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DFT-optimized geometries of isolated coumarins

Figure S1. DFT optimized geometries of isolated coumarins.

Molecular docking data
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The dimensions of the grid box are center x = 13.955, center_y = -24.907, and center z =
59.633; size_x = 30, size_y = 30, and size_z = 28, spcaing 0.375.

Spectral data of isolated coumarins

6,7-di-O-glucopyranosyl esculetin

"H NMR (DMSO-ds, 500 MHz): 6 (ppm) 7.92 (d, J = 8.5 Hz, 1H, H-3 of esculetin), 7.53
(d, J=8.5 Hz, 1H, H-4 of esculetin), 6.96 (s, 1H, H-6 of esculetin), 5.30 (d, J = 7.8 Hz,
1H, H-1' of Glec), 5.01 (d, J = 7.8 Hz, 1H, H-1" of Glc), 4.21 - 3.00 (m, H-2' to H-6' of Glc
and H-2" to H-6" of Glc). *C NMR (DMSO-ds, 125 MHz): 6 (ppm) 162.0 (C-1 of
esculetin), 150.0 (C-2 of esculetin), 114.0 (C-3 of esculetin), 145.0 (C-4 of esculetin),
117.0 (C-5 of esculetin), 156.5 (C-6 of esculetin), 104.0 (C-1' of Glc), 77.0 - 60.0 (C-2' to
C-6' of Glc and C-1" to C-6" of Glc).

Aesculin

'H NMR (DMSO-dg, 500 MHz): & (ppm) 7.89 (d, J = 8.6 Hz, 1H, H-3 of coumarin), 7.47
(d, J = 8.6 Hz, 1H, H-4 of coumarin), 6.91 (s, 1H, H-6 of coumarin), 5.31 (d, J = 7.5 Hz,
1H, H-1' of Glc), 5.04 (d, J = 7.5 Hz, 1H, H-1" of Glc), 4.27 - 3.25 (m, H-2' to H-6' of Glc).
13C NMR (DMSO-dg, 125 MHz): 8 (ppm) 161.5 (C-1 of coumarin), 150.2 (C-2 of
coumarin), 115.0 (C-3 of coumarin), 145.0 (C-4 of coumarin), 116.7 (C-5 of coumarin),
157.0 (C-6 of coumarin), 103.0 (C-1' of Glc), 77.0 - 62.0 (C-2'to C-6' of Glc).

Isobaisseoside

'H NMR (DMSO-d6, 400 MHz): & (ppm) 7.70 (s, 1H, H-4 of coumarin), 7.58 (d, J = 9.5
Hz, 1H, H-3 of coumarin), 7.20 (s, 1H, H-5 of coumarin), 5.12 (d, J = 7.9 Hz, 1H, H-1' of
GlcA), 4.89 (d, ] = 7.7 Hz, 1H, H-1" of Rha), 4.18-3.02 (m, H-2' to H-6' of GlcA, H-2" to
H-5" of Rha), 1.16 (d, J = 6.0 Hz, 3H, H-6" of Rha, methyl group). 13C NMR (DMSO-d6,
100 MHz): & (ppm) 160.2 (C-1 of coumarin), 153.8 (C-2 of coumarin), 112.0 (C-3 of
coumarin), 144.0 (C-4 of coumarin), 118.1 (C-5 of coumarin), 152.5 (C-6 of coumarin),
143.9 (C-7 of coumarin), 112.9 (C-8 of coumarin), 148.5 (C-9 of coumarin), 112.2 (C-10
of coumarin), 103.5 (C-1' of GIcA), 103.2 (C-1" of Rha), 74.9-60.7 (C-2' to C-6' of GIcA,
C-2"to C-5" of Rha), 17.9 (C-6" of Rha, methyl group).

Skimmin
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'H NMR (DMSO-d6, 500 MHz): 6 (ppm) 7.86 (d, J = 8.4 Hz, 1H, H-3 of coumarin), 7.63
(d, J=8.4 Hz, 1H, H-4 of coumarin), 6.92 (s, 1H, H-6 of coumarin), 5.23 (d, ] = 7.8 Hz,
1H, H-1' of Glc), 4.99 (d, ] = 7.8 Hz, 1H, H-1" of Glc), 4.15 - 3.05 (m, H-2' to H-6' of
Glc). 13C NMR (DMSO-d6, 125 MHz): & (ppm) 162.2 (C-1 of coumarin), 150.5 (C-2 of
coumarin), 114.3 (C-3 of coumarin), 146.0 (C-4 of coumarin), 116.5 (C-5 of coumarin),
156.0 (C-6 of coumarin), 102.5 (C-1' of Glc), 76.0 - 60.5 (C-2'to C-6' of Glc).

Xeroboside

'H NMR (DMSO-d, 500 MHz): & (ppm) 7.82 (d, J = 8.5 Hz, 1H, H-2), 7.72 (d, J = 8.5 Hz,
1H, H-4), 6.98 (s, 1H, H-3), 6.63 (d, J = 8.0 Hz, 1H, H-5), 6.57 (d, J = 8.0 Hz, 1H, H-6),
4.55 (t, ] = 5.0 Hz, 2H, -CH.OH), 4.35 (m, 2H, OCH.), 3.90 (s, 3H, 7-OCHj), 3.20 - 4.00
(m, 6H, Oxane ring protons); 3C NMR (DMSO-dg, 125 MHz): § (ppm) 185.0 (C=0), 163.0
(C-7), 133.0 (C-5), 126.0 (C-3), 119.0 (C-6), 103.0 (C-4), 95.0 (C-2), 85.0 - 70.0 (C-1' to
C-6' of oxane ring), 61.5 (Hydroxymethyl carbon), 55.0 (7-OCHs).
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Figure S1. 'TH-NMR (DMSO-ds) spectrum of compound 1.
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Figure S2. 3C-NMR (DMSO -dg) spectrum of compound 1.
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Figure S3. 'TH-NMR (DMSO-ds) spectrum of compound 2.
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Figure S4. 3C-NMR (DMSO -d¢) spectrum of compound 2.
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Figure S6. 3C-NMR (DMSO -dg) spectrum of compound 3.

190 180 170 160 150 140 130 120 110

200

FIOE]
- 7801
o

“£00°T|
F-z00'1

E L6670

E566°0

=766°0
866701

E 66701
56670

35 3.0 25 2.0 15 1.0 0.5

4.5
f1 (ppm)
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Figure S8. 13C-NMR (DMSO -d¢) spectrum of compound 4.
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Figure S10. BC-NMR (DMSO -d¢) spectrum of compound 5.
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