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NMR Spectra for All Compounds 3-bromo-2-hydroxy-4-methoxybenzaldehyde, 5-bromo-2-hydroxy-4-
methoxybenzaldehyde, 3a, 3b, 6, 7, trans-dehydroosthol (1) and citrubuntin (2)
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Figure S1. '"H NMR spectrum of 3-bromo-2-hydroxy-4-methoxybenzaldehyde.
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Figure S2. 3C NMR spectrum of 3-bromo-2-hydroxy-4-methoxybenzaldehyde.



Molecules 2024, 29, x FOR PEER REVIEW

3 of 18

Q [+:] 2] o =t
— b « <t 2}
T T il il i
_O OH
/O Parameter value
Br Solvent CLCI3
Experiment o
Spectrometer Freguency 400,13
5-bromo-2-hydroxy-4-methoxybenzaldehyde Hucleus "
J j 1 ‘ i | [
g— J; bt bE CT,
8 8 3 3 3
— — — — )
T ; T . T T . : T T T : T T v : T : T T .
lzop 1.8 1.0 10.&8 10O BB B0 B.5 8.0 LB 7.0 6.8 i) BB 5.0 4.8 4.0 3.5 3.0 2.5 ] 18 .0 0.5
£1 (ppm
Figure S3. '"H NMR spectrum of 5-bromo-2-hydroxy-4-methoxybenzaldehyde.
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Figure S4. 3C NMR spectrum of 5-bromo-2-hydroxy-4-methoxybenzaldehyde.
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Figure S5. '"H NMR spectrum of compound 3a.
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Figure S6. 3C NMR spectrum of compound 3a.
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Figure S7. '"H NMR spectrum of compound 3b.
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Figure S8. 3C NMR spectrum of compound 3b.
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Figure S9. 'H NMR spectrum of compound 6.
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Figure S10. *C NMR spectrum of compound 6.
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Figure S11. '"H NMR spectrum of compound 7.
o Qo Q =+ a 3 —
maON @ @ < @ @ %] ©© 3o — o
=g o @ W g oo =) o L = Q
w0 0w < NN — — — o] I~ I~ O v~ o] o]
— JeL - — 5 | g o) @
vl I N @ TR | N A I |
Parageter Yalue
_O o) _0 Solvent el
Experiment o
= Spectroweter Frequency 100081
Hucleus 13C
HO
7
il I l I j JI | I [ ;
T T T T T T T T T T T T T T T T T
160 18D 140 130 1zn 110 1o B0 B0 0 60 50 40 an an 10 i}
£1 (ppm

Figure S12. 3C NMR spectrum of compound 7.
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Figure S13. '"H NMR spectrum of trans-dehydroosthol (1).
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Figure S14. 3C NMR spectrum of trans-dehydroosthol (1).
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Figure S15. '"H NMR spectrum of citrubuntin (2).
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Figure 5§16. °C NMR spectrum of citrubuntin (2).
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Crude 'H NMR spectra of Table 1 (entry 4-1):
trans-dehydroosthol (1): TH NMR (400 MHz, CDCls) 8ix: 7.62 (d, ] = 9.6 Hz, 1H), 7.48 (d, ] = 16.5 Hz, 1H), 7.29 (d, ] = 8.7

Hz, 1H), 6.94 - 6.83 (m, 2H), 6.26 (d, ] = 9.4 Hz, 1H), 5.19 (d, ] = 2.2 Hz, 1H), 5.13 (s, 1H), 3.96 (s, 3H), 2.02 (s, 3H).

,3.96
13.94

T
© o o
L e =
T e T T T T T T T T T T
6.30 6.25 6.20 4.06 4.04 402 400 3.98 3.9 3.94 3.9 3.9
£1 (ppm) £1 (ppm)
|
i p
h
o | |
|
A JUJL L .Jk .8 /“hA L
R R i s A i
NN o 0 e ll'e] oo =
men © < S 9 S = S
-0 o o~ o — Lol o ™
T T T T T T T T T T T T T T T T
5 0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 15 10 0.5 0.0 -0.5
£1 (opm

Figure S17. Crude 'H NMR spectra of Table 1 (entry 4-1).

Crude 'H NMR spectra of Table 1 (entry 4-2):
trans-dehydroosthol (1): TH NMR (400 MHz, CDCls) 81x: 7.63 (d, ] = 9.5 Hz, 1H), 7.49 (d, ] = 16.6 Hz, 1H), 7.30 (d, ] = 8.6
Hz, 1H), 6.94 - 6.83 (m, 2H), 6.27 (d, ] = 9.5 Hz, 1H), 5.19 (d, ] = 2.2 Hz, 1H), 5.14 (t, ] = 1.8 Hz, 1H), 3.97 (s, 3H), 2.03 (s,

3H).
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Figure S18. Crude 'H NMR spectra of Table 1 (entry 4-2).
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Crude 'H NMR spectra of Table 1 (entry 5-1):

trans-dehydroosthol (1): TH NMR (400 MHz, CDCls) 8ix: 7.62 (d, ] = 9.4 Hz, 1H), 7.48 (d, ] = 16.5 Hz, 1H), 7.29 (d, ] = 8.7
Hz, 1H), 6.91 - 6.85 (m, 2H), 6.26 (d, ] = 9.4 Hz, 1H), 5.19 (d, ] = 2.2 Hz, 1H), 5.13 (t, ] = 1.9 Hz, 1H), 3.96 (s, 3H), 2.02 (d, |
- 1.2 Hz, 3H).
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Figure S19. Crude 'H NMR spectra of Table 1 (entry 5-1).

Crude 'H NMR spectra of Table 1 (entry 5-2):
trans-dehydroosthol (1): TH NMR (400 MHz, CDCls) 8i: 7.62 (d, ] = 9.5 Hz, 1H), 7.48 (d, ] = 16.5 Hz, 1H), 7.29 (d, ] = 8.6
Hz, 1H), 6.93 - 6.83 (m, 2H), 6.26 (d, ] = 9.5 Hz, 1H), 5.19 (d, ] = 2.2 Hz, 1H), 5.13 (s, 1H), 3.96 (s, 3H), 2.02 (s, 3H).
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Figure S20. Crude 'H NMR spectra of Table 1 (entry 5-2).
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Crude 'H NMR spectra of Table 2 (entry 6-1):

trans-dehydroosthol (1): TH NMR (400 MHz, CDCLs) &x: 7.62 (d, ] = 9.5 Hz, 1H), 7.48 (d, ] = 16.5 Hz, 1H), 7.29 (d, ] = 8.6
Hz, 1H), 6.93 - 6.83 (m, 2H), 6.26 (d, ] =9.4 Hz, 1H), 5.19 (d, ] = 2.1 Hz, 1H), 5.13 (d, J = 2.1 Hz, 1H), 3.96 (s, 3H), 2.03 (s,

3H).
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Figure S21. Crude 'H NMR spectra of Table 2 (entry 6-1).

Crude 'H NMR spectra of Table 2 (entry 6-2):

trans-dehydroosthol (1): 1TH NMR (400 MHz, CDCLs) &x: 7.62 (d, ] = 9.5 Hz, 1H), 7.49 (d, ] = 16.5 Hz, 1H), 7.29 (d, ] = 8.6
Hz, 1H), 6.92 - 6.84 (m, 2H), 6.26 (d, ] = 9.5 Hz, 1H), 5.19 (d, ] = 2.3 Hz, 1H), 5.13 (t, ] = 1.9 Hz, 1H), 3.96 (s, 3H), 2.04 (s,

3H).
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Figure S22. Crude 'H NMR spectra of Table 2 (entry 6-2).

Crude 'H NMR spectra of Table 3 (entry 2-1):
trans-dehydroosthol (1): TH NMR (400 MHz, CDCls) &ix: 7.62 (d, ] = 9.4 Hz, 1H), 7.49 (d, ] = 16.5 Hz, 1H), 7.29 (d, ] = 8.7

Hz, 1H), 6.94 - 6.82 (m, 2H), 6.26 (d, ] = 9.5 Hz, 1H), 5.19 (d, ] = 2.2 Hz, 1H), 5.13 (s, 1H), 3.96 (s, 3H), 3.94 (s, OH), 2.03 (s,
3H).
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Figure S23. Crude 'H NMR spectra of Table 3 (entry 2-1).

Crude '"H NMR spectra of Table 3 (entry 2-2):
trans-dehydroosthol (1): 'H NMR (400 MHz, CDCls) 6n: 7.61 (d, | =9.5 Hz, 1H), 7.47 (d, ] =16.5 Hz, 1H), 7.28 (d, ] = 8.7

Hz, 1H), 6.92 - 6.80 (m, 2H), 6.25 (d, ] = 9.5 Hz, 1H), 5.18 (d, ] = 2.2 Hz, 1H), 5.13 (t, ] = 1.8 Hz, 1H), 3.95 (s, 3H), 2.02 (s,
3H).
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Figure S24. Crude 'H NMR spectra of Table 3 (entry 2-2).

'H and C NMR spectral comparisons for compounds

Table S1. 'H and ®*C NMR data of synthetic 1 and literature 1.

Synthetic 1? Literature 1°
Position
Ju (ppm) dc (ppm) du (ppm) dc (ppm)
1
2 161.12 -
3 6.27 (d,J=9.5 Hz, 1H) 113.22 6.27 (d,J=9.4 Hz, 1H) -
4 7.62 (d,J=9.5Hz, 1H) 144.06 7.63 (d,J=9.4 Hz, 1H) -
5 7.30 (d, J=28.6 Hz, 1H) 127.08 7.30 (d, J=28.7 Hz, 1H) -
6 6.86 (d,J=28.6 Hz, 1H) 107.68 6.87 (d,J=28.7 Hz, 1H) -
7 160.36 -

8 118.56 -
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8a
4a
1 b

-OCH;

7.49 (d, J=16.5 Hz, 1H)
6.90 (d, J=16.5 Hz, 1H)

152.67
113.10
114.35
138.25
143.20

5.19(d,J=2.2 Hz, 1H) 5.14 (t,J =

1.8 Hz, 1H)
2.03 (d, J = 1.3 Hz, 3H)
3.97 (s, 3H)

117.28

18.47
56.28

7.49 (d, J=16.8 Hz, 1H)
6.90 (d, J= 16.8 Hz, 1H)

5.19 (s, 1H)
5.14 (s, 1H)
2.03 (s, 3H, CHs)
3.97 (s, 3H)

2 1H (400 MHz) and 3C NMR (100 MHz) in CDCL.

b 1H (400 MHz) and *C NMR (100 MHz) in CDCls are taken from ref 9.

Table S2. 'H and *C NMR data of synthetic 2 and literature 2.

Synthetic 22

Literature 2°

Position

u (ppm) dc (ppm) Ju (ppm) dc (ppm)
1
2 161.26 161.31
3 6.27 (d, J=9.5 Hz, 1H) 113.54 6.24 (d, J=9.5 Hz,1H) 113.46
4 7.65 (d, J=9.5 Hz, 1H) 142.40 7.63 (d, J=9.5 Hz, 1H) 143.75
5 7.55 (s, 1H) 124.93 7.51(s, 1H) 125.01
6 124.37 124.36
7 160.05 160.21
8 6.78 (s, 1H) 99.10 6.72 (s, 1 H) 99.02
8a 155.21 155.33
4a 112.43 112.45
I’ 6.79 (d, J=16.3 Hz, 1H) 121.74 6.76 (d, J=16.2 Hz, 1H) 121.8
2’ 6.87 (d, J=16.3 Hz, 1H) 133.21 6.87 (d, J=16.2 Hz, 1H) 133.23
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-OCH;

143.63 142.51
5.13(d, J=2.1 Hz, 1H)

117.94 5.12 (m, 2H) 117.93
5.10 (t, J= 1.7 Hz, 1H)
1.99 (d, J=1.2 Hz, 3H) 18.73 2.00( s, 3H, CHs) 18.45
3.92 (s, 3H) 56.17 3.90(s, 3H) 56.01

2 1H (400 MHz) and 3C NMR (100 MHz) in CDCL.

b 1H (400 MHz) and *C NMR (100 MHz) in CDCls are taken from ref 17.

Table S3. 'H and *C NMR data of synthetic 6 and literature 6.

Synthetic 6 Literature 6°
Position

du (ppm) dc (ppm) du (ppm) dc (ppm)
1
2 161.14 161.0
3 6.25 (d, J=9.4 Hz, 1H) 113.12 6.25 (d, J=9.4 Hz, 1H) 113.3
4 7.62 (d, J=9.4 Hz, 1H) 144.59 7.62 (d,J=9.5 Hz, 1H) 144.6
5 7.30 (d, J=28.6 Hz, 1H) 127.16 7.30 (d, J=28.6 Hz, 1H) 127.2
6 6.86 (d, J=8.6 Hz, 1H) 107.66 6.86 (d,/J=28.7 Hz, 1H) 107.7
7 160.32 160.4
8 113.05 113.1
8a 152.69 152.8
4a 113.72 113.8
I’ 7.02 (d, 1H, J= 16.5 Hz) 114.40 7.02 (d,J=16.5 Hz, 1H) 114.5
2 6.93 (d, 1H, J = 16.5 Hz) 144.07 6.94 (d,J=16.5 Hz, 1H) 144.0
3 71.77 71.9
4 1.46 (s, 6H) 30.00 1.47 (s, 6H, 2(CHs)) 30.1
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-OCH;

3.94 (s, 3H)

56.24

3.95 (s, 3H)

56.3

2 1H (400 MHz) and 3C NMR (100 MHz) in CDCL.

b 1H (400 MHz) and *C NMR (100 MHz) in CDCls are taken from ref 21 and ref 27.

Table S4. 'H and *C NMR data of synthetic 7 and literature 7.

Synthetic 7%

Literature 7°

Position

du (ppm) dc (ppm) Ju (ppm) dc (ppm)
1
2 161.30 161.2
3 6.26 (d, J=9.5 Hz, 1H) 113.49 6.26 (d, J= 9.4 Hz, 1H) 113.6
4 7.63 (d, J=9.5 Hz, 1H) 143.60 7.63 (d, J=9.5 Hz, 1H) 143.6
5 7.48 (s, 1H) 119.84 7.49 (s, 1H) 119.9
6 123.88 123.9
7 160.03 160.1
8 6.77 (s, 1H) 99.05 6.79 (s, 1H) 99.1
8a 155.22 155.3
4a 112.31 112.4
I’ 6.85 (d, J=16.2 Hz, 1H) 125.44 6.86 (d, J=16.2 Hz, 1H) 125.5
2’ 6.36 (d, J=16.2 Hz, 1H) 139.30 6.37 (d, J=16.2 Hz, 1H) 139.3
3 71.36 71.4
4 1.44 (s, 6H) 30.02 1.44 (s, 6H, 2(CHs)) 30.1
-OCH; 3.90 (s, 3H) 56.11 3.91 (s, 3H) 56.1

2 1H (400 MHz) and 3C NMR (100 MHz) in CDCL.

b 1H (400 MHz) and *C NMR (100 MHz) in CDCls are taken from ref. 27.
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