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2. Derivation of equation 2

The Boltzmann population (i.e. thermal equilibrium) for any species i in an equilibrium mixture is given by:

—AG; /RT
e i
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where the normalization factor sums over all species j. To compute the equilibrium ratio of diastereomer A:B,
each of which exists as a number of different conformers (the normalization factors cancel):
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The most stable conformation of all, in this case A1, is often used as the energy zero. Dividing Eq. S2 by

7AGAI/RT . . .
e leads to equation 2 in the main text:
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2. Cartesian coordinates of computed transition structures used in the text

All molecular graphics were created using the PyMOL Molecular Graphics System, Version 1.8 Schrodinger,
LLC. 3D animations of each of these structures have also been deposited as Supporting Information

Figure 7. S. Bahmanyar, K. N. Houk, H. J. Martin and B. List, J. Am. Chem. Soc., 2003, 125, 2475-2479.
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Figure 8. L. Simén and J. M

. Goodman, J. Am. Chem. Soc., 2008, 130, 8741-8747.
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Figure 10. R. N. Straker, Q. Peng, A. Mekareeya, R. S

. Paton and E. A. Anderson, Nat. Commun., 2016, 7,

101009.
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