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Fig. S2: The dependence of the calculated copper–ligand atom distances, Cu–His39 (2), Cu–
Cys89 (◦), Cu–His92 (△), and Cu–Met97 (▽) on the spin density,ρCu, of the copper atom.
The corresponding spin densities on the Cys89 sulfur atom were,ρS = 0.87 − ρCu, while those
of the other orbitals were fixed at the value given in Table S2.The total spin density was 1 in all
cases. The vertical bars indicate the uncertainties of the distances. The vertical dashed lines at
ρCu = 0.40 andρCu = 0.50, corresponding to0.85 < ρCu/ρS < 1.35, are the outer bounds for
the experimentally determined covalency of the blue coppersite. The large fluctuation of the
Cu–Met97 distance forρCu > 0.50 andρCu < 0.38 is caused by an unrealistically large Cu–
Met97 distance (≈ 6.5 Å) in one of the structure in a ensemble of ten structures. Thefull-line
curves correspond to the average of all ten structures, while the dashed curves correspond to an
average of nine of the structures, where the diverging structure was removed.
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