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Supplementary Fig. S1-S3: 1H-NMR expansion spectra (700 MHz, D2O, 25 °C) of eight wine samples by DA-NMR.

Supplementary Fig. S4-S6: 1H-NMR expansion spectra (700 MHz, MeOD-d4, 25 °C) of eight wine samples by SPE-
NMR.

Supplementary Fig. S7: 1H-RMN spectra (700 MHz, MeOD-d4, 25 °C) of triplicate methanol extracts of a 'Cabernet 
Sauvignon' wine sample performed to evaluate SPE-NMR repeatability.

Supplementary Fig. S8: Control chart of the first component PC1 that explains 94 % of the data variability. Cliff plot 
showing the explained variance of the PCA model with a principal component.

Supplementary Fig. S9-S10: Overlapped 1H-NMR spectra of phenethyl and isoamyl alcohol signals in the eight wine 
samples by DA-NMR and SPE-NMR.

Supplementary work flow S11: Structural elucidation of tyrosol using 1D and 2D NMR spectra in 'Merlot' wine.

Supplementary Fig. S12-S16: 1H, 13C, COSY, ed-HSQC and HMBC spectra (700 MHz, MeOD-d4, 25 °C) of 'Merlot' wine 
extracted by SPE-NMR. Signal assignments of tyrosol.
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Supplementary Fig. S1: 1H-NMR expansion spectra (700 MHz, D2O, 25 °C) from 0.5 to 3.1 ppm of eight wine samples by DA-NMR. 
Wines: a) 'Cabernet Sauvignon', b) mixture of 'Chenin Blanc' and 'Colombard', c) 'White Zinfandel', d) 'Petite Sirah', e) 'Merlot', 
f) 'Zinfandel', g) 'Nebbiolo' and h) 'Barbera'.
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Supplementary Fig. S2: 1H-NMR expansion spectra (700 MHz, D2O, 25 °C) from 3.1 to 5.6 ppm of eight wine samples by DA-NMR. 
Wines:  a) 'Cabernet Sauvignon', b) mixture of 'Chenin Blanc' and 'Colombard', c) 'White Zinfandel', d) 'Petite Sirah', e) 'Merlot', 
f) 'Zinfandel', g) 'Nebbiolo' and h) 'Barbera'.
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Supplementary Fig. S3: 1H-NMR expansion spectra (700 MHz, D2O, 25 °C) from 5.4 to 9.6 ppm of eight wine samples by DA-NMR. 
The aromatic region was vertical multiplied by factor of thirty. Wines: a) 'Cabernet Sauvignon', b) mixture of 'Chenin Blanc' and 
'Colombard', c) 'White Zinfandel', d) 'Petite Sirah', e) 'Merlot', f) 'Zinfandel', g) 'Nebbiolo' and h) 'Barbera'.
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Supplementary Fig. S4: 1H-NMR expansion spectra (700 MHz, MeOD-d4, 25 °C) from 0.5 to 3.1 ppm of eight wine samples by SPE-
NMR. Wines: a) 'Cabernet Sauvignon', b) mixture of 'Chenin Blanc' and 'Colombard', c) 'White Zinfandel', d) 'Petite Sirah', e) 'Merlot', 
f) 'Zinfandel', g) 'Nebbiolo' and h) 'Barbera'.
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Supplementary Fig. S5: 1H-NMR expansion spectra (700 MHz, MeOD-d4, 25 °C) from 3.1 to 5.6 ppm of eight wine samples by SPE-
NMR. Wines: a) 'Cabernet Sauvignon', b) mixture of 'Chenin Blanc' and 'Colombard', c) 'White Zinfandel', d) 'Petite Sirah', e) 'Merlot', 
f) 'Zinfandel', g) 'Nebbiolo' and h) 'Barbera'.
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Supplementary Fig. S6: 1H-NMR expansion spectra (700 MHz, MeOD-d4, 25 °C) from 5.4 to 9.6 ppm of eight wine samples by SPE-
NMR.Wines: a) 'Cabernet Sauvignon', b) mixture of 'Chenin Blanc' and 'Colombard', c) 'White Zinfandel', d) 'Petite Sirah', e) 'Merlot', 
f) 'Zinfandel', g) 'Nebbiolo' and h) 'Barbera'.



	8	

Supplementary Fig. S7: 1H-RMN spectra (700 MHz, MeOD-d4, 25 °C) of triplicate methanol extracts of a 'Cabernet Sauvignon' wine 
sample performed to evaluate SPE-NMR repeatability: a) Full overlapped spectra, b) overlapped expansions from 6.05 to 7.9 ppm and 
2.76 to 2.88 ppm and c) stacked spectra of same expansions of b).

Supplementary Fig. S8: a) Control chart of the first component PC1 that explains 94 % of the data variability of the Fig.S7 spectra and 
b) cliff plot showing the explained variance of the PCA model with a principal component.
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Supplementary Fig. S9: Overlapped 1H-NMR spectra of phenethyl alcohol signals in the eight wine samples: a) DA-NMR and b) 
SPE-NMR.
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Supplementary Fig. S10: Overlapped 1H-NMR spectra of isoamyl alcohol signals in the eight wine samples: a) DA-NMR and b) SPE-
NMR. The regions around 1.6-1.7 ppm were multiplied by a factor of five.
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Supplementary work flow S11: Structural elucidation of tyrosol using 1D and 2D NMR spectra in 
'Merlot' wine.
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Supplementary Fig. S12: 1H-NMR spectrum (700 MHz, MeOD-d4, 25 °C) of Merlot wine extracted by SPENMR. Signal assignments 
of tyrosol Top full spectrum. Bottom expanded signals of tyrosol.
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Supplementary Fig. S13: 13C NMR spectrum (175 MHz, MeOD-d4, 25 °C) of wine extracted by SPE-NMR. Signal assignments of 
tyrosol (performed with the correlation observed in 2D experiments).

Supplementary Fig. S14: COSY spectrum of wine extracted by SPE-NMR (right) full spectrum and (left) expanded regions of tyrosol 
signals.
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Supplementary Fig. S15: HSQC spectrum of wine extracted by SPE-NMR (top) full spectrum and (bottom) expanded regions of tyrosol 
signals.
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Supplementary Fig. S16: HMBC spectrum of wine extracted by SPE-NMR (top) full spectrum and (bottom) expanded regions of 
tyrosol signals.
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