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1. NMR Spectroscopy
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Figure S1. Compound 1: (a) '"H NMR, (b) ®*C{'H} NMR, (c) COSY and (d) HSQC in CDCls.
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Figure S2. Compound 2: (a) '"H NMR, (b) *C{'H} NMR, (c) COSY and (d) HSQC in CDCls.
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Figure S3. Compound 3: (a)'H NMR, (b) *C{'H} NMR, (c) COSY and (d) HSQC in CDCls.



Inorganics 2018, 6, 95; doi:10.3390/inorganics6030095 S5/S8

N | L D . |

3s 30 25 20 15 1o os 160 150 140 130 120 110 100 90 (pz;(’)m 70 60 50 40 30 20 10 0

(@) (b)

iiiii:fffiié D '
8
]
r2
0
] " L3
. 4t
== Rl S
— [ =]
s &
r6
r7
—_—
r8

85 80 75 70 65 6.0 55 50 45 40 3.5 3.0 25 2.0 1.5 1.0 0.5
(ppm)

(c)

—_— o0
] t10
. F20
— : @ﬁ%@v F30
t40
| F50
) +60
3 B e r70
é 0 . . oo
3 F90
F100
F110
4 F120
— F130
F140
150
F160

1 (ppm)

80 75 70 65 6.0 55 50 45 40 35 30 25 20 1.5 1.0 0.5
(ppm)

Figure S4. Compound 4: (a) '"H NMR, (b) *C{'H} NMR, (c) COSY and (d) HSQC in CDCls.
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2. Electrochemistry
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Figure S5. Compound 1 in 0.1M [("Bu)sN]PFs/CH:Cl2 (E vs. [Cp2Fe]/[Cp2Fe]*), (a): CV at 100 mVs™ .
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b): Varying scan rates (25 mV—-400 mV). (c): ipa/ipc vs. V52 plot. (d): DPV of oxidation with a
ymg p

decamethylferrocene reference.
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Figure S6. Compound 2 in 0.1M [("Bu)+N]PFe¢/CH2Cl2 (E vs. [Cp2Fe]/[Cp2Fe]"), (a): CV at 100 mVs™.
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(b): Varying scan rates (25 mV—400 mV). (c): ipa/ipc vs. Vs!2 plot. (d): DPV of oxidation with a

decamethylferrocene reference.
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Figure S7. Compound 3 in 0.1M [("Bu)4N]PFe/CH2Cl2 (E vs. [Cp2Fe]/[Cp2Fe]*), (a): CV at 100 mVs™ .
(b): Varying scan rates (25 mV—400 mV). (c): ipa/ipc vs. Vs!2 plot. (d): DPV of oxidation with a

decamethylferrocene reference.
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3. X-ray Crystallography

Crystal data for 1: CsosHxoFe2lo, M = 745.96, monoclinic, P21/c (no. 14), a =7.6679(4), b = 15.1621(6), c
=11.0464(6) A, B =107.689(6)°, V = 1223.54(11) A3, Z =2 [Ci symmetry], Dc=2.025 g cm™?, pu(Mo-Ka) =
3.726 mm™, T = 173 K, orange shards, Agilent Xcalibur 3 E diffractometer; 2433 independent
measured reflections (Rint = 0.0208), F? refinement [21,22], Ri(obs) = 0.0304, wR(all) = 0.0814, 2095
independent observed absorption-corrected reflections (1 Fol > 40(|Fol), completeness to Omn(25.2°)
=98.6%), 154 parameters. CCDC 1861394.

The structure of 1 was found to sit across a centre of symmetry at the middle of the CsHa ring.



