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Table S1 Hydrolytic degradation of initiators (farnesol and 1-pentadecanol),
monodisperse monomers (C4sF-CL; and C451P-CL4), and monodisperse dimers
(C15F-CL2 and C151P-CL2).

Sample T4 Weight Ta2 Weight Tas Weight
(°C)  loss (%) (°C)  loss (%) (°C)  loss (%)
Farnesol 296 42 368 83 — —
1-pentadecanol 250 83 — — — —
CqsF-CL4 14 3 386 31 399 70
C151P-CL,4 316 54 393 9 — —
CqsF-CL> 132 2 298 23 410 67
C151P-CL, 369 47 410 80 — —
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Fig. S1 "H NMR (500 MHz) spectrum of geraniol (C4o) in CDCI; at 40 °C.
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Fig. S2 'H NMR (500 MHz) spectrum of nerol (C40) in CDCI; at 40 °C.
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Fig. S3 '"H NMR (500 MHz) spectrum of 8-citronellol (C4,) in CDCI3 at 40 °C.
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Fig. S4 'H NMR (500 MHz) spectrum of farnesol (C4s5) in CDCl; at 40 °C.
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Fig. S5 '"H NMR (500 MHz) spectrum of 1-pentadecanol (C45) in CDCI5 at 40 °C.
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Fig. S6 '"H NMR (500 MHz) spectrum of oligo(CL) synthetized using geraniol as
initiator (C41oG-PCL, Table 1) in CDCI; at 40 °C.
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Fig. S7 "H NMR (500 MHz) spectrum of oligo(CL) synthetized using 8-citronellol as
initiator (C41oC-PCL, Table 1) in CDCl; at 40 °C.
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Fig. S8 "H NMR (500 MHz) spectrum of oligo(CL) synthetized using 1-pentadecanol
as initiator (C451P-PCL, Table 1) in CDCI; at 40 °C.
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Fig. S9 'H NMR (500 MHz) spectrum of a monomer derived from 6-citronellol as
initiator C4oC-CL4 (monodisperse specie, Table 2) in CDClI; isolated by FCC from
C10C-PCL (Table 1).
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Fig. $10 '"H NMR (500 MHz) spectrum of a trimer derived from 6-citronellol as
initiator C4oC-CL3; (monodisperse specie, Table 2) in CDCI; isolated by FCC from
C10C-PCL (Table 1).
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Fig. S11 '"H NMR (500 MHz) spectrum of a dimer derived from farnesol as initiator
C4sF-CL, (monodisperse specie, Table 2) in CDCl; isolated by FCC from C5F-PCL
(Table 1).
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Fig. $12 '3C NMR (500 MHz) spectrum of a monomer derived from 1-pentadecanol

as initiator C151P-CL4 (monodisperse specie, Table 2) in CDCl; isolated by FCC from
C151P-PCL (Table 1).
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Fig. $16 FT-IR spectrum and assignment of bands from monodisperse monomer
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Fig. S22 FT-IR spectrum and assignment of bands from monodisperse dimer CsF-
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Fig. S23 FT-IR spectrum and assignment of bands from monodisperse trimer CsF-
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