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I-NMR spectra and NOESY analysis
'H NMR of compound 3 (400 MHz, CDCls, 300K)
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'H NMR of compound 4 (400 MHz, CDCls, 300K)
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'H NMR of compound 5-exo (400 MHz, CDCls, 300K)
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13C NMR of compound 5-exo (100 MHz, CDCls, 300K)
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'H NMR of compound 5-endo (400 MHz, CDCls, 300K)
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13C NMR of compound 5-endo (100 MHz, CDCls, 300K)
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'H NMR of compound 6-exo (300 MHz, CDCls, 300K)
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13C NMR of compound 6-exo (75 MHz, CDCls, 300K)
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'H NMR of compound 6-endo (300 MHz, CDCls, 300K)
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13C NMR of compound 6-endo (75 MHz, CDCls, 300K)
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'H NMR of compound 9 (400 MHz, CDCls, 300K)
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13C NMR of compound 9 (100 MHz, CDCls, 300K)
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IH NMR of compound 10 (400 MHz, CDCls, 300K)
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13C NMR spectrum of compound 10 (100 MHz, CDCls, 300K)
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IH NMR of compound 11 (400 MHz, CDCls, 300K)
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13C NMR compound 11 (100 MHz, CDCls, 300K)
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IH NMR of compound 12 (300 MHz, CDCls, 300K)
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13C NMR of compound 12 (75 MHz, CDCls, 300K)
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'H NMR of compound 13 in (300 MHz, CDCls, 300K)
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13C NMR of compound 13 (75 MHz, CDCls;, 300K)
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IH NMR of compound 14 (400 MHz, CDCls, 300K)
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13C NMR of compound 14 (100 MHz, CDCls, 300K)
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'H NMR of compound 15 (400 MHz, CD30D, 300K)
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13C NMR of compound 15 (100 MHz, CDs0D, 300K)
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'H NMR of compound 16 (400 MHz, CD30D, 300K)
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13C NMR of compound 16 (100 MHz, CDs0D, 300K)
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IH NMR of compound 17 (dr = 67/33) in (300 MHz, CDCl5 300K)
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13C NMR of compound 17 (dr = 67/33) (75 MHz, CDCls, 300K)
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'H NMR of compound 18 in (300 MHz, CDCls, 300K)
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13C NMR of compound 18 (75 MHz, CDCls, 300K)
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'H NMR of compound 19’ (400 MHz, CDCls, 300K) obtained from 19-exo
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13C NMR of compound 19’ (100 MHz, CDCls, 300K) obtained from 19-exo
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'H NMR compound 19-endo (300 MHz, CDCls, 300K)
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13C NMR compound 19-endo (75 MHz, CDCls, 300K)
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'H NMR of compound 20-exo (400 MHz, CDCls, 300K)
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13C NMR of compound 20-exo (100 MHz, CDCls, 300K)
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'H NMR of compound 20-endo (300 MHz, CDCl3 300K)
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13C NMR of compound 20-endo (100 MHz, CDCls, 300K)
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Discrimination between exo and endo epoxides

Having in hand the radiocrystallographic structure of 18-ex0, the assignment of the exo or endo epoxide was established on the basis of NMR spectra,
including chemical shift of epoxide carbons in *C NMR spectrometry and meaningful vicinal coupling constants or meaningful NOE effects as indicated on

the following schemes.

Major (18-exo0)

5c=55; 5=3.2
36

5c=52 ; 6=3.4 Ha

Minor (20-exo0)

50=54 ; 5=3.1
.-~ Hg
38/

'H
8c=53:5-35 'S

Conformation and configuration corroborated
by radiocrystallographic structure

Major (19-endo)

8c=51; 6=3.1

Major (20-endo)

5c=51; 5=3.1 .
- -Hy-
39, 4

1

5c=53; 6=3.5
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IH NMR of compound 21 (300 MHz, CDCls, 300K)
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13C NMR of compound 21 (75 MHz, CDCls, 300K)
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'H NMR spectrum of compound 22 (400 MHz, CDCls, 300K)
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13C NMR of compound 22 (100 MHz, CDCls, 300K)
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'H NMR of compound 23 (400 MHz, CD30D, 300K)
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13C NMR of compound 23 (100 MHz, CD30D, 300K)
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"H NMR spectrum of compound 24 (400 MHz, CH30D, 300K)
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13C NMR of compound 24 (100 MHz, CHs0D, 300K)
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'H NMR of compound 25 (400 MHz, CD30D, 300K)
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13C NMR of compound 25 (100 MHz, CDs0D, 300K)
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'H NMR of compound 26 (300 MHz, CD30D, 300K)
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13C NMR of compound 26 (75 MHz, CD30D, 300K)

DENON©
S oa-wn
BN S %
NRCRCRGCRT T

T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T
290 280 270 260 250 240 230 220 210 200 190 180 170 160 f15(0 1)40 130 120 110 100 9 8 70 60 50 40 30 20 10 0
1 (ppm

S57



'H NMR of compound 27 (400MHz, CDs0D, 300K)
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13C NMR of compound 27 (100 MHz, CDs0D, 300K)
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'H NMR of compound 28 (400MHz, CDs0D, 300K)
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13C NMR of compound 28 (100 MHz, CDs0D, 300K)
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'H NMR of compound 29 (400 MHz, CD30D, 300K)
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13C NMR of compound 29 (100 MHz, CDs0D, 300K)
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'H NMR of compound 30 (300 MHz, CD30D, 300K)
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13C NMR of compound 30 (75 MHz, CD30D, 300K)
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'H NMR of compound 31 (400 MHz, CD30D, 300K)
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13C NMR of compound 31 (100 MHz, CDs0D, 300K)
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'H NMR of compound 32 (400 MHz, CD30D, 300K)
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13C NMR of compound 32 (100 MHz, CDs0D, 300K)
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'H NMR of compound 35 (400 MHz, CD30D, 300K)
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13C NMR of compound 35 (100 MHz, CD30D, 300K)
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ll- Dixon and Lineweaver-Burk plots for Ki determination

10 1
8 -
1N6 I y = 0,8735x + 1,4874
R® = 0,9925
4 _
2 ‘,/r///
__,_o——'l

Fal
—u

025 025 075 125 175 225
[l (mM)

Figure S1. Dixon Plot for Ki determination (473 + 50 uM) of 23 against bovine liver B-galactosidase.
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Figure S2. Dixon Plot for Ki determination (652 + 55 uM) of 24 against bovine liver B-galactosidase.
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Figure S3. Dixon Plot for Ki determination (10 + 0.2 uM) of 25 against bovine liver B-galactosidase.
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Figure S4. Dixon Plot for Ki determination (475 £ 45 uM) of 33 against bovine liver B-galactosidase.
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Figure S5. Dixon Plot for Ki determination (301 + 25 uM) of 26 against bovine liver B-galactosidase.
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Figure S6. Lineweaver-Burk Plot for Ki determination (1.3 £ 0.1 uM) of 27 against bovine liver [3-
galactosidase/p-glucosidase.
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Figure S7. Dixon Plot for Ki determination (42 + 4 uM) of 28 against bovine liver -galactosidase/[3-

glucosidase.
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Figure S9. Dixon Plot for Ki determination (58 + 6 uM) of 30 against bovine liver 3-galactosidase.
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Figure S10. Dixon Plot for K; determination (594 + 60 uM) of 34 against bovine liver 3-galactosidase.
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Figure S11. Dixon Plot for Ki determination (195 + 20 uM) of 35 against bovine liver B-galactosidase.
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Figure S12. Dixon Plot for K; determination (46 + 3 uM) of 24 against almonds B-glucosidase.
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Figure S13. Dixon Plot for Ki determination (252 + 20 uM) of 25 against almonds B-glucosidase.
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Figure S14. Dixon Plot for Ki determination (693 + 65 uM) of 26 against almonds B-glucosidase.
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Figure S15. Dixon Plot for Ki determination (36 + 4 uM) of 27 against almonds B-glucosidase.
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Figure S16. Lineweaver-Burk Plot for K; determination (11.4 + 2 uM) of 28 against almonds -
glucosidase.
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Figure S17. Lineweaver-Burk Plot for K; determination (18 + 2 uM) of 29 against almonds [3-
glucosidase.
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Figure S18. Dixon Plot for Ki determination (436 + 41 uM) of 30 against almonds B-glucosidase.
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Figure S19. Dixon Plot for Ki determination (537 + 50 uM) of 34 against almonds B-glucosidase.
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Figure S20. Dixon Plot for Ki determination (140 + 11 uM) of 35 against almonds B-glucosidase.
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Figure S21. Dixon Plot for Ki determination (33 £ 3 uM) of 23 against green coffee beans a.-
galactosidase.
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Figure S22. Dixon Plot for Ki determination (36 £ 5 uM) of 24 against green coffee beans a.-
galactosidase.
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Figure S23. Dixon Plot for Ki determination (313 + 28 uM) of 25 against green coffee beans a.-
galactosidase.
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Figure S24. Dixon Plot for Ki determination (223 + 20 uM) of 33 against green coffee beans a.-
galactosidase.

S79



20 4
y=5,817x + 3,1204

15 A R2=0,9992
1V

10 H

5

/

-0,25 0,25 0,75 1,25 1,75 2,25

(11 (mM)

Figure S25. Dixon Plot for Ki determination (153 + 12 uM) of 24 against Aspergillus niger
amyloglucosidase.
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Figure S26. Dixon Plot for Ki determination (116 + 10 uM) of 26 against Aspergillus niger
amyloglucosidase.
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Figure S27. Dixon Plot for Ki determination (463 + 40 uM) of 27 against Aspergillus niger
amyloglucosidase.
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Figure $28. Dixon Plot for K; determination (169 + 15 uM) of 28 against Aspergillus niger
amyloglucosidase.
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Figure S29. Dixon Plot for Ki determination (1.4 + 0.1 uM) of 34 against Aspergillus niger
amyloglucosidase.
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Figure S30. Dixon Plot for Ki determination (550 + 45 uM) of 35 against Aspergillus niger
amyloglucosidase.
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Figure S31. Dixon Plot for K; determination (22.8 + 1.9 uM) of 32 against Aspergillus niger
amyloglucosidase.
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Figure S32. Dixon Plot for Ki determination (115 + 10 uM) of 25 against Penicilium decumbes
naringinase.
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Figure S33. Dixon Plot for Ki determination (76 £ 5 uM) of 26 against Penicilium decumbes
naringinase.
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Figure S34. Dixon Plot for Ki determination (131 + 11 uM) of 27 against Penicilium decumbes
naringinase.
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Figure S35. Dixon Plot for Ki determination (45 £ 3 uM) of 28 against Penicilium decumbes
naringinase.
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Figure S36. Dixon Plot for Ki determination (50 £ 4 uM) of 29 against Penicilium decumbes
naringinase.
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Figure S37. Dixon Plot for Ki determination (224 + 20 uM) of 30 against Penicilium decumbes
naringinase.
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Figure S38. Dixon Plot for Ki determination (67 £ 5 uM) of 34 against Penicilium decumbes
naringinase.
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Figure S39. Lineweaver-Burk Plot for Ki determination (4.9 + 0.5 uM) of 35 against Penicilium
decumbes naringinase.
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Figure S40. Dixon Plot for Ki determination (272 + 25 uM) of 32 against Penicilium decumbes
naringinase.
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