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Figure S1 Low-lying isomers of BpoF, with their relative energies indicated in eV at

CCSD(T)//B3LYP and B3LYP/6-311++G(d,p) (in italic) levels.
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Figure S2 Low-lying isomers of Bi2F2, with their relative energies indicated in eV at

CCSD(T)/B3LYP and B3LYP/6-311++G(d,p) (in italic) levels.
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Figure S3 Low-lying isomers of Bi2F3, with their relative energies indicated in eV at

CCSD(T)/B3LYP and B3LYP/6-311++G(d,p) (in italic) levels.

3. Cs B12F3 (PA)
0.00 (0.00)

2

3.4 C1 BoFs CA)
+0.71 (+0.99)

3.1 Cs BioFs (CA)
+0.31 (+0.20)

J
9

3.5 C; B12F3 (PA)
+0.79 (+1.19)

3.2 C1 BioFs CA)
+0.56 (+0.55)

3.3 C1 Bi2F3 (PA)
+0.65 (+0.94)

Q

AR R

3.6 Cs B1oF3 (PA)
+0.80 (+1.08)

3.7 Cs B12F3 (PA)
+1.29 (+2.17)



Figure S4 Low-lying isomers of Bi2F4, with their relative energies indicated in eV at

CCSD(T)//B3LYP and B3LYP/6-311++G(d,p) (in italic) levels.
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Figure S5 Low-lying isomers of Bi2Fs, with their relative energies indicated in eV at

CCSD(T)//B3LYP and B3LYP/6-311++G(d,p) (in italic) levels.
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Figure S6 Low-lying isomers of Bi2Fs, with their relative energies indicated in eV at

CCSD(T)//B3LYP and B3LYP/6-311++G(d,p) (in italic) levels.
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Figure S7 Low-lying isomers of BpoF~, with their relative energies indicated in eV at

CCSD(T)//B3LYP and B3LYP/6-311++G(d,p) (in italic) levels.
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Figure S8 Low-lying isomers of Bi2F27, with their relative energies indicated in eV at

CCSD(T)/B3LYP and B3LYP/6-311++G(d,p) (in italic) levels.

Ao e BT IR,

8. Can BioFa™ (PAy) 8.1 Cs BioFa™ (A) 8.2 Ci BioF2™ ((Au) 8.3 C2 BioFa™ (PA)
0.00 (0.00) +0.41 (+0.45) +0.48 (+0.84) +0.51 (+0.92)
4 2
R Feiuiite ey
8.4 Cs BioF2™ (zA') 8.5 Cov BioFo™ (2A2) 8.6 Cs B1oF2™ (ZA') 8.7 Cs BioF2™ (zA')

+0.52 (+0.92) +0.82 (+1.30) +0.91 (+1.01) +1.56 (+3.63)



Figure S9 Low-lying isomers of Bi2F3~, with their relative energies indicated in eV at

CCSD(T)/B3LYP and B3LYP/6-311++G(d,p) (in italic) levels.
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Figure S10 Low-lying isomers of Bi2F47, with their relative energies indicated in eV at

CCSD(T)/B3LYP and B3LYP/6-311++G(d,p) (in italic) levels.

P

10. Cs B1oF4~ (2A') 10.1 Con BioFs™ (2Ag) 10.2 Ci BioF4~ (ZA) 10.3 Cs BioFs™ (2A')
0.00 (0.00) +0.09 (+0.12) +0.77 (+0.99) +0.81 (+1.04)

J

D
I J
Jd J J J

10.4 CsB1oF4~ (ZA') 10.5 Ci BioF4~ (ZA) 10.6 CoBioF4~ (2A) 10.7 CsBi2F4™ (ZA')
+0.96 (+1.23) +1.00 (+2.53) +1.53 (+1.34) +1.58 (+1.92)



Figure S11 Low-lying isomers of Bi2Fs~, with their relative energies indicated in eV at

CCSD(T)/B3LYP and B3LYP/6-311++G(d,p) (in italic) levels.
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Figure S12 Low-lying isomers of Bi2Fs, with their relative energies indicated in eV at

CCSD(T)/B3LYP and B3LYP/6-311++G(d,p) (in italic) levels.
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Figure S13 Simulated photoelectron spectra based on the global minimum Cs; Bi2F~ (7, 'A")
(a) and its low-lying isomer C; B12F~ (7.1, 'A) (b). The simulations were done by
fitting the distribution of the calculated VDEs with unit-area Gaussian functions

of 0.1 eV halfwidth.
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