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Figure S1

(a)

limlh' ) _.m.m“' L

(b)

T
o B

m o o&a W M FE o

= m
'\.bq
by
i b
1
{13
'I.!

F2 (ppm)

-
a
aanilieai i adod

"o s s 7 8 5 4 3z 1 0
F1(ppm)
'H NMR spectra of Co'"'-mimochrome IV recorded at 600 MHz. (a) Monodimensional spectrum.

(b) NOESY spectrum at 200 ms mixing time. Conditions. 1 mv concentration, in H,O/CF3CD,OD
(70:30 v/v), pH 5.5, 298 K.



Figure S2
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UV-vis spectrum of Fe'''-mimochrome IV 1.22° 10 M in water pH = 9.5



Table S1

Co"'-Mimochrome IV L isomer *H chemical shift (ppm) and 3Junack (H2).

Peptide chainsresonances

Residue 334NacH proton d(ppm) chainza  d(ppm) chain18b
Ac? CHs 1.9 1.9
GIu 4 NH 8.05 8.08

aCH 3.66 3.70
b,b'CH, 1.58, 1.48 16,15
ggCH, 2.0 204
Ser? 5 NH 7.80 7.86
aCH 4.00 4.02
b,b'CH, 3.93-3.70 3.90-3.70
GIn® 4 NH 8.47 8.43
aCH 3.80 384
b,b'CH, 1.90 1.90
ggCH, 2.24 2.24
CONH, 6.70-7.36 6.70-7.42
Leu* 6 NH 7.58 7.53
aCH 374 373
b,b'CH, 1.28-1.15 1.20-1.05
ggCH, 1.20 120
d,dCH; 0.75-0.80 0.75-0.80
His® 6 NH 7.12 7.05
aCH 248 2.54
b,b'CH, 1.36 1.37
dCH -0.38 -0.40
eCH -0.10 -0.05
NH® - -
Ser® 5 NH 7.42 7.34
aCH 338 343
b,b'CH, 3.54, 348 353, 348
Asn’ 6 NH 7.56 7.63
aCH 4.30 4.32
b,b'CH, 2.72-2.62 2.72, 2.58
CONH, 6.76-7.14 6.76-7.18
Lys® * NH 7.36 7.36
aCH 3.92 3.9
b,b'CH, 0.80 0.90
gg'CH, 1.45-1.28 15-1.22
d,dCH, 1.52-1.10 1.44-1.02
ee'CH, 2.51-2.24 247-2.3
NH? 8.01 7.85
Arg® * NH 7.25 7.26
aCH 437 4.39
b,b'CH, 1.4-1.25 1.62-1.5
gg'CH, 1.25-1.15 1.36-1.26
d,dCH, 3.03-2.2 2.91-2.01
NH 2 8.12 8.04
CONH, 7.06-7.28 7.08-7.28
Deuter opor phyrin resonances
2,18a,a’-CH,  4.9-4.35 7CHs 3.83 13H 9.46
2,18b,b’-CH, 3.35-2.95 8H 9.47 15H 10.46
3CH; 375 10H 10.54 17CH, 3.70
5H 10.56 12CHs 381 20H 10.44

Chemical shift are relative to TSP (see Matherial and methods); (-) indicates a resonance that could
not be observed; (*) indicates aJnn-acH ot measurable because resonance overlap.
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Table S2

Intramolecular Hydrogen Bonds of Colll mimochromelV.

Donor Acceptor Chain 2a Chain 18b
N3 Oo 2.8 2.7
N4 O 31 3.0
N5 O] 2.8 2.9
Ns O1 2.8 3.1
Ne O; 29 2.7
N~ O3 2.8
N- O4 3.0 2.8
Nsg O4 29 4.1
Nsg Os 3.0
Ng Oy 2.6 2.6

Ng"2 Os 2.7
Ng® Os 2.6

2a and 18b refer to the peptide chain linked to the propionyl group at position 2 and 18 of the
deuteroporphyrin ring, respectively.



