR spectrum of phyllofenone K (6) in CDCls.
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556. 13C NMR spectrum of phyllofenone K (6) in CDCls.
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S57. DEPT135 spectrum of phyllofenone K (6) in CDCls.
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558. HSQC spectrum of phyllofenone K (6) in CDCls.
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559. COSY spectrum of phyllofenone K (6) in CDCls.
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S60. HMBC spectrum of phyllofenone K (6) in CDCls.
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S61. NOESY spectrum of phyllofenone K (6) in CDCls.
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S62. HRESIMS of phyllofenone K (6).
Spectrum
MS: 0.2240-0.23407 /20210920-H4D1 /fESI+ / / (31583)
x10% ] 509.236054
300! -} 367.29982
2.50 =
2.00 -
= I
£ i
= 1.50 —]
100 447 08106
0.50 — 604.39687
7 7A19.53672 939.66666
il 808.04936
0.00 —
100 200 300 400 500 600 700 800 Q00 1000
Mz
Elemental Composition
Parameters Elements Set 1:
Tolerance: +5.00 ppm Symbol C H N o Na S Cl Br
Electron: Odd/Even Min ] ] ] ] 1 6] 6] o]
Charge: +1 Max 200 200 o] 8 1 o] o] o
DBE: -1.5 - 200.0
Symbol P Si F |
Min o} o} o} o}
Max o] o] o] o]
Results
. Mass Mass
Mass Intensity Int[egr;)]SIty Formula Call\al':al:;ed Difference Difference DBE
LmDa] Lepmli
509.36054 21582.55 100.00 C31 H50 O4 Na 509.26013 0.41 Q.81 6.5
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S63. UV spectrum of phyllofenone K (6).
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S64. IR spectrum of phyllofenone K (6) (KBr).
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565. 'H NMR spectrum of phyllofenone L (7) in CDCls.
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566. 3C NMR spectrum of phyllofenone L (7) in CDCls.
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S67. DEPT135 spectrum of phyllofenone L (7) in CDCls.
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568. HSQC spectrum of phyllofenone L (7) in CDCls.
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569. COSY spectrum of phyllofenone L (7) in CDCls.
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S70. HMBC spectrum of phyllofenone L (7) in CDCls.
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S71. NOESY spectrum of phyllofenone L (7) in CDCls.
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S72. HRESIMS of phyllofenone L (7).
MS: 0.2387-0.3387 /20210527-G3E1 fESI+ / / (98322)
*x10° |
1.00 ; 507.34375
0.75 —
= ]
£ ]
=
- 0.50 —
0.25 —
] 485.36207
.00 || Ares32b8s L, A01.36577 497.35848 503.10247  513.21519 51934456
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Sz
Elemental Composition
Parameters Elements Set 1:
Tolerance: +5.00 ppm Svmbol C H N [®] Na S Cl Br
Electron: Odd/Even Min o} o] o} o} 1 o] o] o}
Charge: +1 Max 200 200 o] 8 1 o} o} 0]
DBE: 1.5 200.0
Symbol F Si
Min o] o}
Max 0 o]
Results
. Mass Mass
Mass Intensity Intensity Formula Galaulated Difference Difference DBE
[96] Mass
[mDa] [ppm]
507.34375 98321.87 100.00 C31 H48 O4 Na 507.34448 -0.74 -1.45 7.5
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S73. UV spectrum of phyllofenone L (7) in MeOH.
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S74. IR spectrum of phyllofenone L (7) (KBr).
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hy

S75.'H NMR spectrum of

llofenone M (8) in CDCls.
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S76. 13C NMR spectrum of phyllofenone M (8) in CDCls.
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S77. DEPT135 spectrum of phyllofenone M (8) in CDCls.
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578. HSQC spectrum of phyllofenone M (8) in CDCls.
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§79. COSY spectrum of phyllofenone M (8) in CDCls.
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S80. HMBC spectrum of phyllofenone M (8) in CDCls.
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S81. NOESY spectrum of phyllofenone M (8) in CDCls.

o

190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 ppm
S82. HRESIMS of phyllofenone M (8).
MS: 0.2345-0.3679 f20210527-G3E3 /ESI+ / / (69420)
x10% ]
8.00
] 521.36084
7.00 —
6.00
= 5.00 —
2 :
= 4.00 -]
3.00
2.00
1.00 -
1 499.37836
1 49237701 | 504.19603 509.36016 516.19078 L 528.36492
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Elemental Composition
Parameters Elements Set 1:
Tolerance: +5.00 ppm Symbol C H N O Na S Cl Br
Electron: Odd/Even Min Q o o o] 1 o] o] o]
Charge: +1 Max 200 200 Q 8 1 o] 0 o]
DBE: -1.5 - 200.0
Symbol F Si
Min o] o
Max 0 o]
Results
. Mass Mass
Mass Intensity Letensity Formula Galaulated Difference Difference DBE
[26] Mass
[mDa] [PpmI]
521.36084 59419.71 75.00 C32 H50 ©4 Na 521.36013 0.71 1.37 7.5
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S83. UV spectrum of phyllofenone M (8).
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S84. IR spectrum of phyllofenone M (8) (KBr).
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S85. The structure of phyllofenone A.
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