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Figure S1. '"H NMR spectrum of Re[TPBCP](0), in CD,Cl, at 253 K.

Ph-H Ph-H

benzo-H penzo-H

G g ]
«
<+

2.05]
2.09]

F é 1 F $ 1 F 6 1
- - s}
@ o o

93 92 91 90 89 88 87 86 85 84 83 82 81 80 7.9 78 7.7 76 75 74 73 72 71 70 69 68 6.7 66
1 (ppm)

Figure S2. 'H NMR spectrum of Re[TpFPBCP](0), in CD,Cl, at 253 K.
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Figure S3. 'H NMR spectrum of Re[TPBCP](O),, in CD,Cl, at 253 K.
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Figure S4. '"H NMR spectrum of Re[TpFPBCP](0),, in CD,Cl, at 253 K.
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Figure S5. Comparison of the 'H NMR spectra of Re[TpFPBCP](O) (top) and Re[TpFPBCP](O),
(bottom) in CD,Cl, at 253 K.
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B. ESI mass spectra
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Figure S6. ESI (positive mode) MS of Re[TPBCP](O): experimental (top) and simulation (bottom).
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Figure S7. ESI (positive mode) MS of Re[TPBCP](O),: experimental (top) and simulation (bottom).
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Figure S8. ESI (positive mode) MS of Re[TpFPBCP](O): experimental (top) and simulation (bottom).
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Figure S9. ESI (positive mode) MS of Re[TpFPBCP](O),: experimental (top) and simulation
(bottom).
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C. Optimized B3LYP-D3(ZORA-STO-TZ2P Cartesian coordinates (A)

(a) Re[BCPO] (0) (C.)

Re 0.600845 -0.192344 0.000014
0 0.248422 -1.841074 0.000204
0 -0.403531 1.518931 -0.000324
N 0.603669 0.181353 2.059257
N 0.603707 0.181195 -2.059300
N 2.610951 -0.029478 -0.000030
C 1.295430 0.286239 4.235895
C 1.296099 0.287042 -4.235719
C 1.704955 0.113960 2.877360
C 1.704993 0.113044 -2.877254
C 3.011871 -0.059614 -2.436374
C 3.011976 -0.057270 2.436405
C 3.434204 -0.127184 -1.121445
C 3.434216 -0.124995 1.121373
C 4.779271 -0.284531 -0.681952
C 4.779424 -0.282980 0.682187
C -0.053069 0.475897 -4.226892
C -0.053905 0.473972 4.226839
C -0.495014 0.423287 -2.867403
C -0.495336 0.422408 2.867214
C -1.554697 0.800953 -0.000418
C -1.831677 0.492069 -2.4694¢64
C -1.831729 0.491431 2.468750
C -2.305861 0.493575 1.168665
C -2.306318 0.494178 -1.169649
C -3.634139 0.087248 0.707625
C -3.634513 0.087220 -0.708159
C -4.755283 -0.331316 1.409102
C -4.756136 -0.332114 -1.408499
C -5.889882 -0.712757 0.697798
C -5.890283 -0.712890 -0.696168
H 1.957786 0.271511 5.086175
H 1.958771 0.272793 -5.085769
H 3.779133 -0.123742 -3.195689
H 3.779291 -0.120973 3.195697
H 5.626933 -0.390809 -1.339582
H 5.626993 -0.388190 1.340006
H -0.700666 0.643496 -5.072463
H -0.701946 0.640048 5.072390
H -2.554785 0.446450 -3.275032
H -2.555246 0.445061 3.273916
H -4.754798 -0.361951 2.490835
H -4.756424 -0.363685 -2.490278
H -6.778481 -1.021101 1.232628
H -6.779141 -1.021847 -1.230380

(b) Re[BCPO] (O) (symmetry-unconstrained)

Re 0.207476 -0.191020 1.516523
0 0.280393 1.555408 1.241539
0 0.431212 -1.939536 1.572085
N 0.081197 -0.079173 3.589990
N 0.381524 -0.307287 -0.552835
N 2.364595 -0.106904 1.709866
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