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Figure S1. Infrared spectra of [CrPh3(THF)3] 1 (blue), catPOP A;B; 2 (red) and
[(catPOP)CrPh(L)] (green), 3.
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Figure S2. Infrared spectra of [(catPOP)CrPh(L)], 3 (red) and [(catPOP)CrPh(Bipy)], 5
(purple).
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Figure S3. X-band EPR spectra of chromium in: a — [(catPOP)CrPh(L)] 3; b — reported
[Cr(catPOP)]; Arrows indicate low- and high-field features of the Cr(lll) spectra.
All spectra were recorded at T = 10 K.
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Figure S4. XAS spectra of [CrPhs(THF);] 1 (green), [(catPOP)CrPh(L)] 3 (red) and
[(catPOP)CrPh(Bipy)] (blue) 5.
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Figure S5. XANES spectra of [(catPOP)CrPh(L)] 3 (blue) and [(catPOP)CrPh(Bipy)] 5 (red).



Table S1. Summary of the XANES results

Sample Treatment Przze-\e/)dge Ed%EO]eQ{e/;gy Oxsisggon
Cr foil N,, RT N.A. 5989.0 0
CrCl, N,, RT 5988.3 5995.2 1
CrCl; He, RT 5990.2 5997.9 ]|
CrCls(THF)3 N,, RT 5990.2 5996.4 ]|
Cr(acac)s He, RT 5990.4 5998.0 "
CrOs air, RT 5993.9 6007.8 Vi
[(catPOP)CrPh(L)] Np, RT 5990.3 5098.3 I
[(catPOP)CrPh(Bipy)] Ny, RT 5090.4 5999.7 I




Table S2. Summary of the EXAFS results of Cr-POP

Coordination

Bond Distance

2
Sample Treatment Number ( A) Ac AEy Comments
Fit 120 2.10 0.0046 145
(fix)
[(CeHe)Cr] N2, RT
Crystal 12.0 2142 Chem. Rev. 1982, 82, 499
Structure
. 10.0
) Fit (%) 212 0.0128 3.87
[Cp 2CI’] Nz, RT
Crystal 10.0 215 Organometallics 1996, 15, 3474
Structure
_ Cr-0 3.0 2.02 0.000 221
CrCl3(THF), Ny, RT Fit
crCl 3.0 227 -0.001 -4.85
[(catPOP)CrPh(L)] Ny, RT Fit 40 1.90 0.006 -3.80
[(catPOP)CrPh(Bipy)] Ny, RT Fit 48 1.88 0.007 6.9




