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Figure S1. a) FD mass spectrum of 1; b) ESI mass spectrum of 1; samples were prepared in

acetonitrile (CH3CN).
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Figure S2. 'H NMR spectrum of 4 in CDCls; sample was prepared by exposing a solution of 1 in

CDCls to exc. NEt: and air; * marks C satellites of the solvent signal; resonances agree with

literature values.’
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Figure S3. IR spectrum of 4 in CH2Clz; sample was prepared by exposing a solution of 1 in

CH:Cl: to exc. LiOH and air; absorptions agree with literature values.’
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Figure S4. Square-wave voltammograms (top) and cyclic voltammograms (bottom) of 1 in
CH:Cl: in the absence (solid black curves) and in the presence of exc. LiOH (dashed red curves)

under inert conditions.
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Figure S5. UV/vis absorption spectra in CH2Clz of a) 1 (black) and b) 1 with exc. NHs (red);

insets show photographs the respective solutions.
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Figure S6. UV/vis spectra of a) 8 in THF (solid black curve), b) 8 in THF with exc. NEts

(dashed red curve) and c¢) 8 in CH2Clz with exc. NEts exposed to moist air (dotted blue curve).
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Figure S7. Temporal evolution of UV/vis absorption spectra of 1 in CH2Cl: after addition of exc.

LiCl; red curve represents spectrum after 90 min.
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Figure S8. X-band EPR spectrum of 4" prepared electrochemically from 4 in CH2Cl/0.1 M
(nBusN)(PF¢) and frozen to 77 K and simulation (g1 = 1.9865, g> = 1.9780).
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Figure S9. a) Full gas chromatogram of the electrolysis solution of 4 and 100 eq norbonene; b)
magnification.
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Figure S10. Gas chromatogram of an authentic sample of exo-norbonene oxide as received from

Sigma-Aldrich at approximately the same concentration as in Figure S9 (¢ =1.8 10 *mol L™).
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Figure S11. Spectroelectrochemical oxidation of 4 in CH2Cl>/0.1 M (nBusN)(PFs) in the presence

of norbonene.
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Cartesian coordinates of optimized structures

Figure S12. 1 + NEt: + H20
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Figure S13. [HNEt][67] + H.O
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Figure S14. 7 + [HNEt:]Cl1
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Figure S15. 2¢ + 2 H20
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.739637000 -3.237416000 -0.411523000
.078393000 -3.672752000 -0.383706000
.073157000 -2.865542000 0.203436000
.717876000 -1.621593000 0.762887000
.348825000 -0.700726000 4.968957000
.253430000 0.508387000 5.695394000
.190135000 0.498176000 7.101862000
.304455000 -1.934397000 7.087667000
.375053000 -1.921463000 5.681515000
.123874000 1.437748000 7.644768000
.181606000 0.929169000 -0.204798000
.600543000 2.163635000 0.342594000
.950146000 2.558238000 0.274835000
.904056000 1.720400000 -0.337125000
.496153000 0.487727000 -0.885020000
.144499000 0.098343000 -0.822563000
.097428000 0.507668000 -4.874313000
.069889000 1.858354000 -5.291457000
.224456000 2.193666000 -6.649952000
.401866000 1.181285000 -7.614314000
.427006000 -0.168004000 -7.208492000
.279511000 -0.500726000 -5.848202000
.207504000 3.237862000 -6.952154000
.560025000 -0.956747000 -7.944877000
.377573000 -1.191414000 0.740161000
.319916000 -2.882540000 7.619541000
.111883000 -0.226492000 1.164768000
.342114000 -4.634134000 -0.817611000
.478989000 -0.988304000 1.211879000
.837362000 -0.855224000 -1.245384000
.224411000 -0.166527000 -1.357939000
.253398000 3.513912000 0.695121000
.662731000 0.130252000 -1.492214000
.213765000 -0.723844000 7.803580000
.946889000 2.023571000 -0.387315000
.107817000 -3.198801000 0.222494000
.240070000 1.454376000 5.159677000
.440077000 -2.859767000 5.135725000
.162764000 -0.732671000 8.889519000
.294990000 -1.544375000 -5.543432000
.518721000 1.439532000 -8.663886000
.939160000 2.644029000 -4.551463000
.868210000 2.818217000 0.808534000
.976526000 -3.865554000 -0.865022000
.333785000 1.802171000 0.304469000
.153983000 -2.840468000 -0.254506000
.385535000 -2.829224000 -1.133427000
.076385000 -2.107657000 -0.690958000
.082700000 -2.425405000 -2.101367000
.952005000 -3.723030000 -0.806275000
.752658000 -4.762815000 -0.519723000
.874422000 -3.422956000 -0.300451000
.496299000 -3.267502000 1.169076000
.257542000 -2.830320000 1.821476000
.452513000 -2.794033000 1.408850000
.604502000 -0.500696000 -0.012856000
.570204000 -4.775893000 1.512611000
.983242000 -4.857562000 2.527326000
.418749000 -5.247779000 1.529672000
.215878000 -5.352440000 0.845711000
.149788000 -3.702416000 -2.330442000
.323428000 -4.191673000 -2.858133000
.064736000 -4.262028000 -2.565100000
.263745000 -2.693372000 -2.725148000
.137107000 -4.162376000 -1.347374000
.882854000 -4.011772000 -2.139595000
.674251000 -4.483251000 -0.448958000
.476226000 -4.976331000 -1.665955000
.827108000 5.321344000 0.205190000
.364454000 4.517200000 0.345004000
.133465000 5.134199000 -0.457205000
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-12.352025000 24.229164000 1.792373000
-11.688529000 24.205295000 1.075397000
-12.129790000 23.550826000 2.459738000
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