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Scheme S1. Molecular structures of [CoII(Porph))(DMAP)2].


Table S1 UV/Vis data of several free base meso-porphyrins, complexe 1, complex 2 and a selection of cobalt meso-metalloporphyrins in dichloromethane.
	Compound
	Soret band
λ [nm] (log ε)
	Q bands
λ [nm] (log ε)
	[ref]

	Free base meso-porphyrins

	H2TPPa
	416 (6.10)
	513 (5.70)
	550 (4.36)  
	590 (4.24)  
	646 (4.19)
	[1]

	H2TTPa
	420 (5.95)
	515 (5.82)
	555 (4.28)
	595 (4.17)
	650 (4.10)
	[1]

	H2TPBPb
	419 (5.90)
	515 (4.46)  
	551 (4.13)  
	590 (3.94)  
	646 (3.84)
	[2]

	H2Ppc
	421
	517
	553
	592
	648
	[3]

	H2TMAPPd
	425 (5.92)
	522(5.67)
	550 (4.32)
	597 (4.15)
	653 (3.98)
	[4]

	H2TMPPe
	423(5.53)
	521(4.38)
	558(4.30)
	597(4.20)
	650(4.17)
	[5]

	H2TBrPP
	419 (6.58)
	515 (5.24)
	549 (4.93)
	590 (4.77)
	648 (4.68)
	this work

	H2TClPP
	417(5.50)
	515(4.93)
	548(4.55)
	590(4.46)
	646(4.41)
	this work

	Tetracoordinated cobalt(II) meso-metalloporhyrins

	[CoII(TPP)]a
	412
	528
	—
	
	
	[6]

	[CoII(TpivPP)]f
	412
	524
	—
	
	
	[7]

	[CoII(Pp)]c
	414
	531
	—
	
	
	[3]

	[CoII(TMAPP)]d
	415 (5.85)
	539 (5.49)
	—
	
	
	[4]

	[CoII(TPBP)]b
	412 (6.07)
	528 (5.58)
	—
	
	
	[2]

	[Co(TMPP)]e
	414(5.65)
	535(4.36)
	—
	
	
	[5]

	[CoII(TBrPP)]
	412(5.58)
	528(4.62)
	—
	
	
	this work

	[CoII(TClPP)]
	412(5.58)
	529(4.80)
	—
	
	
	this work

	Pentacoordinated and hexacoordinated cobalt(II) meso-porphyrins

	[CoII(TPBP)(4,4’-bpy)2]b,g(1)
	435 (5.75)
	552 (4.49)
	
	
	
	this work

	[CoII(TpîvPP)(4,4’-bpy)2]f,g
	439 (5.40)
	550 (4.25)
	—
	
	
	[7]

	[CoII(TPP)(4,4′-bpy)2]a,g
	438 (5.39)
	549 (4.21)
	—
	
	
	[3]

	[Co(TPP)(Hon)2]a,h
	434 (4.46)
	521 (3.54)
	555 (3.41)
	
	
	[8]

	[CoII(TMPP)(4-CNpy)]e,i
	437(5.62)
	558(4.60)
	600(4.54)
	
	
	[5]

	[CoII(TClPP)(4-CNpy)]i
	436(5.65)
	556(4.69)
	598(4.64)
	
	
	[5]

	[CoII(TMPP)(py)]e
	—
	535
	—
	
	
	[8]

	[CoII(TMPP)(pip)]e,j
	—
	532
	—
	
	
	[9]

	[CoII(TClPP)(pipz)]k
	436(5.60)
	553(4.63)
	592(4.49)
	
	
	[10]

	[{CoII(TMPP)2(2-pipz]e,k
	438(5.60)
	556(4.67)
	597(4.55)
	
	
	[10]

	[CoII(TBrPP)(DMAP)2]
	435(5.62)
	556(4.65)
	—
	
	
	this work

	[CoII(TClPP)(DMAP)2]
	436(5.66)
	557(4.67)
	—
	
	
	this work


a TPP = meso-[tetraphenyl]porphyrinato. b TPBP = meso-[tetrakis-[4-(benzoyloxy)phenyl]porphyrinato. c H2Pp = meso-tetrakis(4-N-pyrazolyl)phenyl porphyrinato. d TMAPP = meso-tetrakis {4-[((4-methoxyphenyl)acetyl)oxy]phenyl}porphyrinato. e TMPP = meso-tetra[para-methoxyphenyl]porphyrinato. f TpîvPP = α,α,α,α-tetrakis(o-pivalamidophenyl)porphyrinato. g 4,4’-bpy = 4,4’-bipyridine. h Hon = 2-aminopheno. i 4-CNpy = 4-cyanopyridine. j pip = piperidine. k pipz = µ-piperazine. 


Table S2 Emission data for complexes 1-2 and some related cobaltous metalloporphyrins.
	Compound
	excia
	max (nm)
	Φfb
	τfc (ns)
	Solvent
	Ref.


	
	
	Q(0,0)[nm]
	Q(0,1)[nm]
	
	
	
	

	Free base meso-porphyrins

	H2TPPd
	—
	653
	722
	0.12
	9.6
	DMF
	[11]

	H2TPPd
	—
	654
	712
	0.110
	-
	CH2Cl2
	[12,13]

	H2TPPd
	—
	656
	717
	0.09
	-
	CH2Cl2
	[14]

	H2TPBPe
	420
	651
	719
	0.054
	-
	CH2Cl2
	[15]

	H2TMPPf
	424
	656
	719
	0.082
	7.16
	CH2Cl2
	[5]

	H2TMAPPg
	522
	655
	719
	0.050
	5.93
	CH2Cl2
	[4]

	H2TBrPP
	549
	654
	720
	0.054
	7.23
	CH2Cl2
	this work

	H2TClPP
	548
	651
	714
	0.081
	7.16
	CH2Cl2
	this work

	Tetracoordinated cobalt(II) meso-metalloporhyrins

	[CoII(TPBP)]e
	552
	653
	719
	0.032
	-
	CH2Cl2
	[2]

	[CoII(TMPP)]f
	414
	655
	719
	0.035
	6.02
	CH2Cl2
	[5]

	[CoII(TMAPP)]g
	540
	653
	718
	0.028
	1.5
	CH2Cl2
	[4]

	[CoII(TBrPP)]
	528
	654
	719
	0.036
	6.17
	CH2Cl2
	this work

	[CoII(TClPP)]
	529
	652
	713
	0.04
	6.10
	CH2Cl2
	this work

	Pentacoordinated and hexacoordinated cobalt(II) meso-porphyrins

	[CoII(TMPP)(4-CNpy)]f,h
	437
	652
	717
	0.054
	1.97
	CH2Cl2
	[5]

	[CoII(TClPP)(4-CNpy)]h
	439
	653
	714
	0.06
	1.997
	CH2Cl2
	[5]

	[CoII(TPBP)(4,4’-bipy)2]e,i
	550
	652
	718
	0.036
	—
	CH2Cl2
	[2]

	[{CoII(TMPP)}2(2-pipz)]g,j
	—
	653
	719
	0.026
	1.57
	CH2Cl2
	[10]

	
	—
	648
	710
	—
	6.10
	Ethanol
	

	[CoII(TClPP)(pipz)]g
	—
	651
	717
	0.042
	1.51
	CH2Cl2
	[10]

	
	—
	640
	711
	—
	5.90
	Ethanol
	

	[CoII(TBrPP)(DMAP)2]
	556
	654
	719
	0.058
	1.731
	CH2Cl2
	this work

	[CoII(TClPP)(DMAP)2]
	557
	652
	713
	0.063
	1.981
	CH2Cl2
	this work


a exci = wavelength value of excitation. b Φf = fluorescence quantum yields. c τf = fluorescent lifetime. d TPP = meso-[tetraphenyl]porphyrinato. e TPBP = meso-[tetrakis-[4-(benzoyloxy)phenyl]porphyrinato. f TMPP = meso-tetra[para-methoxyphenyl]porphyrinato. g TMAPP = meso-tetrakis {4-[((4-methoxyphenyl)acetyl)oxy]phenyl}porphyrinato. h 4-CNpy = 4-cyanopyridine. i 4,4’-bipy = 4,4’-bipyridine. j pipz = µ-piperazine.
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Fig. S1. 1H NMR spectra of 1 (CDCl3, 500 MHz, 298 K).
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Fig. S2. 1H NMR spectra of 2 (CDCl3, 500 MHz, 298 K).
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Fig. S3. High resolution ESI mass spectrum of 1 in CH2Cl2
[image: ]Fig. S4. High resolution ESI mass spectrum of 2 in CH2Cl2
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