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Measurements

Matrix-assisted Laser Desorption and lonization Time of Flight (MALDI-TOF) Mass Spectra
The spectra were obtained on an ABI Super Voyager-DE-STR spectrometer.
2,5-Dihydroxybenzoic acid was used as matrix and dissolved in methanol. PEG and PCL were
dissolved in methanol and ethyl acetate, respectively.
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Fig. S1 MALDI-TOF mass spectrum of poly(e-caprolactone) diol (PCL-diol, M, = 2000).

Fig. S2 MALDI-TOF mass spectrum of dialkyne-ended poly(e-caprolactone) obtained from PCL-diol (M, = 2000).
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Fig. S3 MALDI-TOF mass spectrum of polyethylene glycol (PEG, M, = 1500).

Fig. S4 MALDI-TOF mass spectrum of diazido-ended polyethylene glycol obtained from polyethylene glycol (M, = 1500).
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1: HAMC-2-SP1, 10 h by CuBr
(M,=23600, PDI=7.3)
2: HAMC-2-SP2, 10 h by CuBr/PMDETA
(M =25500, PDI=3.6)
: HAMC-2-BCP, 0.5 h by CuBr/PMDETA
(M =16800, PDI=3.2)
4: PEG2 (M _=4600) 2/

Elution Time / Min

Fig. S5 GPC curves of hyperbranched (PCL3-PEG?2) alternating multiblock copolymers.



