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Figure S1. Analyses spot locations of print A for FORS (cyan), Raman (lime) and sampling locations for
SERS and HPLC-MS/MS (magenta). Collection of Henry D. Smith Il. Image: The Metropolitan Museum of
Art.



Figure S2. Analyses spot locations of print B for FORS (cyan), Raman (lime) and sampling locations for
SERS and HPLC-MS/MS (magenta). The Metropolitan Museum of Art, Gift of Lincoln Kirstein, 1985.

Table S1. List of samples taken from prints A and B for SERS and HLPC-MS/MS analyses.

01 A Yellow SERS

02 A Dark purple | SERS

03 A Red SERS

04 A Purple HPLC-ESI-Q-ToF

05 B Yellow SERS

06 B Red SERS

07 B Dark purple | SERS/HPLC-ESI-Q-ToF
08 B Light purple | HPLC-ESI-Q-ToF




Figure S3. MA-XRF elemental maps for print B, showing the distribution of calcium (Ca). The higher
intensity for Ca observed around and in between the prints indicates that Ca is most likely found in the
mounting material. Its presence throughout the prints except in areas where high-Z elements are found
(arsenic, lead, copper), may indicate the presence of Ca in the paper itself. The elemental map was created
using the Bruker M6 software package.



x10

(o)}
6- Flavocommelin

3 - Swertisin

—

Malonylawobanin

4 - Unidentified Cy;H37044

/fumdentified Cy7HaO1s

&

2 - Isovitexin

T e e e e L A e e e e L e e e e e

38 4 42 44 46 48 5 52 54 56 58 6 62 64 66 68 7 7.2 74 76 7.8 8 82 84
Retention time (min)

38 4 42 44 46 48 5 52 54 56 58 6 62 64 66 68 7 7.2 7.4 76 7.8 8 8
Retention time (min)

Figure S4. Extract ion chromatograms of the molecules detected by HPLC-ESI-Q-ToF analysis (positive

mode) of a) sample 04 and b) a reference of dayflower blue.
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Figure S5. MS/MS tandem mass spectra of the unidentified molecule (C,7H30014, MW = 578.164)
obtained by HPLC-ESI-Q-ToF in a) negative and b) positive ionisation mode (Collision Induced
Dissociation energy 30 V and 20 V respectively).
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Figure S6. MS/MS tandem mass spectra of the unidentified molecule (C,7H30015, MW = 594.159)
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obtained by HPLC-ESI-Q-ToF in a) negative and b) positive ionisation mode (Collision Induced
Dissociation energy 35V and 20 V respectively).



4
x10
2.8

2.4

297.040 a)

16 282.053

1.2
0.8

445.1125
325.0713

OH
0.4 269.044
03.034 117.034 205049231080 O T 310047 355.078
| s L | ol i i T

0 59.013 - 427.106

50 70 90 110 130 150 170 190 210 230 250 270 290 310 330 350 370 390 410 430 450 470
m/z

Wb bl

xlO4
3.2
2.8
2.4

297.075 b)

16 351.086
327.086
12
393.096

oe ag7.a06  375.08g 414108 447128
04 L 363.0%6\ [ 429.116 ‘

50 70 90 110 130 150 170 190 210 230 250 270 290 310 330 350 370 390 410 430 450 470
m/z

Figure S7. Molecular structure and MS/MS tandem mass spectra of swertisin obtained by HPLC-ESI-Q-
ToF in a) negative and b) positive ionisation mode (Collision Induced Dissociation energy 35V and 20 V

respectively).
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Figure S8. Molecular structure and MS/MS tandem mass spectra of flavocommelin obtained by HPLC-
ESI-Q-ToF in a) negative and b) positive ionisation mode (Collision Induced Dissociation energy 35V and
20V respectively).
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Figure S9. Molecular structure and MS/MS tandem mass spectrum of awobanin obtained by HPLC-ESI-
Q-ToF in positive ionisation mode (Collision Induced Dissociation energy 20 V).
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Figure S10. Molecular structure and MS/MS tandem mass spectrum of malonylawobanin obtained by
HPLC-ESI-Q-ToF in positive ionisation mode (Collision Induced Dissociation energy 25 V).



