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Figure S1a. 'H NMR spectrum (600 MHz, DMSO-ds) for DFOB-PBH (2).
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Figure S1b. *3C NMR spectrum (150 MHz, DMSO-ds) for DFOB-PBH (2).
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Figure S2a. *H NMR spectrum (600 MHz, DMSO-ds) for DFOB-PPH (3).
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Figure S2b. 3C NMR spectrum (150 MHz, DMSO-ds) for DFOB-PPH (3).
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Figure S2c. 'H-'H COSY NMR spectrum (600 MHz, DMSO-dg) for DFOB-PPH (3).
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Figure S2d. *H-C HSQC NMR spectrum (600 MHz, DMSO-dg) for DFOB-PPH (3).
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Figure S2e. Experimental (top) and calculated (bottom) isotope patterns for the [M+H]* adduct of
DFOB-PPH (3).
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Figure S3a. *H NMR spectrum (600 MHz, DMSO-ds) for DFOB-PPHNOCO (4).
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Figure S3b. **C NMR spectrum (150 MHz, DMSO-ds) for DFOB-PPHNOCO (4).
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Figure S3c. *H-'H COSY NMR spectrum (600 MHz, DMSO-dg) for DFOB-PPHNOCO (4).
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Figure S3d. 'H-*C HSQC NMR spectrum (600 MHz, DMSO-ds) for DFOB-PPHNOCO (4).
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Figure S3e. Experimental (top) and calculated (bottom) isotope patterns for the [M+H]* adduct of
DFOB-PPHNOCO (4).
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Figure S4a. *H NMR spectrum (600 MHz, DMSO ¢) for DFOB-PPH-p-Bn-SCN (5).
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Figure S4b. **C NMR spectrum (150 MHz, DMSO-ds) for DFOB-PPH-p-Bn-SCN (5).
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Figure S4c. 'H-'H COSY NMR spectrum (600 MHz, DMSO-dg) for DFOB-PPH-p-Bn-SCN (5).
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Figure S4d. *H-*C HSQC NMR spectrum (600 MHz, DMSO-dg) for DFOB-PPH-p-Bn-SCN (5).
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Figure S4e. Experimental (top) and calculated (bottom) isotope patterns for the [M+H]* adduct of
DFOB-PPH-p-Bn-SCN (5).

11



h__l N / HO-N—
/J/: N—O"T"\ o-::/\\/!“o i"“*ofﬁe o:zx\,o o
0 0 5
| 0 i
NH N 5 07 NH S 5 7 Ny ‘)\ J
R/J \\/_/ HoN \\/_/ HzN R/J HN
Fe(Ill)}-DFOB, Fe(lll)-1 Fe(Ill)-DFOB-PBH, Fe(lll)-2 Fe(lll)-DFOB-PPH, Fe(lll)-3
[M+H]* 614.27 [M+H]* 814.39

Fe(lll)-DFOB-PPH-"OC0, Fe(lll)-4
[M+H]* 828.40 [M+H]* 832.36

0

(b)

>~ —Fe
Ao 0‘“‘03_/Lo X=Y=CHyn=0
HaN N Fe(lll):DFOB-PBH, 4:3 Fe(lll)-2A
_\x [M+2H]?* 1248.04
(o] 3+
o \ [M+3H]** 832.36
NHH /\AN Y-(.})\n
H U
/N

N X=Y=CHyp, n=1
d oLy Fe(lll):DFOB-PPH, 4:3 Fe(lll)-3A
‘ 5 o/ [M+2H2* 1269.06
~=0—1 x——N__CFe_ o [M+3H]?* 846.38
N=o0— 8\ Q I (o] Y
1 [e] (Q)n [+ M
o} Q LN ¥ N !
NH N NH,

NHz X=CHp, Y=0,n=1
2 \X/___/ 2, n
\W/J NH
0]

Fe(lll:DFOB-PPHNOCO0, 4:3 Fe(lll)-4A

[M+2H]?* 1272.03
/L [M+3H]** 850.33
o“ N
."l/o
O0—
N F\e\
O OO\
w HN
o \/&0

Scheme S1. Complexes between Fe(l11) and 1-4 as formed in a metal:ligand stoichiometry of (a)
1:1 or (b) 4:3.
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