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Figure S1. Potential energy curves and stationary points at MP2/ ECP/d level for F- + RI reactions. The
energy (in kcal/mol) is relative to F- + CHsl (a) and F- + RI (b) reactants at 0K, and does not include ZPE.
For Figure S1b, the black, blue, and pink numbers represent F- + C2Hsl, F- +iCsHvI, and F- + ‘C4Hol reactions,
respectively.
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Figure S2. Stationary point structures of E2 and Sn2 pathways for (a) F+ CHsY, (b) F+ CHsY, (c) F+
ICHrY, (d) F+ 'CiHoY(Y = Cl, I) reaction optimized at the MP2/aug-cc-pVDZ(ECP/d) theoretical level.
Bond distances are in A, and black/pink line represents Y = Cl /1.
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Figure S3. Interaction energy decomposition according to formula AEiut = (AEas+ AExc+ AEpaui) + AEon=
AEsteric + AEors. AEus is electrostatic interacton term, AExc is the change of exchange-correlation energy
during complexation process, and AErai is the Pauli repulsion effect between electrons in occupied
orbitals of the fragments and is invariably positive. They combine to form steric term AEseric (Dashed line).
AEowis orbital interaction term and represented by short dotted line. The full line represents AEin.



