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Synthesis of pPrOzi50-b-pEtOx50 diblock copolymer 

Initiation:  MeOTf  0.0722 g (0.44 mmol; 1 eq) 

1. Block:  PrOzi   2.77 g   (21.8 mmol; 50 eq) 

2. Block:  EtOx  2.16g  (21.8 mmol; 50 eq) 

Termination:  EPC  0.22 g  (1.42 mmol; 3.2 eq) (Ethyl isonipicotate) 

Solvent  Benzonitrile 9 ml 

Yield:      4.5 g of white powder 84% 

GPC (HFIP)    Mn = 4.5 kg/mol; Đ = 1.3 

1H-NMR    Mn = 11.3 kg/mol (pPrOzi47- pEtOx52) 

 

Synthesis of pPrOzi100-b-pEtOx100 diblock copolymer 

Initiation:  MeOTf  0.0718 g (0.437 mmol; 1 eq) 

1. Block:  PrOzi   5.56 g   (43.79 mmol; 100 eq) 

2. Block:  EtOx   4.34 g  (43.79 mmol; 100 eq) 

Termination:  BocPip  0.245 g (1.31 mmol; 3 eq) 

  K2CO3  0.06 g  (0.43 mmol; 1 eq) 

Solvent  Benzonitrile 10 ml 

Yield:       7 g of white powder 70 % 

GPC (HFIP)    Mn = 9.1 kg/mol; Đ = 1.40 

1H-NMR    Mn = 25.9 kg/mol (pPrOzi112- pEtOx117) 
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Figure S1. Heat flow occurring during the various heating and cooling cycle (10 K/min) of differential scanning calorime-

try of pPrOzi100-b-pMeOx100, green vertical line indicating the glass transition point. 

 

Figure S2. a) Amplitude and b) frequency sweep of pPrOzi100-b-pEtOx100 diblock copolymer at 20 and 15 wt.% concentra-

tion at constant temperature of 25°C. 

 

Figure S3. SEM image of 30 wt.% pPrOzi100-b-pEtOx100 diblock copolymer lyophilized hydrogel (Top view). 
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Figure S4. a) 3D printability of 25 wt.% pPrOzi100-b-pEtOx100 based hydrogel, a 5 layered star (pressure; 90kPa, speed 

2mm/sec). b) cryo-SEM image of the 25 wt.% pPrOzi100-b-pEtOx100 diblock copolymer with 1 wt.% laponite XLG. . 

 

Figure S5. Comparison of rheological properties of pristine (25 wt.%) and hybrid hydrogel (25 + 1 wt.% clay) prepared in 

water including a) temperature dependent sweep (from 5 to 60°C), b) amplitude sweep, c) yield stress and flow point, d) 

frequency sweep, e) shear thinning and f) structure recovery properties (at 25°C). 
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Figure S6. Visual appearance of 30 wt.% pPrOzi100-b-pEtOx100 diblock copolymer hydrogel in water (blue) and cell culture 

media (magenta). Comparison of rheological properties of hydrogel prepared in water and media including temperature 

dependent sweep (from 5 to 60°C), frequency sweep, angular sweep, shear thinning and structure recovery properties (at 

25°C). 

 

Figure S7. Live/dead viability assay of post-printing cell laden bioink a) serpentine line and b) a star showing the dead 

cells (red). Arrows indicating the dead cells and dashed lines are added for eye guidance. 


