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NiTriPPCH,CH; 17 (* = NiTriPP 6)
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ZnTriPPCHO 23 (pyridine coordinated)
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ZnTriPP-C,~ZnTriPP 26 (pyridine coordinated; * = ZnTriPP-C,—ZnTriPP 3; aliphatic

hydrocarbon residues present)
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HRMS (MALDI)

Applied Biosystems 4700 Proteomics Analyzer 66
4700 Reflector Spec #1 MC=>MC[BP = 1216.3, 7491]
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ZnTriPP-CH=N-H,TriPP 31 (minor porphyrin impurities, some coordinated pyridine and
aliphatic hydrocarbon and other residues present)
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InXTriPP-CH=N-H,TriPP 35 (aliphatic hydrocarbon and other residues present)
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S13

NOESY (the peaks marked with arrows are positive contours, i.e. EXSY cross-peaks showing
exchange between ortho-phenyl protons on the lateral phenyl groups on the indium(III) ring)
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S15

ZnTriPP-C,~ZnTriPP 3 (pyridine coordinated)
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NOESY

HRMS (MALDI)
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ZnTriPP-CH=N-ZnTriPP 4 (pyridine coordinated)
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HRMS (ESI)

%103 |+ESI Scan (6.7-7.0 min, 18 scans) Frag=300.0v da1407.d Subtract

1 1230.2594
0.95-
sk 1228.2629
0.85-
0.8
0.75-
0.7- 1229.2626
0.65-
0.6
0.55-
0.5
0.45-
0.4
0.35-
0.3

1231.2613

1226.2603 1232.2601

1233.2565

0.254 1234.2603
0.2+

0.154

o ol b

- . Ir— .. T T T T T T T T T T T T
1225 1226 1227 1228 1229 1230 1231 1232 1233 1234 1235 1236 1237 1238
Counts vs. Mass-to-Charge [m/z)

ZnTriPP-N=N-ZnTriPP 5 (in CDCl, + C;D;N; * = water in exchange with pyridine)

m N

Mmm INT O MNM 0N LN
oo aooONO—————0©V0VuV
— — 00 00 00 C0 C0 CO 00 CO CO M~ I\ I

0.99-x
1.06=
2.24=1
3.88-1
5.83x

Ph
Ph
Ph N,
Py N Ph
py
Ph
Ph

S19

100 95 90 85 80 75 70 65 60 55 50 45 40 35 3.0 25 20 15

1.0

0.5



S20

Figure S1. The hydrogen bonded cyclic hexamer in the crystal structure of the zinc formylporphyrin
23.




S21

Figure S2. Effects of solvents on the Soret band region of the electronic absorption spectrum of
imine diporphyrin 4: (a) the Soret band region; (b) the Q band region.
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S22

Figure S3. Fluorescence emission spectra in toluene: (a) ethyne 3 excited at 414 nm (solid), 482 nm
(dots), and absorption spectrum scaled for convenience (dashes); (b) imine 4 excited at 427 nm
(solid), 449 nm (dots), and absorption spectrum scaled for convenience (dashes).
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