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Scheme S1. Molecular structure of the ligands in CIPYIL, CIPYOR and CIPYUX.
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Figure S1. Emission (A, = 400 nm) and excitation spectra (Aer, = 480 nm) of L1 (right) and L2 (left), green and

pink for ACN, red and black for DMSO.
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Figure S2. Excited state decay of a) L1 and b) L2 in ACN and DMSO (Aexc = 400 nm).
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Figure S3. UV-Vis titrations of a) L1 (4-10° mol - dm3) with DBU in DMSO (left) and trend of absorption
intensity at 400 nm and 515 nm by increasing the eq. of base added (right); b) L1 (4-10° mol - dm-3) with DBU
in ACN (left) and trend of absorption intensity at 395 nm and 490 nm by increasing the eq. of base added
(right); c) L2 (2:10° mol - dm3) with DBU in DMSO (left) and trend of absorption intensity at 400 nm and 515
nm by increasing the eq. of base added (right); d) L2 (2:10" mol - dm3) with DBU in ACN (left) and trend of
absorption intensity at 395 nm and 490 nm by increasing the eq. of base added (right). In all the experiments
blue lines refer to the spectrum of the free Ligands and red lines to the spectrum registered after the last

addition of base.
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Figure S4. UV-Vis titrations of a) L1 (4-10° mol - dm-3) with DIPEA in DMSO; b) L1 (4-:10"°> mol - dm3) with
DIPEA in ACN. In both experiments blue lines refer to the spectrum of the free Ligand and red lines to the
spectrum registered after the last addition of base.
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Figure S5. a) Stacked 'H NMR spectra of L1 registered in DMSO-d; and in DMSO-d; + 0.5% of D,0; b) Stacked
'H NMR spectra of L2 registered in DMSO-ds and in DMSO-d; + 0.5% of D,0. [L1] = [L2] = 7.5:10 mol - dm3.
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Figure S6. a) 'H NMR spectra of L1 registered in DMSO-d, + 0.5% of D,0 upon gradual addition of TMAOH. b)
'H NMR spectra of L2 registered in DMSO-d;s + 0.5% of D,0 upon gradual addition of TMAOH. [L1] = [L2] =
7.5:10° mol - dm=.
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Figure S7. UV-Vis titrations performed in DMSO of L1 upon gradually addition (0-10 eq.) of a) BzO-, b) KET,
c) NPX;, d) IBU-; and of L2 in DMSO upon gradual addition (0-10 eq) of e) BzO-, f) NPX". [L1] = [L2] = 1-:10° mol
- dm-3. Blue lines refer to the spectrum of the free ligands and red lines to the spectrum registered after the
last addition of the anion; c) colour change after the addition of 1, 2 or 3 eq. of NSAIDs and TMAOH to a 1:10°
mol - dm-3 DMSO solution of L1 and L2.
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Figure S8. 'H NMR spectra of L2 registered in DMSO-d; + 0.5% of water upon gradual addition of sodium
ketoprofen. [L2] = 7.5-103 mol - dm3. The upper spectrum shows the signal of free sodium ketoprofen

registered in DMSO-d; + 0.5% of water.
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Figure S9. UV-Vis titrations performed in ACN of L1 with gradual addition (0-10 eq.) of a) BzO-, b) KET, c)
NPX-, d) IBU- [L1] = 1-10°> mol - dm-3. In all the experiments blue lines refer to the spectrum of the free Ligands

and red lines to the spectrum registered after the last addition of the anion.
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Figure $S10. MS of L1 in ACN (negative direct injection), z=1: 413 [L1-H];, 476 [L1-NOs]’, 863 [L1,-Cl];, 890
[L1,-NOs]-.
Channel name: 1: Average Time 0.5196 min : TOF MS (50-2000) ESI- : Combined
812.10333 L
14e7
749.11284
1267
168.08924
1e7 44106883
)
[
3
Y 8e6-
E 323.02721 555.06348
£
6e6-| l813.10728
50406667
4e6 187.04151
7
437.01873 §55.05580
21297698 | 413.07205-
2e6 556.06734 | .
11298430 640.02733
I 257.93689 l J 5903142 § [I%057 l 831.03639
S U R oy O N O 1 5 0 O
100 200 300 400 500 600 700 800 900 1000 1100 1200 1300 1400

Observed mass [m/z]

Figure S11. MS of L2 in ACN (negative direct injection), z=1: 749 [L2-H]-, 812 [L2-NOs]-.
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Figure S12. MS of L1 + sodium ketoprofen in ACN (negative direct injection), z=1: 413 [L1-H], 667 [L1-KET],

863 [L1,-Cl];, 1081 [L1,-KET]-.
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Figure S13. MS of L1 + sodium naproxen in ACN (negative direct injection), z=1: 413 [-H];, 863 [L1,-Cl];, 1057

[L1,-NPX]-.



Channel name: 1: Average Time 0.5196 min : TOF MS (50-2000) ESI- : Combined.

4130 1o7es
e8]
87
£ 6e7
3 47607022
<
£
AeTH
2e7] 863.13845
wrrorser e
627.06224 -
—865.13679
32201965 l 53503469 i m
0 1 i l i eIl A
100 200 300 400 500 600 700 800 90 10007 1100 1200 1300 1400
Observed mass [m/z] I
[}
I
t
]
[}
! Channel name: 1: Avesage Time 0.5196 min : TOF MS (50-2000) ES}- : Combined
10332871 2oiel
25¢6
26
E,M 10429786
5
16
5e5 ’mm
102726805
o6 29729
/ (i l 104826885 10572510 -
| in Ly Iy i
W0 W05 W0 1055 10 125 190 103 1080 085 1050 105 1060 1065 1070 1075 180 toes 0 1095 1100

Figure S14. MS of L1 + sodium ibuprofen in ACN (negative direct injection), z=1: 413 [L1-H];, 863 [L1,-CI],

(zoom of) 1033 [L1,-IBU].
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Figure S16. MS of L2 + sodium naproxen in ACN (negative direct injection), z=1: 749 [L2-H]-, 785 [L2-CI];, 979
[L2-NPX]-.
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Figure S17. MS of L2 + sodium ibuprofen in ACN (negative direct injection), z=1: 749 [L2-H],, 785 [L2-CI];, 955
[L2-IBU]-.
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Figure S18. Structure of the conformers of L1 obtained by DFT calculations in ACN and listed in order of
increasing relative values of standard Gibbs free energy (in kJ/mol).
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Figure $19. UV absorption spectra obtained by TD-DFT calculations in DMSO of the first four more stable
conformations found for L1 (see Figure 10).

Figure S20. Structures of the isomers of the complexes between L1 and IBU-, obtained by DFT calculations
in ACN and listed in order of increasing relative values of standard Gibbs free energy (in kJ/mol).
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Figure $22. 3C NMR spectrum of 3 in in DMSO-dq.
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Figure S24. 3C NMR spectrum of L1 in in DMSO-d.
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Figure $25. 'H NMR spectrum of L2 in in DMSO-d.
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Figure $26. 3C NMR spectrum of L2 in in DMSO-d.



