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2, 'H NMR, CDCl,, 400 MHz
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2, 3C NMR, CDCl;, 100 MHz
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2a, '"H NMR, CDCl;, 400 MHz
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2a, 3C NMR, CDCl;, 100 MHz
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26, 'H NMR, CDCl;, 400 MHz
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26, 3C NMR, CDCl;, 100 MHz
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26, DEPT, CDCls, 100 MHz
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4, 3C NMR, CDCl;, 100 MHz
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5, 3C NMR, CDCl;, 100 MHz
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»

TH NMR, CDCl;, 400 MHz
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6, 3C NMR, CDCl;, 100 MHz
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7, 'TH NMR, CDCl;, 400 MHz
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7, 3C NMR, CDCl;, 100 MHz
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7, DEPT, CDCl;, 100 MHz
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(%)-9, '"H NMR, DMSO-dg, 400 MHz
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(#)-9, *C NMR, DMSO-dg, 100 MHz
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12, 'H NMR, CDCl, 400 MHz
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12, 3C NMR, CDCl;, 100 MHz
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13, "TH NMR, CDCl;, 400 MHz
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13, 3C NMR, CDCl;, 100 MHz
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13, DEPT, CDCl;, 100 MHz
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29, 'H NMR, CDCl;, 500 MHz
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29, 13C NMR, CDCls, 125 MHz
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29, DEPT, CDCls, 125 MHz
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(2)-15, 'H NMR, CDCl,, 400 MHz
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(#)-17, 'TH NMR, DMSO-dg, 400 MHz
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(£)-17, 3C NMR, DMSO-d¢, 100 MHz
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19, 'TH NMR, CDCl;, 400 MHz
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19, 3C NMR, CDCl;, 100 MHz
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CHLOROFORM-d

32, 3C NMR, CDCl;, 100 MHz
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32, DEPT, CDCl;, 100 MHz
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21, '"H NMR, CDCl;, 400 MHz

CHLOROFORM-d

3.8368
3.8235
3.8120

I

3.8006

8.8368
7.9513
7.9475
7.9379
7.9303
7.4780
7.4723
7.4666
7.4608
7.4551
7.4513
7.3845
7.3635
7.2700
7.1345
6.9208
6.9036
6.8387
5.8826
3-3.7872
\3 7757
3.7280
3.7166
3.7032
3.3635
3.3502
3.3254

Swe
e
H OH

CigHigNLO,
292.12

J‘/ ’ J‘
| NIl [ /]
_J AW MJ‘ //)/"
1 //U s /\\ ot K 7 /‘ \‘\
[ 1 r J
1.04 1.00 2.182.01 1.04 1.05 2.01 1.05 1.302.19 1.13
= H H B H Hed = H o =
B o LI L o B LALLM A N R nmnm SR E R
6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 .
Chemical Shift (ppm)

44



21, 3C NMR, CDCl;, 100 MHz
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21, DEPT, CDCl,, 100 MHz
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(#)-23, 'TH NMR, DMSO-dg, 400 MHz
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(#)-23, 3C NMR, DMSO-dg, 100 MHz
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(2)-23, DEPT, DMSO-d,, 100 MHz
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28, 'TH NMR, acetone-d, 500 MHz
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28, 13C NMR, acetone-dg, 125 MHz
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28, DEPT, acetone-dg, 125 MHz
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31, '"TH NMR, CDCl;, 400 MHz
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CHLOROFORM-d

31, 3C NMR, CDCl;, 100 MHz
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31, DEPT, CDCl;, 100 MHz
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34, 'H NMR, CDCl;, 400 MHz
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34, 3C NMR, CDCl;, 100 MHz

CHLOROFORM-d
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34, DEPT, CDCls;, 100 MHz
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35, 'TH NMR, acetone-ds, 400 MHz
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35, BC NMR, acetone-ds, 100 MHz
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36, '"H NMR, CDCl;, 400 MHz
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36, 3C NMR, CDCl;, 100 MHz
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38, 'H NMR, DMSO-dg, 400 MHz

FDMSO-dG
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38, 13C NMR, DMSO-dg, 100 MHz
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10a, '"H NMR, DMSO-d, 200 MHz
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10a, 3C NMR, DMSO-d,, 50 MHz
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m Table 1: Comparison 'H and '3C NMR spectral data of proposed natural product 10 and revised natural product

(+)-10a
Proposed natural product 10 (reference 40 in manuscript) Revised natural product 10a (present work)
TH NMR 13C NMR I3C NMR TH NMR 13C NMR
(DMSO-d;, 400 MHz) & (DMSO-d,, 100 (DMSO-d,, 100 (DMSO-d;, 200 MHz) & (DMSO-dg, 50
MHz) & MHz) 6 MHz) &
(640.0 (639.5 (639.5
ref. lock)" ref. lock) ref. lock)
1.77 (m, 1H) 212 20.7 1.70-1.91 (m, 1H) 20.7
2.25 (m, 1H) 259 254 2.20-2.37 (m, 1H) 254
2.49 (m, 1H) 31.5 31.0 31.0
2.54 (m, 1H) 37.3 36.8 2.38-2.84 (m, 4H) 36.9
2.63 (m, 1H) 54.1 53.6 53.6
2.73 (dd, J=15.2,4.0 Hz, 1H) 106.4 105.9 105.9
2.95(ddd,J=12.4,12.4,4.0 Hz, 1H) 111.6 111.1 2.98 (dt,J=12.1 and 4.9 Hz, 1H) 111.1
4.26 (dd,J=12.4, 6.0 Hz, 1H) 118.3 117.8 4.27 (dd,J=12.9 and 4.7 Hz, 1H) 117.8
4.89 (m, 1H) 119.1 118.6 491 (t,J=7.3 Hz, 1H) 118.6
6.95 (brdd, J=7.6,7.2 Hz, 1H) 121.5 121.0 6.97 (dt,J=7.1 and 0.9 Hz, 1H) 121.0
7.04 (br dd, J=8.0, 7.2 Hz, 1H) 126.9 126.4 7.07 (dt,J=6.9 and 1.3 Hz, 1H) 126.4
7.30 (br d, J = 8.0 Hz, 1H) 135.1 134.6 7.33 (d, J=7.4 Hz, 1H) 134.6
7.38 (brd, J=7.6 Hz, 1H) 136.6 136.1 7.40 (d, J= 7.3 Hz, 1H) 136.1
11.00 (br s, 1H) 172.8 172.3 11.04 (br s, 1H) 172.3

 In the isolation paper authors have locked the DMSO-d; signal at 540.00 (ref. 40)
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m General X-ray Crystallography Analysis

Single crystal data of all crystals were collected on Bruker SMART APEX II single crystal X-ray CCD diffractometer having graphite-
monochromatized (Mo-Ka = 0.71073 A) radiation at 100 K. The X-ray data acquisition was monitored by APEX2 program suit. The data were
corrected for Lorentz-polarization and absorption effects using SAINT and SADABS programs which are integral part of APEX2 package. The
structures were solved by direct methods and refined by full matrix least squares, based on F2, using SHELXL. Crystal structures were refined
using Olex software. PLATON was used to check any higher symmetry of crystal, and mercury software was utilized for molecular representations
and packing diagrams. Refinement of coordinates and anisotropic thermal parameters of non-hydrogen atoms were performed with the full-matrix
least-squares method. Most of hydrogen atoms in NH/OH groups were located from the difference in Fourier maps. The hydrogen atoms of CH

were calculated using the riding model!-.
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m X-ray crystallography data and crystal structure of compound (*)-9

The compound (£)-9 (5 mg) was dissolved in methanol (2 mL), and two drops of chloroform added to obtain a clear solution and allowed to

evaporate at room temperature in a vial. After 24h, colourless crystals were formed. Crystal analysis studies were done by Bruker APEX-I1 CCD

(Figure 1 vide infra).
Crystal Structure was deposited at the Cambridge Crystallographic Data Centre. The data have been assigned the following deposition number.

Compound Code: (£)-9 [CCDC number 2070970]
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m Table 2. Crystal data and structure refinement for compound (+)-9

Compound 9 X-ray crystallography data
Empirical Formula C14sH4N,O,
Formula weight 242.27
Crystal System Orthorhombic
Space Group Pca2,
T (K) 100
a(A) 24.406 (2)
b (A) 5.0265 (4)
c(A) 9.4136 (8)
a (°) 90
@) 90
7 (©) 90
V(A3 1154.83 (17)
D, (g cm™) 1.393 Mg m3
Z 4
u (mm™!) 0.10
R 0.060
R[F?> 20(F?)] 0.036
WR(F?) 0.106
(sin 0/))max (A7) 0.647
Crystal size (mm) 0.18 x 0.12 x 0.06
Measured reflections 38269
Independent reflections 2610
Reflections with > 26(/) 2525
Goodness of fit (S) 1.19

X-ray Diffractometer

Bruker APEX-II CCD




H2B

Figure S1: Molecular structure (ORTEP diagram) of compound (+)-9 Ellipsoids are shown at 50% probability
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m X-ray crystallography data and crystal structure of compound 38

The compound 38 (3 mg) was dissolved in ethyl acetate (2 mL) and two drops of acetonitrile added to obtain a clear solution and allowed to

evaporate at room temperature in a vial. After 12h, colourless crystals were formed. Crystal analysis studies were done by Bruker APEX-II CCD

(Figure 1 vide infra).
Crystal Structure was deposited at the Cambridge Crystallographic Data Centre. The data have been assigned the following deposition number.

Compound Code: 38 [CCDC number 2070969
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m Table 3. Crystal data and structure refinement for compound 38

Compound 9 X-ray crystallography data
Empirical Formula Ci3sH14N>,O,
Formula weight 290.31
Crystal System Triclinic
Space Group P
T (K) 100
a(A) 7.2558 (7)
b (A) 9.8044 (10)
c(A) 10.5031 (10)
a (°) 99.055 (4)
L(°) 105.174 (4)
7 (°) 103.419 (4)
V(A3 682.24 (12)
D¢y (g cm™) 1.413 Mg m3
u (mm™") 0.09
Z 2
R[F2 > 20(F2)] 0.047
R int 0.065
(sin 0/ max (A1) 0.628
R[F2 > 26(F2)] 0.047
wR(F?) 0.131
Crystal size (mm) 0.12 x0.12 x 0.08
Measured reflections 13705
Independent reflections 2806
Reflections with > 26([) 2473
Goodness of fit (S) 1.11
X-ray Diffractometer Bruker D8 VENTURE Kappa
Duo PHOTON II CPAD
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Figure S2: Molecular structure (ORTEP diagram) of compound 38 Ellipsoids are shown at 50% probability
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