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Figure S1. CV plots of Cu-AB A) after loading (orange) and after several cycles of
washing with water (green) and B) at different scan rates. Inset: Plot of current vs. scan

rate showing a linear behavior as expected for surface immobilized species.
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Figure S2. AFM data of ABcys SAM bound to heme.
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Figure S3. Absorption data of A) heme physi-absorbed on octanethiol surface (black)
and heme-ABcys (red) on transparent Au electrodes and B) heme-Af (blue) in solution
and heme-APcys (red) on transparent Au electrodes. The solution absorption data has

been scaled down by a factor of 80.
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Figure S4. A) Resonance Raman data of free heme (red) and heme-Af (blue) in pH 7
buffer, B) SERRS data of heme on octanethiol SAM (red) and heme-Acys (blue) in pH 7
buffer at high energy region , and C) SERRS data of heme on octanethiol SAM (red) and
heme-APcys (blue) in pH 7 buffer at low energy region on roughened Ag disc.
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Figure S5. SERRS data of A) heme on octanethiol SAM in pH 7 buffer (black) and in pH
7 buffer containingl00 mM imidazole (red) on roughened Ag disc. (* implies plasma
line) and B) heme on octanethiol SAM in pH 7 buffer with 100 mM imidazole (red) and
heme-APcys in pH 7 buffer containing1 00 mM imidazole (red) on roughened Ag disc.
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Figure S6. Absorption data of heme physi-absorbed on octanethiol surface in pH 7 buffer
containing 100 mM imidazole (black) and heme-APc¢,s in pH 7 buffer containing 100 mM

imidazole (violet) on transparent Au electrodes.
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Figure S7. CV of octanethiol SAM covered Au electrode after Cu loading (blue) in pH 7
at 50 mV/s using Ag/AgCl reference and Pt wire counter electrode. The background
current is shown in orange. No Cu?"* CV is observed as Cu does not bind the octanethiol

surface.

S9



heme

V vs Ag/AgCl

0.4 0.2 0 -0.2 -0.4 -O.6|

Figure S8. CV of heme physi-absorbed on octanethiol SAM (red) and heme-ABcys SAM
(blue) in pH 7 buffer at 50 mV/s using Ag/AgCl reference and Pt wire counter electrode.
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Figure S9. Anaerobic CV of heme-Cu-ABcys at 1 V/s, in a pH 7 buffer, using Ag/AgCl

reference, Pt counter electrode.

S11



40 |
35 -

- hare Al
30 -

—M

- AR+C3SH

Figure S10. CV of bare Au surface (black), AP peptide SAM (blue) and SAM of AP
peptide with octanethiol (red) at 50 mV/s in a pH 7 buffer using Ag/AgCl reference

electrode and Pt counter electrode.

S12



45 1
40 4
heme + MB

35 1 heme-AB + MB
30 1
25 4

20 ¢

| (uA)

15 4

10 4

Vvs Ag/AgCI

0.4 0.2 0 -0.2 -0.4 -0.4

Figure S11. (A) CV of heme physi-absorbed on octanethiol SAM + 15 uM methylene
blue (black) and heme-ABcys SAM + 15 uM methylene blue (blue) in pH 7 buffer at 50

mV/s using Ag/AgCl reference and Pt wire counter.
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Figure S12. Absorption data of heme-Afcys (red) and heme-ABcys complex with

methylene blue, after 6 hours of incubation (dark blue) on transparent Au electrodes.
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Figure S13. CV of Cu-Afcys at 50 mV/s using Ag/AgCl reference and Pt wire counter
electrode in 5 mM (orange) 100 mM (blue) and 1 M (black) phosphate buffer.
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