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1. Cyclic voltammograms
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(a) (b)

Fig. S1 CVs of the (a) free-base porphyrins (1−4) and (b) corresponding Zn(II) porphyrins 

(1a−4a) in dichloromethane containing 0.1 M n-Bu4NPF6 as the supporting electrolyte, 

recorded at a scan rate of 100 mV/s vs Ag/AgCl.



S3

2. Spectroelectrochemical studies

Fig. S2 Spectral changes observed during the first oxidation of the Zn(II) porphyrins 1a–4a.
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3. Computational studies
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Fig. S3 B3LYP/6-31G (d,p) optimized structure, frontier HOMO-1, HOMO, LUMO and 

LUMO+1 and electrostatic potential energy maps of the Zn(II) porphyrins 1a–4a.
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Table S1 Energies of the frontier orbitals on B3LYP/6-31G (d,p) optimized structures in the 

gas phase.
Compound HOMO-1 

(eV)
HOMO 

(eV)
LUMO (eV) LUMO+1 (eV)

1 -5.01 -4.88 -2.37 -2.30

1a -5.09 -4.84 -2.30 -2.25

2 -5.42 -5.11 -2.48 -2.40

2a -5.36 -5.18 -2.41 -2.34

3 -5.23 -4.98 -2.33 -2.27

3a -5.18 -5.06 -2.26 -2.21

4 -5.13 -4.90 -2.24 -2.19

4a -5.08 -4.98 -2.19 -2.15
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4. Copies of 1H-NMR, 13C-NMR and HRMS spectra
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Fig. S4 1H NMR (CDCl3) spectra of 1.
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Fig. S5 13C{1H} NMR (CDCl3) spectra of 1.

Fig. S6 HRMS of 1.
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Fig. S7 1H NMR (CDCl3) spectra of 1a.
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Fig. S8 13C{1H} NMR (CDCl3) spectra of 1a.

Fig. S9 HRMS of 1a.
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Fig. S10 1H NMR (CDCl3) spectra of 2.
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Fig. S11 13C{1H} NMR (CDCl3) spectra of 2.
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Fig. S12 HRMS of 2.
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Fig. S13 1H NMR (CDCl3) spectra of 2a.



S11

0102030405060708090100110120130140150
f1 (ppm)

11
8.

00
12

0.
90

12
1.

26
12

1.
45

12
1.

88
12

2.
19

12
2.

63
12

3.
53

12
6.

19
12

6.
79

12
7.

26
12

7.
77

12
9.

05
13

1.
96

13
2.

32
13

2.
46

13
2.

72
13

3.
21

13
4.

62
13

6.
03

13
6.

31
13

6.
47

14
1.

05
14

1.
33

14
2.

52
14

2.
73

14
3.

09
14

5.
62

14
6.

26
14

7.
70

15
0.

57
15

0.
67

15
0.

88
15

1.
37

TMS

Fig. S14 13C{1H} NMR (CDCl3) spectra of 2a.

Fig. S15 HRMS of 2a.
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Fig. S16 1H NMR (CDCl3) spectra of 3.
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Fig. S17 13C{1H} NMR (CDCl3) spectra of 3.
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Fig. S18 HRMS of 3.
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Fig. S19 1H NMR (CDCl3) spectra of 3a.
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Fig. S21 HRMS of 3a.
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Fig. S22 1H NMR (CDCl3) spectra of 4.
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Fig. S23 13C{1H} NMR (CDCl3) spectra of 4.

Fig. S24 HRMS of 4.
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Fig. S25 1H NMR (CDCl3) spectra of 4a.
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Fig. S26 13C{1H} NMR (CDCl3) spectra of 4a.
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Fig. S27 HRMS of 4a.


