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Table S1. Optimization of reaction conditions for the one-pot synthesis of 6a

Il
Ph—C—Cl +Ph—=
2a (i) NoHy. Hp0 (52), T (°c)

1a

(i) 3 mol% PdCl,, PEG/H,0O
Pyrrolidine, PTC, RT

Ph
4
> Nir\)\r’h

H 6a
Entry PTC PEG-polymer N,H4 H,O (eq) Temp ( °C) Time (hrs) | Yield(%)®
Step-i/step-ii Step-i/step-
il
1 cetyltrimethylammonium bromide PEG-400 2 RT/60 4/3 42
2 triethylbenzylammonium bromide PEG-400 2 RT/60 4/3 35
3 tetrabutylammonium iodide PEG-400 2 RT/60 2.5/3 73
4 tetrabutylammonium bromide PEG-400 2 RT/60 2.5/3 87
5 tetrabutylammonium bromide PEG-200 2 RT/60 2.5/3 83
6 tetrabutylammonium bromide PEG-600 2 RT/60 2.5/3 87
7 tetrabutylammonium bromide PEG-400 2 RT/RT 2.5/14 41
8 tetrabutylammonium bromide PEG-400 2 RT/45 2.5/7 64
9 tetrabutylammonium bromide PEG-400 1 RT/60 2.5/3 58

2 Reaction conditions: #Step i : 1a (1.2 mmol), 2a (1 mmol), pyrrolidine (2.0 mmol), PTC (0.3 mmol) 6 mL of PEG/H,O (2 : 1);
Step 2: (4a) 2 mmol. ® Isolated yields after column chromatography.
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Figure S1. TEM image of unevenly distributed in situ PANPs obtained from (a) Pd-NHC
(3a)/PTC system during the synthesis of 6a after 1%t catalytic cycle

Figure S2. TEM image of well dispersed in situ PANPs obtained from PdCl,/PEG-400
systems during the synthesis of 6a after 15 catalytic cycle

Figure S3. TEM image of in situ formed PEG-PdNPs during the synthesis of 61 after 6%
catalytic cycle.
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