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Table. Shielding constants (o) for H1-H24; relative chemical shift increments (Ad,;) for HI-H16 calculated for
5-PP and 5-PM, and experimentally observed ASH values.

5-PP 5-PM
H caled. 6 caled. Ady |caled. ¢ caled. Ay | exp. Ady
H1 26.05 -0.66 24.97 1.04 1.03
H2 26.24 -0.19 25.92 0.27 0.29
H3 25.75 -0.08 25.58 0.14 0.15
H4 25.41 -0.08 25.28 0.12 0.12
H5 25.21 -0.05 25.16 0.10 0.10
H6 25.02 -0.01 24.95 0.20 0.21
H7 24.61 0.49 24.42 0.54 0.52
H8 23.93 0.40 23.87 0.28 0.30
H9 23.98 0.35 23.94 0.21 0.24
H10 24.64 0.46 24.61 0.35 0.42
H11 24.80 0.21 24.80 0.35 0.39
H12 24.74 0.42 24.79 0.47 0.56
H13 24.74 0.59 24.68 0.72 0.77
H14 25.16 0.51 25.01 0.71 0.75
H15 25.57 0.48 25.12 1.07 1.16
H16 24.73 0.66 23.61 2.40 2.30
H17 24.33 24.15
H18 25.10 24.96
H19 25.01 25.15
H20 25.16 25.26
H21 25.33 25.40
H22 25.67 25.72
H23 26.05 26.19
H24 25.39 26.01




Chart. Calculated and experimental re/ative chemical shift increment (Ad,, as defined in the main text of the manuscript)
for hydrogens H1-H16.
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Calculated absolute electronic energies (hartree/particle) and relative electronic energies (kcal/mol) for the
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conformations PM, PP and the transition state.

H6 H7 HS8

H9 H10 H11 H12 H13 H14 H15 H16

PM PP PP-PM TS TS-PP
AM1 0.340091 0.345033 3.10 0.381023 22.58
RHF/6-31G(d) -1604.509039 | -1604.501106 4.98 - -
B3LYP/6-31G(d) -1614.991176 | -1614.983778 4.64 - -

Calculated zero-point energies (unscaled), thermal corrections to energy (including ZPE), Enthalpies and free Energies
at AM1 level (Temperature 298.15 k).

ZPE Thermal Ener. Enthalpies Free Energies
Absolutes PM 0.543551 0.570912 0.911947 0.826694
(Hartrees) PP 0.543609 0.570907 0.916885 0.831972
TS 0.543068 0.569655 0.951622 0.868511
Relatives PP-PM 0.036 -0.003 3.10 3.31
(Kcal/mol) TS-PP -0.34 -0.79 21.80 22.93




5-PP. B3LYP/6-31G(d) geometry:
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5-PM.
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B3LYP/6-31G(d) geometry:
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5-TS. AM1 geometry:
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