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Scheme S2: Cu-catalyzed oxidation of adamantane (bond selectivity study).
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Figure S1 TGA curves for compounds 1 and 2.
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Figure S2 The PXRD patterns of compound 1 at room temperature.
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. Figure S3 The PXRD patterns of compound 1 at room temperature.



Table S1 Selected bond lengths (A) and bond angles (°) for compounds 1 and 2.

1
Cu(1)-0(1) 1.944(2) Cu(1)-0(2) 2.932(3) Cu(1)-0(4)i 1.940(2)
Cu(1)-0(6) 2.309(3) Cu(1)-N(2) 2.034(3) Cu(1)-N(3) 2.031(3)
O(1)-Cu(1)-0(2) 49.08(10) O(1)-Cu(1)-0(6) 89.01(9) O(1)-Cu(1)-N(2) 175.23(10)
O(1)-Cu(1)-N(3) 94.34(10) O(1)-Cu(1)-O(4)i 95.28(10) 0(2)-Cu(1)-0(6) 137.17(8)
0(2)-Cu(1)-N(2) 129.37(10) 0(2)-Cu(1)-N(3) 93.20(11) 0(2)-Cu(1)-0(4)i 87.61(10)
0(6)-Cu(1)-N(2) 92.76(10) 0(6)-Cu(1)-N(3) 94.62(10) 0(4)i-Cu(1)-0(6) 92.85(9)
N(2)-Cu(1)-N(3) 81.11(11) O(4)i-Cu(1)-N(2) 89.07(10) 0(4)i-Cu(1)-N(3) 167.92(10)
2
Cu(1)-0(1) 1.946(3) Cu(1)-0(3)i 2.406(4) Cu(1)-0(7) 1.944(3)
Cu(1)-N(1) 1.971(4) Cu(1)-N(2) 1.963(4) Cu(2)-0(13) 2.151 (3)
Cu(2)-N(3) 1.998(4) Cu(2)-N(4) 2.042(4) Cu(2)-N(5) 2.061(4)
Cu(2)-N(6) 1.993(4)
O(1)-Cu(1)-0(7) 178.89(1) O(1)-Cu(1)-N(1) 83.31(1) O(1)-Cu(1)-N(2) 96.56(1)
O(1)-Cu(1)-0(3)i 91.74(1) O(7)-Cu(1)-N(1) 96.67(1) 0(7)-Cu(1)-N(2) 83.78(1)
0(3)i-Cu(1)-0(7) 87.18(1) N(1)-Cu(1)-N(2) 163.44(1) 0(3)i-Cu(1)-N(1) 100.97(1)
0(3)i-Cu(1)-N(2) 95.59(1) N(3)-Cu(2)-N(5) 100.04(1) N(3)-Cu(2)-N(6) 175.80(1)
0(13)-Cu(2)-N(3) 87.37(1) 0(13)-Cu(2)-N(4) 120.12(1) 0(13)-Cu(2)-N(5) 104.77(1)
0(13)-Cu(2)-N(6) 88.61(1) N(3)-Cu(2)-N(4) 82.08(1) N(4)-Cu(2)-N(6) 98.93(1)
N(5)-Cu(2)-N(6) 82.16(1) N(4)-Cu(2)-N(5) 135.10(1)

Symmetry codes: (1) i: x, y, z—1; (2) i: —x, -y, —.

Table S2 Hydrogen bonds in crystal packing [A, °] for compounds 1 and 2.

Compound  D-H--A d(D-H) d(H-A) d(D-A) ZDHA Symmetry code
1 O(6)-H(1W)--O(5) 0.88 2.02 2.702 133.8 x,y,z—1
O(6)-H(2W)--0O(1) 0.85 1.99 2.841 179.4 x+1,y+1,—z+1
2 O(4)-H(1)-0(5) 1.06 1.37 2.395 159.7
O(10)-H(2)~-O(11) 0.95 1.73 2421 126.7
O(13)-H(1W)--0(12) 0.85 1.85 2.697 179.3 x+1,y+1,—z+1

O(13)-H(2W)--0(6) 0.86 1.87 2.713 166.8 -x,—y+1,—=z
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Scheme S1: Cu-catalyzed oxidation of methylcyclohexane (bond selectivity study).
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Scheme S2: Cu-catalyzed oxidation of adamantane (bond selectivity study).



