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Figure S1. 'H NMR spectrum of 2-amino-3-nitro-tetra-p-tolylporphyrin (8).
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Figure S2. 'H NMR spectrum of 2-nitro-3-(pyrrol-1-yl)-5,10,15,20-tetraphenylporphyrin (10).
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Figure S3. 'H NMR spectrum of zinc(11) 2-nitro-3-(pyrrol-1-yl)-5,10,15,20-tetraphenyl-
porphyrin (12).
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Figure S4. 'H NMR spectrum of 2-nitro-3-(pyrrol-1-yl)-5,10,15,20-tetra-p-tolylporphyrin (14).
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Figure S5. 'H NMR spectrum of zinc(11) 2-nitro -3-(pyrrol-1-yl)-5,10,15,20-tetra-p-tolyl-
porphyrin (16).
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Figure S6. "H NMR spectrum of nickel(l1) 2-nitro -3-(pyrrol-1-yl)-5,10,15,20-tetra-p-tolyl-
porphyrin (17).



Sample Name RT-11 Position P1F6 Instrument Name 6530 QTOF LCMS User Name lemsdu-PC\admin
Inj Vol 1 InjPosition SampleType Sample * IRM Calibration Status Success
Data Filename  RT-11.d ACQ Method 29.10.2014.m Comment Acquired Time 12-11-2014 17:30:26

x10 4 |*ES| Scan (0.109-0.459 min, 22 Scans) Frag=60.0V RT-11.d
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Figure S 7. ESI-HRMS of copper(1l) 2-amino-3-nitro-5,10,15,20-tetraphenylporphyrin (3).



Qualitative Compound Report

Data File RT47.d Sample Name RT47
Sample Type Sample Position P1C8
Instrument Name 6530 QTOF LCMS User Name lemsdu-PC\admin
Acq Method Union.m Acquired Time 19-09-2014 14:39:47
IRM Calibration Status [Success™ T T T DA Method Defauit.m
Comment
Sample Group Info.
Acquisition SW 6200 series TOF/6500 series
Version Q-TOF B.05.01 (B5125)
Compound Table
Compound Label RT Mass MFG Formula
Cpd 15: 0.193] 0.193 791.5864 > limit
Compound Label m/z _ RT Algorithm Mass
Cpd 15: 0.193 792.5938 0.193  Find by Molecular Feature 791.5864
MFE MS Spectrum
x10 5 |Cpd 15: 0.193: +ESI MFE Spectrum (0.139-0.331 min) Frag=60.0V RT47.d
1 792.5938
(M+H)+
0.8
0.6 396.8003
(M+2H)+2
0.4
0.2 _
U 1 -Il ‘-1
400 500 600 700 800 900 1000 1100 1200 1300 1400 1500
Counts vs. Mass-to-Charge (m/z)
MFE MS Zoomed Spectrum
x10 5 |Cpd 15: 0.193: +ESI MFE Spectrum (0.139-0.331 min) Frag=60.0V RT47.d
1 792.5938
(M+H)+
0.8
0.6 396.8003
(M+2H)+2
0.4
0.2 |
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Counts vs. Mass-to-Charge (m/z)

Figure S8. ESI-HRMS of copper(Il) 2-amino-3-nitro-5,10,15,20-tetra-p-tolylporphyrin (7).



Qualitative Compound Report

Data File RT26.d Sample Name RT26

Sample Type Sample Position P1F2

Instrument Name 6530 QTOF LCMS User Name lemsdu-PCh\admin
Acq Method Union.m Acquired Time  22-09-2014 16:36:39
IRM Calibration Status EiEES oA Method Default.m
Comment

Sample Group Info.

Acquisition SW 6200 series TOF/6500 series

Version Q-TOF B.0S5.01 (B5125)

Compound Table
Compg d Label RT Mass F I MFG Formula (ppm) DB Formula
Cpd 5: C48 H38 N6 02 0.227 730.3061 48 H38 N6 02 C48 H38 N6 02 -0.63 C48 H38 N6 02
Compound Label m/z RT Algorithm Mass
Cpd 5: C48 H38 N6 02  731.3134 0.227  Find by Molecular Feature 730.3061
MFE MS Spectrum
«10 5 |Cpd 5: C48 H38 N6 02: +ES| MFE Spectrum (0.139-0.482 min) Frag=60.0V RT26.d

3
25
2
1.5
1
0.5

750 800 850 900 950 1000 1050 1100 1150 1200 1250 1300 1350 1400 1450
Counts vs. Mass-to-Charge (m/z)

MFE MS Zoomed Spectrum
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Figure S9. ESI-HRMS of 2-amino-3-nitro-5,10,15,20-tetra-p-tolylporphyrin (8).
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Ri-12 Position P2Cs Instiument mNam 5530 QTOF LOH S
1 InjPosition SampleType Sample - IRM cCalibration Status

ilename  R7-12.d ALCQ Method Union.m Comment Acquired Time

H
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2
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Figure S10. ESI-HRMS of copper(ll) 2-nitro-3-(pyrrol-1-yl)-5,10,15,20-tetraphenylporphyrin
9).
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Sample Name RT48 Position PlA4 Instrument Name 6530 QTOF LCMS User Name lemsdu-PCyadmin
Inj Vol 1 InjPosition SampleType Sample . IRM Calibration Status Success
Data Filename  RT48 d ACQ Method Union.m Comment Acquired Time 02-09-2014 16:05:37

x10 4 |*ESI Scan (0.191 min) Frag=135.0V RT48 .d
25 701.4936
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Figure S11. ESI-HRMS of 2-nitro-3-(pyrrol-1-yl)-5,10,15,20-tetraphenylporphyrin (10).
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Sample Name RT-13A Position P1D2 Instrument Name 6530 QTOF LCMS User Name lemsdu-PCladmin
Inj Vol 1 InjPosition SampleType Sample IRM Calibration Status Success
Data Filename  RT-13Ad ACQ Method Union.m Comment Acquired Time 03-09-2014 16:19:54

%10 3 |*ESI Scan (0.187 min) Frag=135.0V RT-13A.d
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Figure S12. ESI-HRMS of zinc(l1) 2-nitro-3-(pyrrol-1-yl)-5,10,15,20-tetraphenylporphyrin (12).
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Sample Name  RTS1 Position P1B2 Instrument Name 6530 QTOF LCMS User Name lemsdu-PC\admin
Inj Vol 5 InjPosition SampleType Sample IRM Calibration Status Success
Data Filename  RTS1.d ACQ Method Union.m Comment v Acquired Time 09-09-2014 16:12:]

x10 4 |*ESI Scan (0.140-0.675 min, 65 Scans) Frag=60.0V RT51.d
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Figure S13. ESI-HRMS of copper(Il) 2-nitro-3-(pyrrol-1-yl)-5,10,15,20-tetra-p-tolylporphyrin
(13).
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Qualitative Compound Report

Data File RT54.d Sample Name RT54
Sample Type Sample Position P2A2
Instrument Name 6530 QTOF LCMS User Name lemsdu-PC\admin
Acq Method Union.m Acquired Time  10-09-2014 15:55:17
IRM Calibration Status Sticcess T T DA Method Default.m
Comment
Sample Group Info.
Acquisition SW 6200 series TOF/6500 series
Version Q-TOF B.05.01 (B5125)
Compound Table

Compound Label RT Mass MFG Formula

Cpd 9: 0.283| 0.283 780.3199 > limit

Compound Label m/z __|RT Algorithm Mass
Cpd 9: 0.283 781.3272 0.283 Find by Molecular Feature 780.3199
MFE MS Spectrum

x10 4 |Cpd 9: 0.283: +ES| MFE Spectrum (0.139-0.606 min) Frag=60.0V RT54.d
781.3272
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5 |
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Figure S14. ESI-HRMS of 2-nitro-3-(pyrrol-1-yl)-5,10,15,20-tetra-p-tolylporphyrin (14).
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Sample Name RT-49 Position P1B9 Instrument Name 6530 QTOF LCMS User Name lemsdu-PC\admin
Inj Vel 1 InjPosition SampleType Sample IRM Calibration Status Success
Data Filename  RT-49.d ACQ Method Union.m Comment Acquired Time 16-09-2014 16:55:47

%10 3 |[+ESI Scan (0.192 min) Frag=60.0v RT-49.d
4.2
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Figure S15. ESI-HRMS of magnesium(I1) 2-nitro-3-(pyrrol-1-yl)-5,10,15,20-tetraphenyl-
porphyrin (15).
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Sample Name RT-55 Position P1F8 Instrument Name 6530 QTOF LCMS User Name lemsdu-PC\admin
Inj Vol 1 InjPosition SampleType Sample . IRM Calibration Status Success
Data Filename  RT-55.d ACQ Method Union.m Comment Acquired Time 12-09-2014 15:25:39

x10 3 |*ESI Scan (0.260 min) Frag=60.0V RT-55.d
6.6
6.4
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(=1
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5.4
52

dud (M+H)*
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22 844.2403 8472402
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g 846.2299

1.4 841.2290 .

b 842.2203 848.2439

840 841 842 843 844 845 846 847 848 849

Figure S16. ESI-HRMS of zinc(l1) 2-nitro-3-(pyrrol-1-yl)-5,10,15,20-tetra-p-tolylporphyrin
(16).

17



Sample Name RTS7 Position P1AB Instrument Name 6530 QTOF LCMS
Inj Vel 1 InjPosition SampleType Sample *
Data Filename  RT57.d ACQ Method Union.m Comment

User Name

IRM Calibration Status

Acquired Time

lemsdu-PCladmin
Success
08-09-2014 16:05:12

=10 4 |*ES| Scan (0.1:3 min) Frag=60.0v RT57.d
+
2 (M+H)
1.9
1.8 B837.2465
1.7
1.6 792.5938
1.5
1.4
1.3
1.2
1.1
1
0.9
0.8
0.7
0% 814.5772
0.5
0.4
0.3
859.2237
0.2

0.1

905.6783

700 710 720 730 740 750 760 770 780 790 800 810 820 830 8B40 850 860 870 880 890 900 910 920

Figure S17. ESI-HRMS of nickel(Il) 2-nitro-3-(pyrrol-1-yl)-5,10,15,20-tetra-p-tolylporphyrin

17).
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Sample Name RT-56 Position P1E2 Instrument Name 6530 QTOF LCMS User Name lemsdu-PCl\admin
Inj Vol 1 InjPosition SampleType Sample | IRM Calibration Status Success
Data Filename  RT-56.d ACQ Method Union.m Comment Acquired Time 16-09-2014 16:46:08

x10 4 |+ESI Scan (0.271 min) Frag=60.0V RT-56.d
1.7
1.65
1.6
1.55
1.5
1.45
1.4
1.35
1.3 781.3213
1.25
1.2
1.15
2 b
1.05

0.9 792.5952

0.55 814.5801

0.35 (M+H)* 845.3369

829.3166

775.3185 803.2982 853.2838
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Figure S18. ESI-HRMS of magnesium(ll) 2-nitro-3-(pyrrol-1-yl)-5,10,15,20-tetra-p-tolyl-
porphyrin (18).
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Figure S 19. UV-Vis spectra of meso-tetraphenylporphyrins (9, 10, 12 and 15).
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Figure S 20. UV-Vis spectra of meso-tetra-p-tolylporphyrins (13, 14, 16, 17 and 18).
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Figure S 21. Cyclic voltammograms of copper (I1) 2-nitro-3-(pyrrol-1-yl)-5,10,15,20-tetra-
phenylporphyrin (9) in CH,Cl, + 0.1M BusNPFg at a scan rate v = 0.05Vs™.
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Figure S 22. Cyclic voltammograms of 2-nitro-3-(pyrrol-1-yl)-5,10,15,20-tetraphenylporphyrin
(10) in CH,Cl; + 0.1M BusNPFg at a scan rate v = 0.05Vs™.
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Figure S 23. Cyclic voltammograms of zinc (I1) 2-nitro-3-(pyrrol-1-yl)-5,10,15,20-
tetraphenylporphyrin (12) in CH,Cl, + 0.1M BusNPFg at a scan rate v = 0.05Vs™.
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Figure S 24. Cyclic voltammograms of 2-nitro-3-(pyrrol-1-yl)-5,10,15,20-tetra-p-tolylporphyrin
(14) in CH,Cl, + 0.1M Bu4sNPFg at a scan rate v = 0.05Vs™.
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Figure S 25. Cyclic voltammograms of zinc (I1) 2-nitro-3-(pyrrol-1-yl)-5,10,15,20-tetra-p-
tolylporphyrin (16, Fig. A) in CH,Cl; + 0.1M Bus;NPF; at a scan rate v = 0.05Vs™. Figure B
shows the expansion of cyclic voltammograms from 0.4 -1.8 V.
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