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Tables:

Table S1: Elemental analysis and NMR data of porphyrins 3-PdTPyP and 4-PdTPyP.

3-PdTPyP

4-PdTPyP

Elemental analysis, exp. (calc.)

[CeoHs8ClaN16Pd 4] (PFe)4 - 10H20

3-PdTPyP %C: (37.37) 37.40; %H: (3.06) 3.08; %N: (8.72) 8.75
[CsoHssClaN16Pd 4] (PFe)s - 12H20
4-PdTPyP %C: (36.86) 36.88; %H: (3.17) 3.16; %N: (8.60) 8.63
Compound 'H NMR, DMSO-ds
-2.98 (2H, bs, NH); 7.79 (8H, dd, J = 6.0 Hz, 4,4"); 7.95 (8H, m, Hc); 8.33
(8H, dd, J = 6.0 Hz, 3,3"); 8.53 (4H, d, J = 12.0 Hz, Hd); 8.59 (8H, dd, J= 6.0
3-PdTPYP Hz, 2,2"); 8.65 (4H, m, Hb); 8.98 (4H, m, He); 9.55 (8H, s, $-H) and 9.93 (8H,
d, J=6.0Hz, 1,1)
-3.04 (2H, bs, NH); 7.79 (8H, dd, J = 6.0 Hz, 4,4'); 8.33 (8H, d, J = 5.8 Hz,
4-PdTPyP Hb); 8.54 (8H, dd, J = 6.0 Hz, 3,3'); 8.79 (8H, d, J = 5.6 Hz, 2,2); 9.12 (8H,
s, B-H); 9.29 (8H, d, J = 5.7 Hz, Hc) and 9.50 (8H, d, J = 6.0 Hz, 1,1")
Compound 13C NMR, DMSO-ds
3-PdTPYyP 164.4, 162.6, 150.2, 142.5, 141.6, 128.8, 128.1, 128.0, 127.8, 125.0, 124.8,

4-PdTPYP

124.2

156.9, 151.7, 150.2, 142.8, 142.5, 141.6, 127.4, 124.9, 124.3
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Figure S1: *H NMR spectrum of compound 3-PdTPyP, in 600 MHz, DMSO-ds. *residual peaks.
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Figure S2: *H NMR spectrum of compound 4-PdTPyP, in 600 MHz, DMSO-de. *residual peaks.
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Figure S3: 13C NMR spectrum of compound 3-PdTPyP, in 150 MHz, DMSO-ds.
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Figure S4: 33C NMR spectrum of compound 4-PdTPyP, in 150 MHz, DMSO-ds.
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Figure S5: COSY 2D NMR spectrum of compound 3-PdTPyP, in DMSO-ds.
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Figure S6: COSY 2D NMR spectrum of compound 4-PdTPyP, in DMSO-ds.
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Figure S7:. Steady-state fluorescence emission spectra in solution of different wavelengths [ca. 10° M] of
porphyrins (a) 3-PdTPyP and (b) 4-PdTPyP obtained at the absorption maxima.

200+ 1,4-Di
——1,4-Dioxane
(a) —— DMF
——— DMSO
400 Acetonitrile
300 - /

200 +

100

Excitation emission @650 nm (a.u.)

0l . I y ; K I . I‘ d I
350 400 450 500 550 600

Wavelength (nm)

(0]
o
]

(6)]
o
1

N
o
1

Excitation emission @710 nm (a.u.)
=

L N A A R DAL
400 450 500 550 600 650
Wavelength (nm)

Figure S8: Excitation spectra in solution of different organic solvents [ca. 10 M] of porphyrin 3-PdTPyP
using as observation wavelengths (a) 650 nm and (b) 710 nm.
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Figure S9: Excitation spectra in solution of different organic solvents [ca. 10® M] of porphyrin 4-PdTPyP
using as observation wavelengths (a) 650 nm and (b) 710 nm.
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Figure S10: Time-resolved fluorescence decays of porphyrins 3-PdTPyP and 4-PdTPyP in DMSO and 1,4-
dioxane [~10 M] using an excitation wavelength of 405 nm (LED). IRF=instrument response factor.
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Figure S11: Time resolved fluorescence emission spectra of 3-PdTPyP in 1,4-dioxane (up) and DMSO
(down) and the respective residuals.
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Figure S12: Time resolved fluorescence emission spectra of 4-PdTPyP in 1,4-dioxane (up) and DMSO
(down) and the respective residuals.
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Figure S13: (a) UV-Vis absorption (DRUV) and (b) diffuse reflectance spectra of porphyrins 3-PdTPyP and

4-PATPyP.
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Figure S14: Thin-layer UV-visible spectra features for reduction processes of 4-PdTPyP, | = 0.10 mol L?
TBAPFs in DMF. Insets show the voltammetry scans.
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Figure S15: Thin-layer UV-visible spectra features for reduction processes of 4-PdTPyP, | = 0.10 mol L*?

TBAPFe in DMF. Insets show the voltammetry scans.
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