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Experimental of compounds of group A

An aqueous solution of 40% sodium hydroxide was added to a solution of appropriate ketone
(200 mg, 1.72-4.44 mmol, 1 eq.) in methanol until pH 13-14. Then, a solution of 3,4,5-
trimethoxybenzaldehyde (1.01-1.10 g, 5.17-10.7 mmol, 3eq.) in methanol was slowly added to
the reaction mixture. The reaction was left at room temperature for 2-7 days and was monitored
by TLC. After, crushed ice was added to the reaction mixture and neutralized with 5M HCI solution.
A precipitate was formed upon cooling to room temperature. This was filtrated, washed with water,

and purified as indicated below for the referred compounds.

(1E,4E)-1,5-bis(3,4,5-trimethoxyphenyl)penta-1,4-dien-3-one (6): Purified by crystallization from
methanol. Yield: 49% as yellow solid; 99.5% purity; mp 127-129 °C (methanol); *H NMR (CDCls,
300.13 MHz) &: 7.66 (d, J = 15.8 Hz, 2H, H-B), 6.98 (d, J = 15.8 Hz, 2H, H-0a), 6.85 (s, 4H, H-2', -
6’), 3.93 (s, 6H, 3-, 5-OCHg), 3.90 (s, 3H, 3’-, 5-OCHjs) ppm; ¥C NMR (CDCls, 75.47 MHz) &:
188.6 (C=0), 153.6 (C-3’, -5"), 143.5 (C-B), 140.5 (C-4’), 130.4 (C-1’), 124.9 (C-qa), 105.7 (C-2’, -
6’), 61.2 (4-OCH3s), 56.3 (3’-, 5’-OCH3) ppm.

2,5-bis((E)-3,4,5-trimethoxybenzylidene)cyclopentan-1-one (7): Purified by crystallization from
methanol. Yield: 90% as yellow solid; 99.5% purity; mp 203-205 °C (methanol); *H NMR (CDCls,
300.13 MHz) é: 7.52 (sl, 2H, H-1"), 6.84 (s, 4H, H-2’, -6’), 3.91 (s, 6H, 3'-, 5’-OCHg3), 3.90 (s, 3H,
4’-OCHs) 3.14 (s, 4H, H-3) ppm; 3C NMR (CDCls;, 75.47 MHz) &: 196.0 (C=0), 153.4 (C-2', -6’),
139.7 (C-4’), 136.2 (C-2), 134.2 (C-1"), 131.5 (C-1’), 61.1 (4’-OCHs), 56.3 (3’-, 5'-OCH3), 26.6 (C-
3) ppm.

2,6-bis((E)-3,4,5-trimethoxybenzylidene)cyclohexan-1-one (8): Purified by crystallization from
methanol. Yield: 60% as yellow solid; 98.9% purity; mp 196-198 °C (methanol); *H NMR (CDCls,
300.13 MHz) &: 7.72 (sl, 2H, H-1"), 6.71 (s, 4H, H-2’, -6’), 3.89 (s, 6H, 3'-, 5’-OCHz3), 3.88 (s, 3H,
4’-OCHs), 2.95 (td, J = 6.2; 2.0 Hz, 4H, H-3), 1.34 (quintet, J = 6.0 Hz, 2H, H-4) ppm; *C NMR
(CDCls, 75.47 MHz) &: 190.1 (C=0), 153.1 (C-3’, -5’), 138.9 (C-4’), 137.3 (C-1"), 135.5 (C-2),
131.6 (C-1), 108.0 (C-2’, -6’), 61.1 (4’-OCHs3), 56.3 (3’-, 5’-OCH3), 28.6 (C-3), 23.1 (C-4) ppm.

3,5-bis((2)-3,4,5-trimethoxybenzylidene)tetrahydro-4H-thiopyran-4-one (9): Purified by
crystallization from methanol. Yield: 55% as yellow solid; 98.4% purity; mp 219-222 °C (methanol);
'H NMR (CDCls, 300.13 MHz) &: 7.71 (sl, 2H, H-1"), 6.63 (s, 4H, H-2’, -6’), 3.89 (s, 3H, 4’-OCHj3),
3.88 (s, 6H, 3'-, 5-OCHs), 3.95 (sl, 4H, H-3) ppm; *C NMR (CDCls, 75.47 MHz) &: 188.9 (C=0),
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153.3 (C-3', -5), 139.1 (C-4’), 137.3 (C-1"), 133.4 (C-2), 130.7 (C-1"), 107.6 (C-2’, -6'), 61.1 (4"-
OCHs), 56.4 (3'-, 5'-OCHs), 30.2 (C-3,) ppm.



NMR spectra
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Figure S1. 'H and *C NMR spectra of compound BP-M345 (5).
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Figure S2. *H and **C NMR spectra of compound 6.
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Figure S11. *H and *C NMR spectra of compound 15.
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Figure S12. *H and 3*C NMR spectra of compound 16.
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Figure S13. 'H and 3*C NMR spectra of compound 17.
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HRMS spectra
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Figure S14. HRMS spectrum of compound 10.
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Figure S15. HRMS spectrum of compound 11.
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Figure S16. HRMS spectrum of compound 12.

22



Injection 1 FTMS + p ESI F...[50.00-2000,00] MS + spectrum 0.03..4.36

2.0%10° 44320711
100.00000%
- 465.18822
Z P
b 1.0x10° 44220080 |1 22592%
IS 27.16691%| |481.16165
14.12341%
0.04 — — ___...|. l — — - -
100 200 300 400 500 600 700 800 900 1000 1100 1200 1300 1400 1500 1600 1700 1800 1900  20¢
Injedtion 1 FTMS + p ESI F...[50.00-2000.00] MS + spedrum 0.03..4.36 m/z (Da)
2ot 44320711 .
. 100.00000% o
9 | 0. My, 18 19, 25, 0.
15x10 H39/3\“s/\m/ S5 N N N B
E z [ | m 1 =
§ 10x10° Ll 1 ! "\sz\o/gHa
2 44420989 0 | Hg i o
. 27.16691% g2 5
50%10° AN
44521159 H™ ERA
2.97188%
0.04 '
439 440 441 442 443 444 445 446 447 443 449 450 451 452 453 454 <
m, Da
 C25H3007 + H MS predicted spedtrum 0.00 V2 (Pa)
443.20643
1007 100.00000%
80+
= &0
2
2 a0l 444.20083
27 66251%
204 445.21252
511827%
o 1
- T T T T T T T T T T T T T T T T T
433 440 441 442 443 444 445 446 447 448 440 450 451 452 453 454 455
mfz(Da)
Meas. m/z lon formula m/z Err [ppm] Err [mDa]
443.20711 CysH3007  443.20643 -1.53 -0.68

Figure S17. HRMS spectrum of compound 13.
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Figure S18. HRMS spectrum of compound 14.
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Figure S19. HRMS spectrum of compound 15.
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Figure S20. HRMS spectrum of compound 16.
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Figure S21. HRMS spectrum of compound 17.



HPLC chromatograms

Retention Time Area Area % Height Height %
1.017 47698 0.45 17153 214
4.650 10511125 99.55 783993 97.86
Totals 1.017 47698 0.45 17153

Figure S22. HPLC chromatograms of compound 6.
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Retention Time Area Area % Height Height %

0.983 23362 0.41 6624 1.24
3.783 5716778 99.59 526936 98.76
Totals 5740140 100.00 533560 100.00

Figure S23. HPLC chromatograms of compound 7.
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Retention Time Area Area % Height Height %

0.967 21613 1.03 5243 417
5.700 2069200 98.97 120581 95.83
Totals 2090813 100.00 125824 100.00

Figure S24. HPLC chromatograms of compound 8.
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Retention Time Area Area % Height Height %

0.967 20869 1.51 4685 6.35
5217 1362960 98.49 69143 93.65
Totals 1383829 100.00 73828 100.00

Figure S25. HPLC chromatograms of compound 9.
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Retention Time Area Area % Height Height %
1.217 5302 0.03 905 0.11
3.500 16369382 99.97 803807 99.89
Totals 16374684 100.00 804712 100.00

Figure S26. HPLC chromatograms of compound 10.
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Retention Time Area Area % Height Height %

0.933 6986 456 888 5.50
2.567 146350 95.44 15248 94.50
Totals 153336 100.00 16136 100.00

Figure S27. HPLC chromatograms of compound 11.
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Retention Time Area Area % Height Height %

1.033 4002 032 323 0.29
6.283 1237422 9968 111914  99.71
Totals 1241424 100.00 112237  100.00

Figure S28. HPLC chromatograms of compound 12.
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Retention Time Area Area % Height Height %

0.950 18713 0.15 4596 0.47
3.800 326562 264 34631 3.51

4533 12025722 97.21 947850 96.03
Totals 12370997 100.00 987077 100.00

Figure S29. HPLC chromatograms of compound 13.
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Retention Time
0.900
4.367

Totals

Figure S30.

Area Area % Height Height %

2301 0.47 403 1.23
490186 99.53 32268 98.77
492487 100.00 32671 100.00

HPLC chromatograms of compound 14.
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Retention Time
0.883
2517
3.683
4.400

Totals

Area Area % Height Height %

3137 0.15 375 0.23
14648 0.72 1683 1.0
1997569 97.84 156372 97.55
26335 1.29 1870 1.17
2041689 100.00 160300 100.00

Figure S31. HPLC chromatograms of compound 15.
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Retention Time
0917
4.550
5.600

Totals

Figure S32.

Area Area % Height Height %

9773 0.20 1827 0.57
206343 4.22 16991 5.28
4670834 95.58 302936 94.09
4886950 100.00 321754 100.00

HPLC chromatograms of compound 16.



Retention Time Area Area % Height Height %

0.933 15505 0.17 3237 0.87
9.017 9133883 99.83 369124 99.13
Totals 9149388 100.00 372361 100.00

Figure S33. HPLC chromatograms of compound 17.
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