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Chart S1. Previously reported metal/main group complexes derived from 2,2/-diphenylglycine.
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Crystallography

Figure S1. Alternative view of 1.



Figure S2. Packing diagram of 1.
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Figure S3. View of [ZnCl,(NCMe);]



Figure S4. Layered structure in [ZnCl,(NCMe),]

Figure SS. Alternative view of 3.



Figure S6. Packing diagram for 3.

Figure S7. Alternative view of 4.



Figure S8. Packing diagram of 4.
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Figure S9. Molecular structure of (2-CF3C¢H,);B(NCMe)-MeCN. Selected bond lengths (A) and angles
(©): B(1) — N(1) 1.5857(17), B(1) — C(1) 1.6507(19), B(1) — C(8) 1.6450(19), B(1) — C(15) 1.6434(19);
N(1)-B(1) - C(1) 107.58(10), N(1) — B(1) — C(8) 106.65(10), N(1) — B(1) — C(15) 108.31(10).

Ring opening polymerisation

Table S1. Optimum condition screening for the ROP of ¢-CL, -LA and 3-VL using 4.

Run Monomer [Monomer]:[Cat]:[OH] Time/h Temp/°C  Conv? (%) M, «10° e Mncal® PDI¢

1 e-CL 125:1:0 1 110 91 11400 12980 1.40
2 e-CL 250:1:0 1 110 78 15000 22260 1.38
3 e-CL 375:1:0 1 110 88 20800 37670 1.41
4 e-CL 500:1:0 1 110 91 33700 51930 1.68
5 e-CL 625:1:0 1 110 85 43800 60640 1.43
6 e-CL 750:1:0 1 110 89 56200 76190 1.51
7 e-CL 250:1:0 3 80 69 8590 19690 1.21
8 e-CL 250:1:0 3 60 22 3850 6280 1.09
9 e-CL 250:1:0 3 25 - - - -—-

10 e-CL 250:1:1 1 110 67 2580 19230 1.10
11 r-LA 50:1:0 12 110 74 3370 5330 1.19
12 r-LA 100:1:0 12 110 67 6150 9660 1.23
13 r-LA 150:1:0 12 110 61 9670 13190 1.27
14 r-LA 200:1:0 12 110 65 13000 18740 1.51
15 r-LA 250:1:0 12 110 60 15400 21620 1.37
16 r-LA 300:1:0 12 110 64 22900 27670 1.40
17 r-LA 150:1:0 12 80 19 1460 4110 1.09
18 3-VL 50:1:0 24 110 42 860 2100 1.04
19 5-VL 100:1:0 24 110 58 2670 5810 1.13
20 3-VL 150:1:0 24 110 41 3210 6160 1.23
21 8-VL 200:1:0 24 110 31 4750 6210 1.08
22 3-VL 250:1:0 24 110 51 5800 12770 1.25
23 5-VL 300:1:0 24 110 60 8820 18020 1.12

?Determined by 'H NMR spectroscopy; ® Calculated from ([Monomer]y/[Cat]y) % conv.(%) x Monomer molecular weight; ¢ M,
from GPC. 4 From GPC.
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Figure S10. Relationship between [CL]/[4] and the number of average molecular weight and PDI of the
polymer.
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Figure S11. '"H NMR spectrum of polycaprolactone (run 1 table 1).
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Figure S12. 3C NMR spectrum of polycaprolactone (run 1 table 1).
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Figure S13. MALDI-ToF spectrum of PCL (run 8, table S1).
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Figure S14. Relationship between [rac-Lactide]/[4] and the number of average molecular weight and PDI of
the polymer.
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Figure S15. '"H NMR spectrum of polylactide (run 6 table 1).
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Figure S16. '3C NMR spectrum of polylactide (run 6 table 1).
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Figure S17. MALDI-ToF spectrum of poly(rac-LA) (run 6, table 1).
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Figure S18. Homonuclear decoupled '"H NMR spectrum of of poly(r-LA), (run 6, table 1).

£
E B
£
E |
< £
£ ~=:.|| g
E E
B B )
g E ||
i
1 N
I |I |
\ I| | |
| Il'ul | |I ||
| I\jl '
] ||
- it \ -
.46 5.38 5.30 522 5.14 5.06 4.98 4.90
1 (ppm)

Figure S19. 2D J-resolved 'H NMR spectrum of poly(r-LA) (run 6, table 1).
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Figure S20. Homonuclear decoupled '"H NMR spectrum of of poly(r-LA), (run 8, table 1).
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Figure S21. 2D J-resolved 'H NMR spectrum of poly(r-LA) (run 8, table 1).

= £
E E
. EE E §
E E E
_F’"_/_

-=15

--10

45 5.40

. . T T T T T T T T
5.35 5.30 5.25 5.20 5.15 510 5.05
f2 (ppm)

’ T T T
5.00 4.95 4,90

Figure S22. Relationship between [0-VL]/[4] and the number of average molecular weight
and PDI of the polymer.
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Figure S23. 'H NMR spectrum of PVL (run 11 table 1).

—7.273
—4.055
—3.623
—2331
—1.659

JLL\JJL

10.5 95 90 85 80 75 7.0 65 60 55 50 45 40 35 3.0 25 20 15 1.0
1 (ppm)

Figure S24. '"H NMR spectrum of copolymer PCL+ poly(r-LA), table 3 run 1.
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Figure S25.

3C NMR spectrum of co-polymer PCL+ PLA, table 3 run 7.
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Figure S26. DSC plot of co-polymer from e-CL and rac-LA, table 2 run 2.
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