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Table S1: Cartesian coordinates of the geometries optimized at the B3LYP/6-31+g* level.
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.389145000
.467664000
.988747000
.047620000
.593993000
.798103000
.799780000
.087856000
.393611000
.401609000
.033084000
.944706000
.009382000
.900754000
.580315000
.028215000
.571000000
.854815000
.621491000
.794737000
.145151000
.226050000
.660096000
.566058000
.494706000
.053558000
.696967000
.949069000
.573398000
.004381000
.522278000
.869647000
.497476000
.419676000
.617696000
.008540000
.518945000
.542427000
.087023000
.129680000
.406512000
.495270000
.800467000
.589292000
.037823000
.257642000
.604272000
.139114000
.907413000
.670250000
.718766000
.327129000
.072567000
.875391000
.340829000
.666371000
.181783000
.333326000
.067382000
.608072000
.039968000

.252233000
.762179000
.321025000
.736954000
.851262000
.206161000
.802143000
.765206000
.101831000
.487132000
.463500000
.017754000
.734357000
.715423000
.750043000
.060752000
.105473000
.395878000
.685520000
.085259000
.365774000
.738298000
.286729000
.253607000
.116740000
.663700000
.648789000
.088347000
.225274000
.018169000
.159200000
.248811000
.313125000
.066672000
.995159000
.922417000
.706829000
.140469000
.865486000
.603264000
.610992000
.485922000
.640453000
.444080000
.428264000
.152063000
.614138000
.829884000
.023380000
.737543000
.047008000
.567662000
.385257000
.288048000
.210074000
.132411000
.473648000
.165847000
.100065000
.058788000
.097001000

.054380000
.275797000
.668595000
.660195000
.503404000
.622710000
.339142000
.919348000
.312053000
.042370000
.591842000
.228346000
.554927000
.107169000
.310752000
.404013000
.371693000
.907423000
.031581000
.156268000
.156884000
.529078000
.628325000
.318193000
.628022000
.552250000
.333358000
.058216000
.458201000
.168213000
.886539000
.505900000
.243381000
.668874000
.975320000
.953717000
.479354000
.309623000
.563839000
.470465000
.242150000
.195072000
.540452000
.021280000
.397542000
.371045000
.330939000
.157464000
.386869000
.584127000
.376861000
.364757000
.811733000
.162211000
.881428000
.427833000
.159003000
.492221000
.884487000
.011125000
.157192000
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0.797209000 -3.094370000
1.136632000 -0.273864000
2.764709000 0.182632000
3.359347000 -2.159071000
2.369723000 -3.776078000

0.080049000
-2.730718000

.202479000
.211348000
.667654000

Table S2: Total energies of reactants, cycloadducts and transition structures in the gas phase and in
methylene chloride.

Gas-phase CH,Cl,
Relative Relative
[ ZPe™ [o] [ [d]
E™ (au)) (au) Ewoa ™ (a.U.) energy E™ (au.) |Eww " (a.u.)| energy
e (kcal/mol) (kcal/mol)
7a -2564.473593 | 0.467307 | -2564.006286 -2564.487286 | -2564.019979
9 -156.001088 | 0.085242 | -155.915846 -156.004287 | -155.919045
TS1 | -2720.440134 | 0.554126 | -2719.886008 22.67 -2720.455774 | -2719.901648 23.45
TS2 | -2720.441142 | 0.554551 | -2719.886591 22.30 -2720.456779 | -2720.902228 23.09
TS3 | -2720.438421 | 0.554307 | -2719.884114 23.86 -2720.454335 | -2719.900028 24.47
8a | -2720.485900 | 0.557874 | -2719.928026 -3.70 -2720.502533 | -2719.944659 -3.54
8a’ | -2720.482467 | 0.557735 | -2719.924732 -1.63 -2720.499328 | -2719.941593 -1.61
10 -2720.483562 | 0.557866 | -2719.925696 -2.24 -2720.500623 | -2719.942757 -2.34
[a] Energies calculated at the 6-31+G* level in the gas phase
[b] Energies of optimized molecule at the 6-31+G* level + ZPE at the same level
[c] Single-point energies of gas—phase-optimized geometries in CH,Cl, at the 6-31+G* level
[d] Single-point energies in CH,CI, at the 6-31+G* level + ZPE in the gas phase at the same level
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