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Fig. S1. *P{*H} NMR spectrum of dpmppmF, in CDCl; (b) with a simulated spectrum (a).

Fig. S2 *P{*H} NMR spectrum of 5 in CD,Cl, at room temperature.

Fig. S3. Variable—temperature UV-vis absorption spectra of 6 in CH,Cl,.

Fig. S4. Variable—temperature UV-vis absorption spectra of 3 in CH,Cl,.

Fig. S5. °F NMR spectra for the dpmppmF, region of 1 at —80 °C in CD,Cl, (a) and at 60 °C in CD5CN (b).

Fig. S6. Temperature—dependent (a) **P{*H}, (b) *H and (c) **F NMR spectra of 2 in CD,Cl, (—80°C < T < 20 °C).
Fig. S7. Temperature—dependent (a) *'P{*H}, (b) *H and (c) *°F NMR spectra of 4 in CD,Cl, (—80°C < T < 20 °C)
Fig. S8. Temperature—dependent (a) *'P{*H}, (b) *H and (c) **F NMR spectra of 3 in CD,Cl, (-80°C < T < 20 °C)
Fig. S9 DFT optimized structures of (a) [Pds(u—dpmppmF,),(XyINC)s]* (1) and (b)
[Pd,(n—dpmppmF,),(XyINC),]** (1°) with selected structural parameters. DFT calculations were performed with
B3LYP/lanl2dz methods.

Fig. S10 Values of natural charge (red) and Wiberg bond indices (blue) derived from Natural Bond Analyses on the

DFT optimized structures of (a) [Pds(u—dpmppmF,),(XyINC)s]** (1) and (b) [Pd4(u—dpmppmF,),(XyINC),]** (1°).
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Fig. S1. **P{*H} NMR spectrum of dpmppmF. in CDCl; (b) with a simulated spectrum (a).
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Fig. S2 *'P{*H} NMR spectrum of 5 in CD,Cl, at room temperature.
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Fig. S3. Variable—temperature UV-vis absorption spectra of 6 in CH,Cl..
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Fig. S4. Variable—temperature UV-vis absorption spectra of 3 in CH,Cl..
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Fig. S5. *°F NMR spectra for the dpmppmF, region of 1 at —80 °C in CD,Cl, (a) and at 60 °C in
CD3sCN (b).
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Fig. S6. Temperature—dependent (a) **P{*H}, (b) *H and (c) *°F NMR spectra of 2 in CD,Cl,
(—80°C < T < 20 °C). The asterisks indicate impurity.
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Fig. S7. Temperature—dependent (a) **P{*H}, (b) *H and (c) *°F NMR spectra of 4 in CD,Cl,
(-80°C < T < 20 °C). The asterisks indicate impurity.
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Fig. S8. Temperature—dependent (a) **P{*H}, (b) *H and (c) *°F NMR spectra of 3 in CD,Cl,
(—80°C < T < 20 °C). The asterisks indicate impurity.
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Fig. S9 DFT optimized structures of (a) [Pds(u—dpmppmF,),(XyINC)s]** (1) and (b)

[Pd4(u—dpmppmPF2)2(Xyl-NC),]** (1°) with selected structural parameters. DFT calculations were
performed with B3LYP/lanl2dz methods.
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Fig. S10 Values of natural charge (red) and Wiberg bond indices (blue) derived from Natural

Bond Analyses on the DFT optimized structures of (a) [Pd(u—dpmppmF,),(XyINC)s]** (1) and
(b) [Pda(u—dpmppmF2),(XyINC)2]** (1).
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