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Figure S1.  Room temperature absorption spectra of Aracnac (Ar = 3,5-tBuC6H3) 

(0.078 mM, CH2Cl2). 
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Figure S2.  Room temperature absorption spectra of 1 (0.012 mM, CH2Cl2) and 2 

(0.028 mM, CH2Cl2). 
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Table S1. Electrochemical parameters for complex 1 in CH2Cl2 (vs. Fc/Fc+, [NBu4][PF6] 
as supporting electrolyte). 
 
Reduction feature Scan rate, V/s Ep,c, V Ep,a, V ΔEp

a ip,c/ip,a

 0.025 -1.60 -1.43 0.17 1.27 
 0.05 -1.61 -1.42 0.19 1.34 
 0.1 -1.64 -1.40 0.24 1.48 
 0.15 -1.65 -1.39 0.26 1.51 
 0.2 -1.66 -1.38 0.28 1.66 
 0.25 -1.67 -1.37 0.30 1.76 
 0.3 -1.68 -1.37 0.31 1.88 
 

a ΔEp is defined as the potential difference between the cathodic wave and the anodic 
wave generate after the change in sweep direction. 
 
Table S2. Electrochemical parameters for complex 2 in CH2Cl2 (vs. Fc/Fc+, 0.1 M 
[NBu4][PF6] as supporting electrolyte). 
 
Reduction feature Scan rate, V/s Ep,c, V Ep,a, V ΔEp ip,c/ip,a

 0.01 -1.62 -1.45 0.17 1.21 
 0.025 -1.64 -1.43 0.21 1.22 
 0.05 -1.66 -1.41 0.25 1.32 
 0.1 -1.68 -1.39 0.29 1.48 
 0.15 -1.69 -1.38 0.31 1.64 
 0.2 -1.71 -1.37 0.34 1.77 
 0.25 -1.72 -1.36 0.36 1.94 
 0.3 -1.72 -1.35 0.37 2.11 
 0.5 -1.74 -1.33 0.41 2.44 
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Figure S2. Room temperature cyclic voltammogram for 2. Measured in CH2Cl2 with 0.1 
M [NBu4][PF6] as supporting electrolyte. 
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Table S3. Electrochemical parameters for complex 2. In CH2Cl2 (vs. Fc/Fc+, 0.1 M 
[NBu4][B{C6F5}4] as supporting electrolyte). 
 
Reduction feature 1 Scan rate, V/s Ep,c, V Ep,a, V ΔEp ip,c/ip,a

 0.025 -1.45 -1.24 0.21 1.21 
 0.05 -1.47 -1.22 0.25 1.31 
 0.075 -1.48 -1.21 0.27 1.31 
 0.1 -1.49 -1.20 0.29 1.30 
 0.15 -1.51 -1.19 0.32 1.32 
 0.2 -1.52 -1.17 0.35 1.40 
 0.25 -1.53 -1.17 0.36 1.36 
 0.3 -1.54 -1.16 0.38 1.48 
 0.5 1.56 -1.13 0.43 1.61 
      
Reduction feature 2      
 0.025 -2.06    
 0.05 -2.06    
 0.1 -2.07 -1.92 0.15  
 0.2 -2.09 -1.92 0.17 1.64 
 0.3 -2.10 -1.92 0.18 1.68 
 0.5 -2.12 -1.91 0.21 1.72 
 0.75 -2.14 -1.90 0.24 1.87 
 1.0 -2.15 -1.90 0.25 1.84 
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Figure S3. Room temperature cyclic voltammogram of ‘reduction feature 1’ for 2. 
Measured in CH2Cl2 with 0.1 M [NBu4][B{C6F5}4] as supporting electrolyte. 
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Figure S4. Room temperature cyclic voltammogram of ‘reduction feature 2’ for 2. 
Measured in CH2Cl2 with 0.1 M [NBu4][B{C6F5}4] as supporting electrolyte. 
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Table S4. Electrochemical parameters for complex 5, generated in situ. In CH2Cl2 (vs. 
Fc/Fc+, 0.1 M [NBu4][B{C6F5}4] as supporting electrolyte). 
 
Reduction feature 1 Scan rate, V/s Ep,c, V Ep,a, V ΔEp ip,c/ip,a

 0.025 -0.73    
 0.05 -0.77    
 0.1 -0.78    
 0.15 -0.80    
 0.2 -0.82    
 0.25 -0.83    
 0.3 -0.83    
      
Reduction feature 2      
 0.025 -1.74    
 0.05 -1.77    
 0.075 -1.79    
 0.1 -1.79    
 0.15 -1.80    
 0.2 -1.82 -1.63 0.19  
 0.25 -1.82 -1.63 0.19 2.89 
 0.3 -1.83 -1.63 0.20 2.96 
 0.5 -1.86 -1.63 0.23 2.89 
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Figure S5. Room temperature cyclic voltammogram of ‘reduction feature 1’ for 5 
(generated in situ). Measured in CH2Cl2 with 0.1 M [NBu4][B{C6F5}4] as supporting 
electrolyte. 
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Figure S6. Room temperature cyclic voltammogram of ‘reduction feature 2’ for 5 
(generated in situ). Measured in CH2Cl2 with 0.1 M [NBu4][B{C6F5}4] as supporting 
electrolyte. 
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Figure S7. Room temperature cyclic voltammogram for 2 before (pink line) and after 
addition of 2 equiv of B(C6F5)3 (blue line). Measured in CH2Cl2, 200 mV/s scan rate; 0.1 
M [NBu4][B{C6F5}4] as supporting electrolyte.   
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Figure S8. IR spectra of complexes 2 and 5 (as KBr mulls). 
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Figure S9. 1H NMR spectrum of 1 in C6D6. 
 

 
Figure S10. 1H NMR spectrum of 2 in CD2Cl2.  The singlet at 2.21 ppm corresponds to 
the methyl group of toluene. 
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Figure S11. 1H NMR spectrum of 3 in CD2Cl2 
 

 
Figure S12. 1H NMR spectrum of 4 in CD2Cl2 
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Figure S13. 1H NMR spectrum of 5 in C6D6 
 
 

 
Figure S14. 19F NMR spectrum of 5 in C6D6 
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