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Figure S1: '°F NMR spectrum of decafluorophenanthrene in CDCls.
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Figure S2: '°F NMR spectrum of octafluorophenanthra-9,10-quinone in CDCl;.
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"H NMR spectrum of 5 in CDCls.
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Figure S5: '°F NMR spectrum of 5 in CD2Cl..
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Figure S6: 'H NMR spectrum of 7 in CDCl;.
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Figure S7: >*C NMR spectrum of 7 in CDCls.
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Figure S8: '°F NMR spectrum of 7 in CDCls.
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Figure S9: 'H NMR spectrum of ["BusN][7-p2-F] in CDCls.
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Figure S10: '°F NMR spectrum of ["BusN][7-p2-F] in CD,Cl..
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Figure S11: '°F NMR spectrum of ["BusN][7-p2-F] in CDCl;.
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Figure S12: '°F NMR spectrum of 8 in CDCls.
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Figure S14: '°F NMR spectrum of 8 in CDCls.
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Figure S15: 'H NMR spectrum of ["BusN][8-p2-F] in CDCls.
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Figure S16: °C NMR spectrum of ["BusN][8-p2-F] in CDCl;.
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Figure S18: Optimized structure of A and atomic coordinates in A.
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Figure S19: Optimized structure of [A-F] and atomic coordinates in A.
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Figure S20: Optimized structure of B and atomic coordinates in A.
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Figure S21: Optimized structure of [B-F]” and atomic coordinates in A.
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Figure S22: Optimized structure of 7 and atomic coordinates in A.
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Figure S23: Optimized structure of 8 and atomic coordinates in A.
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Figure S24: Optimized structure of [7-p2-F]~ and atomic coordinates in A.
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Figure S25: Optimized structure of [8-p2-F]~ and atomic coordinates in A.
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3.315427

4.346686

4.899824

5.000157
3.922811
1.405388
0.305922
-0.869866
-0.945150
0.056614
1.112718
2.403814
2.586842
1.419470
0.162432
3.527267
4.798130
4.999524
3.921724

0.745198
0.079227
-0.750693
-1.397842
-1.508574
-0.920593
0.485536
1.259904
1.189167
0.346636
-0.249555
-0.248879
-1.871959
-1.667739
-0.743181
-0.077494

R lo oo NoNoloNoloNoNoNoNo X!

6.460428
6.992263
6.241315
4.995979
3.200434
2.738440
3.347715
4.505961
5.133897
4.421097
-0.000563
-0.366772
-0.165468
0.162189
0.364686

1.403293
0.303346
-0.872191
-0.946732
0.056434
1.113062
2.403810
2.586013
1.418142
0.161402
-0.040428
-4.098699
-6.430235
-6.429155
-4.096528

0.751676
1.398413
1.508582
0.920460
-0.485041
-1.258927
-1.187872
-0.345285
0.250479
0.249285
-0.000032
2.712084
1.364388
-1.369370
-2.715064
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Table S1: Fluoride anion calculation details.

Compound HF (Hartree) Heorr (Hartree) H FIA (Hartree)  FIA (kJ/mol)

A -3155.5347259 0.353272 -3155.181454
0.1230609 323.10

[A-F]” -3255.5461819 0.355335 -3255.190847

B -2418.5135861 0.427208 -2418.086378
0.1245093 326.90

[B-F] -2518.5262055 0.428985 -2518.097221

7 -5001.7648994 0.716896 -5001.0480034
0.1521099 399.36

[7-u2-F] -5101.8047435 0.718297 -5101.0864465

8 -4604.7092489 0.746627 -4603.9626219
0.1487957 390.66

[8-u2-F]” -4704.7464288 0.748678 -4703.9977508

The enthalpy of the fluoride anion in the gas phase was determined as -99.8863332 Hartree.
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