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Figure S1. Stack plot of the high-frequency regions of Soret-excitation resonance
Raman spectra for [0A22-I-aH41], : Fe(1II)-PP (1:1), [aH22-[-atH41], : Fe(III)-PP (1:2)
and [otH22-1-0tH41], : Fe(II)-PP (1:1). The spectra of the Fe(III)-PP in all three maquettes
are the same within experimental error. The frequencies of the ring skeletal modes 7,
1557 cm'l; v3, 1503 cm'l; v4, 1374 cm'l) are totally consistent with low-spin, six-
coordinate Fe(III)-PP.I Accordingly, the Fe(IlI)-PP cofactor in [@A22-I-aH41], must

bridge the two helix-loop-helix monomers.

Figure S2. Low-frequency region of the Soret-excitation resonance Raman spectrum of
[aH22-1-0H41], : Zn(II)-PP (1:2). The key observation is the presence of a moderately
strong band at ~158 cm’', which is assignable to the Zn(II)-His stretching mode.” This
band is absent from the spectrum of four-coordinate Zn(Il)-PP. Accordingly, the Zn(II)-PP
is bound to the peptide and must be five-coordinate. There is no issue of whether Zn(II)-PP

is five- verses six-coordinate, even under the most severe conditions (such as in the
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presence of 4 M imidazole). Also, metal-His stretches are not observed for six-coordinate

metallopophyrins. b

References

1. (a) Choi, S.; Spiro, T. G.; Langry, K. C.; Smith, K. M.; Budd, D.; Lamar, G. N. J.
Am. Chem. Soc. 1982, 104, 4345-4351. (b) Spiro, T. G. in Iron Porphyrins; Lever, A.
P. B.; Gray, H. B., Eds.: Addison Wesley: Reading, MA, 1983, pp89-160.

2. Feitelson, J.; Spiro, T. G. Inorg. Chem. 1986, 25, 861-865.

13



Y1IYY6 American Lhacmical 5OCICty J. Am. LhCm. 50C. V12U Fage/1us5 sSharp suppliemental rage 5

e ML e

Aex = 415.4 nm =
0
Y -
(a»] 1
Lo N~
[0d22-1-0H41]5 :Fe(IIl)-pp (1:1) i1 N
©
o
|
N~
[QH22-1-0.H4 1], Fe(ID)-pp (1:2) - i
B ~ A8 Q
T 0 ©
[\ ~— h -
ol
[oH22-1-0H41]5 :Fe(ll)-pp (1:1)
~
© 2
o ©
— g %
I T I I | 1
1100 1200 1300 1400 1500 1600 1700

Raman Shift (cm'1)




w1770 AICTICAll CICHICAL SOCICLY  J. AllL UICHL SOC. vV 12U Fdgo/ 1VDS Slidlp SUPPICHICIILAL Fdge «

L+ e e

100

[0H22-l-0H41]; :Zn(M)-pp (1:2)  I:
B ©
X 2
o)
o))
— ©
RN 9
™ N
B =
Yo
[ | I I ' [ I
200 300 400 500 600 700 800

Raman Shift (cm-1)




