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Figure S1. "H NMR spectrum of 6-fluorosalicylic acid in C¢Dg, at 499.87 MHz.
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Figure S2. C NMR spectrum of 6-fluorosalicylic acid in C¢Dy, at 125.69 MHz.
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Figure S3. "Hx ""F HETCOR spectrum of 6-fluorosalicylic acid in C¢Ds, at 499.87 MHz for 'H
and 470.30 MHz for "F.
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Figure S4. "H NMR spectrum of 6-fluorosalicylic acid in CDCls, at 499.87 MHz.
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Figure S5. C NMR spectrum of 6-fluorosalicylic acid in CDCls, at 125.69 MHz.
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Figure S6. 'H x ""F HETCOR spectrum of 6-fluorosalicylic acid in CDCls, at 499.87 MHz for
'Hand 470.30 MHz for "°F.
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Figure S7. "H NMR spectrum of 6-fluorosalicylic acid in CD;CN, at 499.87 MHz.
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Figure S8. ?C NMR spectrum of 6-fluorosalicylic acid in CD;CN, at 125.69 MHz.
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Figure S9. '"Hx ""F HETCOR spectrum of 6-fluorosalicylic acid in CD;CN, at 499.87 MHz for
"Hand 470.30 MHz for "°F.
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Table S1. NMR assignments for 6-fluorosalicylic acid (chemical shifts, 9, in ppm relative to
TMS, and coupling constants, J, in Hz).

Parameter  (O)H/(COO)H  H-3 H-4 H-5 C-1 C-2 C-3 C-4 C-5 C-6 C(OOH)
C(»D(»
8 11.36 6.59 6.69 6.16 101.6 163.9 113.4 136.0 106.4 162.6 171.2
J Jn = 8.4 =84 =109 Ugp=128 Ug=30 YJg=36 Js=121 p=230 Jp=2607 Je=3.0
U =T =10  Uyr=60  Jyy =84
T =1.0
CDCl4
8 11.00 6.84 7.45 6.67 101.5 163.6 113.8 136.6 107.1 162.7 172.2
J S = 8.4 U= 84 =112 Ug=122 Jx=28 Ug=34 Js=124 =232 Jp=2605 ‘J=2.8
4-]uu = S-]m» =10 4Jm- =62 lJuu =84
T =1.0
CD;CN
5 - 6.78 7.45 6.66 103.1 164.3 114.0 136.8 107.6 163.3 171.1
J *Jun = 8.4 U= 84 =112 Ug=132 Us=37 YUs=36 ‘Jx=123 ;=234 Jgp=2585 ‘Jgp=32
4-]uu = S-]m» =10 4Jm- =62 lJuu =84
4Juu =1.0

10
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Table S2. Thermodynamic parameters obtained for 1 using the PCM model in benzene and
acetonitrile, at the WB97XD/6-311++g(d,p) level.

Conformer Benzene Acetonitrile

AC;rcl (%) AI—Ircl TASrcl AGrcl (%) AI—Ircl TASrcl
1a 0.0 (84) 0.0 0.0 0.0 (76) 0.0 0.0
1b 1.0 (16) 0.7 -0.2 0.7 (23) 04 -0.2
1c 3.6 (0) 3.8 0.3 2.6 (1) 3.0 0.3

11
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Table S3. Thermodynamic parameters obtained for 1 using an explicit acetonitrile solvent, at the
WB97XD/6-311++g(d,p) level.

la 1b 1c
Conformer AG e (%) AH TAS
1a 0.0 (63) 0.0 0.0
1b 0.9 (14) 1.6 0.7
1c 0.6 (23) -0.2 -0.8

12
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