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Figure S1. Experimental and calculated NIR spectra of caffeine in region 7000-4000 cm™. In addition
to the theoretical lineshape, individual simulated bands are presented as well.
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Figure S2. Experimental and calculated NIR spectra of caffeine in region 5000-4000 cm™. Theoretical
lineshapes representing the summed bands of different origin are presented.

S3



— exp.
— theor.

first over.
- second over.
— binary comb.
— ternary comb.

Absorbance / a.u.

4800 4600 4400 4200 4000
1

Wavenumber / cm’

Figure S3. Experimental and calculated NIR spectra of caffeine in region 4800-4000 cm. In addition
to the theoretical lineshape, individual simulated bands are presented as well.
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Figure S4. Experimental and calculated NIR spectra of caffeine in region 5700-4800 cm™. Theoretical
lineshapes representing the summed bands of different origin are presented.
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Figure S5. Experimental and calculated NIR spectra of caffeine in region 7000-5000 cm™. Theoretical
lineshapes representing the summed bands of different origin are presented.
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Figure S6. Experimental and calculated NIR spectra of caffeine in region 7000-5000 cm™. In addition
to the theoretical lineshape, individual simulated bands are presented as well.
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Figure S7. Experimental and calculated NIR spectra of caffeine in region 9500-8000 cm™. Theoretical
lineshapes representing the summed bands of different origin are presented.
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Figure S8. Experimental and calculated NIR spectra of caffeine in region 9500-8000cm. In addition
to the theoretical lineshape, individual simulated bands are presented as well.
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Figure S9. The calculated contributions to NIR spectrum of caffeine of C=0 stretching transitions.
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