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1. Synthesis of the picket fence porphyrin (H>TpivPP)
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Scheme S1. Scheme of the preparation of the picket fence porphyrin (H,TpivPP).




2. UV/Vis spectroscopy

Table S1. Electronic absorption data for complex I and a selection of meso-arylporphyrin compounds.

Complex Amax (nm) Solvents® Ref.

Soret region B, o region

Meso-arylporphyrins

H>TpivPP 416 514 548 590 646 CH:CL t.w.
H>TPP 418 515 549 591 647  CH:CL [1]
H>TBrPP ° 419 515 549 590 648 CH:ChL [2]
H>TPBP © 419 514 551 590 646  CH2Ch [3]
H>TCIPP ¢ 418 515 550 549 647 CH2Cl2 [4]
Iron(1Il) porphyrins
[Fe(TpivPP)CI] 417 506 575 603 CeHsCl  t.w.
[Fe(TpivPP)(CO3)] 424 510 567 607  CeHsCI t.w.
[Fe(TpivPP)(OAc)] 414 505 574 - CesHsCl [5]
[Fe"(TpivPP)(NCS)] 417 513 586 - CeHsCl [6]
[Fe(TpivPP)(NCO)] 414 508 576 - CeHsCl [7]
[Fe(TpivPP)(NO2)2] 426 553 - - CeHsCl (8]
[Fe(TpivPP)(NO2)(py)] 420 546 - - CsHsCl [9]

@ HoTPP = meso —tetraphenylporphyrin; ® HoTBrPP = 4-bromophenylporphyrin, ¢ H-TPBP = 4-(benzoyloxy)phenyl]
porphinato; ¢ HyTCIPP = meso-tetrakis(4-chlorophenyl)porphyrin; ; ¢: CsHsCl is chlorobenzene and CH2Cl is
dichlorometane ; t.w: this work.
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Fig. S1. Region of Q bands of complex I. Determination of the Apim.



3. X-ray molecular structure of complex I

Fig. S2. ORTEP view of [K(crypt-222)]" counterion, the thermal ellipsoids are drawn at the 30%
probability level. Hydrogen atoms have been omitted for clarity.



