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1) Table 1S: experimental transition frequencies (v) and their discrepancies with respect to the model
calculated values (Av) of all isotopologues.

a) Pyridine (**N)-CHsF

N J K K& F ) K" K" F' Sym v(MHz)  Av(kHz)
1 5 0 5 4 4 0 4 3 A 7713.6288 1.9
2 5 0 5 5 4 0 4 4 A 7713.6087 0.7
3 5 0 5 6 4 0 4 5 A 77136730 0.9
4 5 0 5 4 4 0 4 3 E 7700.7647 35
5 5 0 5 5 4 0 4 4 E 7700.7448  -1.2
6 5 0 5 6 4 0 4 5 E 7700.8056  -1.0
7 5 1 5 4 4 1 4 3 A 74552630 0.3
8 5 1 5 5 4 1 4 4 A 7455.2423 15
9 5 1 5 6 4 1 4 5 A 74553224 3.3

0 5 1 5 4 4 1 4 3 E 7450.0798 2.9
1 5 1 5 5 4 1 4 4 E 7450.0548 0.3
2 5 1 5 6 4 1 4 5 E 74501388  -1.2
3 5 1 4 4 4 1 3 3 A 8054.2655  -3.4
4 5 1 4 5 4 1 3 4 A 8054.2046 3.6
5 5 1 4 6 4 1 3 5 A 8054.2655  -2.1
6 5 1 4 4 4 1 3 3 E 8050.0305  -2.8
7 5 1 4 5 4 1 3 4 E 8049.9634  -0.2
8 5 1 4 6 4 1 3 5 E 8050.0305  -1.6
9 5 2 4 4 4 2 3 3 A 7760.4721 0.0
20 5 2 4 5 4 2 3 4 A 7760.2315  -1.3
21 5 2 4 6 4 2 3 5 A 7760.4496 0.0
2 5 2 4 4 4 2 3 3 E 77652937  -1.9
23 5 2 4 5 4 2 3 4 E 7765.0444 2.2
24 5 2 4 6 4 2 3 5 E 7765.2655  -4.9
25 5 2 3 4 4 2 2 3 A 7813.2453 2.9
26 5 2 3 5 4 2 2 4 A 7813.0543  -1.3
27 5 2 3 6 4 2 2 5 A 7813.2252 0.1
26 5 2 3 4 4 2 2 3 E 7797.6623 9.6
20 5 2 3 6 4 2 2 5 E 7797.6390 0.9
30 5 3 3 4 4 3 2 3 A 7775.0829 1.2
31 5 3 3 5 4 3 2 4 A 77745270 0.8
32 5 3 3 6 4 3 2 5 A 77749712 0.3
33 5 3 2 4 4 3 1 3 A 77758545 0.5
3 5 3 2 5 4 3 1 4 A 77753022 2.2
3% 5 3 2 6 4 3 1 5 A 7775.7448 0.8
3% 6 0 6 5 5 0 5 4 A 9227.9622 0.4
37 6 0 6 6 5 0 5 5 A 9227.9227 05
38 6 0 6 7 5 0 5 6 A 9227.9907 0.2
39 6 0 6 5 5 0 5 4 E 92153264  -2.1
490 6 0 6 6 5 0 5 5 E 92152910  -0.8
41 6 0 6 7 5 0 5 6 E 92153556  -1.6
42 6 1 6 5 5 1 5 4 A 8939.4824  -3.0
43 6 1 6 6 5 1 5 5 A 8939.4698  -0.9
4 6 1 6 7 5 1 5 6 A 8939.5326 1.9
45 6 1 6 5 5 1 5 4 E 89335032 0.1
4 6 1 6 6 5 1 5 5 E 8933.4837  -4.9
47 6 1 6 7 5 1 5 6 E 89335477 0.6
48 6 1 5 5 5 1 4 4 A 9657.1101 3.8
49 6 1 5 6 5 1 4 5 A 9657.0589  -1.6
50 6 1 5 7 5 1 4 6 A 9657.1101 15
5. 6 1 5 5 5 1 4 4 E 9649.4291 0.3
52 6 1 5 6 5 1 4 5 E 9649.3823 0.1
53 6 1 5 7 5 1 4 6 E 9649.4291  -2.0
54 6 2 5 5 5 2 4 4 A 9307.5366  -2.4
5 6 2 5 6 5 2 4 5 A 9307.4056 1.0
56 6 2 5 7 5 2 4 6 A 9307.5366  -1.5
57 6 2 5 5 5 2 4 4 E 9307.7836 0.1
58 6 2 5 6 5 2 4 5 E 9307.6414 2.9
5 6 2 5 7 5 2 4 6 E 9307.7836 3.0
60 6 2 4 5 5 2 3 4 A 9399.1598 2.8
61 6 2 4 6 5 2 3 5 A 9399.0807  -2.8
62 6 2 4 7 5 2 3 6 A 9399.1598  -1.3
63 6 2 4 5 5 2 3 4 E 9385.9222 1.1
64 6 2 4 6 5 2 3 5 E 9385.8543  -3.8
65 6 2 4 7 5 2 3 6 E 93859222 5.0
66 6 3 4 5 5 3 3 4 A 9332.9422 2.1
67 6 3 4 6 5 3 3 5 A 9332.6370  -3.7
68 6 3 4 7 5 3 3 6 A 9332.8996 0.3
69 6 3 3 5 5 3 2 4 A 9334.9947 2.7
70 6 3 3 6 5 3 2 5 A 9334.7006  -0.3
77 6 3 3 7 5 3 2 6 A 9334.9570 0.1
72 7 0 7 6 6 0 6 5 A 107279589  -15
73 7 0 7 7 6 0 6 6 A 107279082 03
74 7 0 7 8 6 0 6 7 A 107279782  -17
75 7 0 7 6 6 0 6 5 E  10716.3658  -1.3
76 7 o0 7 7 6 0 6 6 E 107163164 04
77 7 0 7 8 6 0 6 7 E 107163901 36
78 7 1 7 6 6 1 6 5 A 104202998 66
79 7 1 7 7 6 1 6 6 A 104202752 -47
7 1 7 8 6 1 6 7 A

10420.3300 3.0
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b) Pyridine (**N)-CDsF

N Ka K K K Sym v (MHz) Av (kHz)
1 7310.6998 5.0
2 7310.6880  -0.7
3 7310.7484 16
4 7309.7283 22
5 7309.7165 -1.5
6 7309.7768  -3.3
7 7074.1254 47
8 7074.1021  -1.3
9 7074.1898  -0.6
10 70735675 2.7
11 7073.5443  -2.3
12 7073.6319  -1.4
13 7618.2168  -0.4
14 7618.1485 26
15 7618.2182  -1.8
16 7616.7610  -3.0
17 7616.6927 0.7
18 7616.7624  -4.4
19 7351.1018 2.2
20 7350.8496 2.0
21 7351.0781  -3.4
22 7350.6029 5.2
23 7350.3488 35
24 73505789  -6.9
25 7396.5875 7.5
26 7396.3843  -15
27 7396.5687 5.1
28 7394.8723 23
29 7394.6709 -2.5
30 7394.8539 2.1
31 8748.3142 28
32 8748.2809 0.3
33 8748.3451 0.6
34 8747.2552  -0.8
35 8747.2220 22
36 8747.2862  -1.9
37 8483.0469 -0.5
38 8483.0320 -0.8
39 8483.0933  -0.9
8482.3979 2.7
a1 8482.3831  -1.7
42 8482.4443 0.1
43 9134.9839 2.3
a4 0134.9388 0.3
45 9134.9881  -1.9
46 9133.2375 2.2
a7 9133.1924 2.1

9133.2418 -2.1
10173.4443 -6.0
10173.3969 0.5
10173.4655 0.6
10172.3438 -7.1
10172.2965 1.8
10172.3649 -1.5
9889.0014 5.4
9888.9885 -1.6
9889.0361 0.2
9888.2722 2.0
9888.2594 -3.2
9888.3069 0.3
10647.7332 5.0
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10645.7032 2.8
10645.6670 -6.1
10645.7075 -1.5
11585.1551 -2.9
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11585.1703 2.6
11584.0554 -0.8
11583.9985 0.5
11584.0706 -1.1
11291.7028 5.5
11291.6898 0.9
11291.7296 0.0
11290.9047 4.9
11290.8917 -1.7
11290.9315 -1.9
12155.5565 5.1
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12155.5601 -5.3
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12153.2236 6.4
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c) Pyridine (**N)-CHsF
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d) Pyridine (*>N)-CDsF
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2) Table 2S: Ab initio geometry of the observed complex (see the drawn for atom numbering), calculated
at the MP2/6-311++G(d,p) level.

bond lengths/A angles/® dihedral angles/®

Cc2C1 1.3991
N3C2 1.3467 N3C2C1 1235

C4N3 1.3452 C4N3C2 117.0 C4N3C2C1 0.0
C5C4 1.3987 C5C4N3 123.8 C5C4N3C2 0.0
C6C5 1.3974 C6C5C4 118.6 C6C5C4N3 0.0
F7C2 3.4078 F7C2C3 93.2 F7C2N3C4 180.0
C8F7 1.3979 C8F7C2 915 C8F7C2C3 0.0

HIC8 1.0912 H9C8F7 108.2 H9C8F7C2 -120.4
H10C4 1.0881 H10C4N3 115.9 H10C4N3C2 180.0
H11C5 1.0860 H11C5C4 120.1 H11C5C4N3 180.0
H12C6 1.0865 H12C6C5 120.8 H12C6C5C4 180.0
H13C1 1.0859 H13ClC2 119.9 H13CI1C2N3 180.0
H14C2 1.0873 H14C2N3 115.8 H14C2N3C4 180.0
H15C8 1.0904 H15C8F7 108.5 H15C8F7C2 0.0
H16C8 1.0912 H16C8F7 108.2 H16C8F7C2 120.0
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