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S1 - FTIR spectra
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Fig. S1. FTIR spectrum of complex 1 measured in KBr disks.
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Fig. S2. FTIR spectrum of complex 2 measured in KBr disks.
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Fig. S3. FTIR spectrum of complex 3 measured in KBr disks.

Fig. S4. FTIR spectrum of complex 4 measured in KBr disks.



6 FSRO-20r
E:Em%@%ﬁ

T-WI£9'795
T-W T€6 765

T QEE'RLY

T-U0 pLT0SL

T-W 10V'8E8

T-WD SLE°£86
T-W SB'THOT

-2 9 TTTE
T-WI p6 91T

T §9'SLTT
T-W3 gOTET
T TTSHET
T-u0 ZUS8ET

T-W3 €8'00ST
T-W §E°27ST
T-UD D06 vST
T-WDEGELST

T-U0 T £Z9T

T-U0 17165 T

T-Wd BE'§T67

T-UD 97 9LEE

100

90~
80~

%T

70

400.0

2000.0 1000.0
Wavenumber [cm-1]

3000.0

4000.0

Fig. S5. FTIR spectrum of complex 5 measured in KBr disks.



S2 - ESI-MS data
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Fig S6. A and B) ESI-MS spectrum of complex 1 in positive mode. C) Expected isotopic pattern for the
protonated molecule.



Amostra: AA17 ESI(+)
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Fig S7. A and B) ESI-MS spectrum of complex 2 in positive mode. C) Expected isotopic pattern for the
protonated molecule.



Amostra: AA21 ESI(+)
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Fig S9. A and B) ESI-MS spectrum of complex 4 in positive mode. C) Expected isotopic pattern for the
protonated molecule.
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Fig $10. A and B) ESI-MS spectrum of complex 5 in positive mode. C) Expected isotopic pattern for

the protonated molecule.



S3 — UV-Vis molecular spectra
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Fig. S11. UV-vis absorption spectra of complexes 1-5 measured in DMSO.

50000

45000 DMSO —DCM

40000

35000

30000

lem?

=~ 25000

g/ M

20000 -~
15000
10000
5000

0 p— —_— >¥,,
260 310 360 410 460 510 560 610 660
A/nm

Fig. $12. UV-vis absorption spectra of complex 1 measured in DMSO and CH2Clz.




Fluorescence Intensity / a.u.
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S$13. Fluorescence emission spectra measured for complexes 3 - 5 in DMSO with Aex = 340 nm.

10



S4 — SCXRD characterization

Table S1. Selected bond lengths (A) and angles (°) for complex 1.

Bond lengths (A)

Ni1-N11#1 1.9776(18) Ni1-N11 1.9777(18)
Ni1-02 2.1521(16) Ni1-O2#1 2.1521(16)
Ni1-N14#1 2.1536(19) Ni1-N14 2.1537(19)
Bond angles (°)
N11#1-Ni1-N11 178.56(11) N11#1-Ni1-02 102.76(7)
N11-Ni1-02 78.21(7) N11#1-Ni1-O2#1 78.21(7)
N11-Ni1-O2#1 102.76(7) 02-Ni1-O2#1 97.19(9)
N11#1-Ni1-N14#1 76.70(7) N11-Ni1-N14#1 102.33(7)
0O2-Ni1-N14#1 87.84(7) O2#1-Ni1-N14#1 154.91(6)
N11#1-Ni1-N14 102.33(7) N11-Ni1-N14 76.70(7)
02-Ni1-N14 154.91(6) O2#1-Ni1-N14 87.84(7)

N14#1-Ni1-N14

97.99(10)
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Table S2. Selected bond lengths (A) for Zn(L3)2[1] and complex 1 [19].

Zn(L3): 1

Zn1-N11 2.024(3) Ni1-N11#1 1.9776(18)
Zn1-024 2.045(3) Ni1-O2#1 2.1521(16)
Zn1)-N(14) 2.404(4) Ni1-N14#1  2.1536(19)
Zn1-N33 2.031(3) Ni1-N11 1.9777(18)
Zn1-02 2.096(3) Ni1-02 2.1521(16)
Zn1-N36 2.465(5) Ni1-N14 2.1537(19)

Fig. S14. Intramolecular hydrogen bonds in complex 1.
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Fig. S15. Packing of complex 1 along the A) a axis, B) b axis and C) c¢ axis.
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S5 — Solution stability
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Fig. S16. Stability of the complexes monitored by UV-Vis absorption for 24 h (concentrations indicated
in the figures) in n-octanol.
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Fig. S17. Stability of the complexes monitored by UV-Vis a
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DMSO HEPES (5%; 95%) with BSA (1:1) 170,30uM

18 DMSO;HEPES (5%; 95%) 169,66 uM 18
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Fig. S18. Stability of complexes 2, 4 and 5, monitored by UV-Vis absorption for 24 h (concentrations
indicated in the figures) in DMSO:HEPES (10 mM, pH 7.4) (5%:95%) in the absence and in the presence
of BSA in 1:1 molar ratio.
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Fig. $19. Stability of complex 1 monitored by UV-Vis absorption after dissolution and after 24 h and the
free ligand in DMSO:HEPES (10 mM, pH 7.4) (5%:95%). Concentrations: A) [1]= 38 uM and [L]=227
uM. B) [1]= 38 uM and [L]=227 uM.
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S6 — BSA binding
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Fig. $20. Fluorescence emission spectra measured for the quenching of BSA (~2-3 uM) with complexes
1 -5 (Aexe = 295 nm, %DMSO <1.5 (v/v). Arrows indicate spectral evolution with increasing complex

concentrations (between 0 and 25 uM).
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