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ABSTRACT

We report here the synthesis and polymerization of a novel disubstituted valerolactone, B-acetoxy-
d-methylvalerolactone, derived from the renewable feedstock triacetic acid lactone (TAL). The
bulk polymerization proceeds to 45% equilibrium monomer conversion at room temperature using
diphenyl phosphate as the organic catalyst. The resultant amorphous material displays a glass
transition temperature of 25 °C. The ring opening polymerization (ROP) behavior of the
disubstituted valerolactone was examined, and the enthalpy (AH,°) and entropy (ASp°) of
polymerization were calculated to be -25 + 2 kJ mol"! and -81 £ 5 mol! K'!, respectively. The
polymerization kinetics were also measured and compared to that of other substituted
valerolactones reported in the literature. This report is the first to demonstrate the successful ROP

of a disubstituted valerolactone as well as the first to establish the ROP of a derivative of TAL.



INTRODUCTION

The success and advancement of modern society is dependent, in part, on materials created
from polymers. Use in commodity products such as clothing and household goods, resources for
infrastructure, and implementation in medical devices and other sophisticated technologies are but
a few examples of how polymers have improved and continue to improve our daily lives. The vast
majority of such polymeric materials, however, are derived from unsustainable petrochemical
processes.!? Thus, the impetus to supplement or entirely replace petroleum-based polymers with
those created from renewable feedstocks has become increasingly urgent.>° The use of biomass
as a platform for generating renewable chemicals is an attractive approach towards ultimately
achieving a sustainable and energy efficient paradigm within the multi-billion dollar polymer
industry.

Triacetic acid lactone (TAL, (1)) (Scheme 1) can be obtained synthetically from acetic
acid’? or via the biological actions of genetically modified microorganisms, which synthesize the
compound as a secondary metabolite of sugars.!%!8 These varied options for production make TAL
an exciting target as potential synthesis from microbes could reduce the need for extraction from
plants for a renewable building block and therefore reduce land use needs. Additionally, the
multiple centers of functionalization give synthetic handles that make TAL a promising building
block. We propose the use of TAL as a potentially renewable feedstock for the generation of new
polymeric materials. To date, only two reports have demonstrated the use of TAL in polymers. In
the first, post-polymerization modification of p(epichlorohydrin) with TAL resulted in an increase
in the glass transition temperature of the material from -30 °C up to 70 °C, depending on the degree

of substitution.!” In the second, TAL was modified with an acrylic moiety and polymerized via a



controlled radical polymerization technique to develop acrylic triblock copolymers suitable for
pressure-sensitive adhesive applications. !’

Drawing inspiration from the well-established ring opening polymerization (ROP)
chemistry of various lactones such o-valerolactone, e-caprolactone, lactide and their
derivatives,?®?! we envisioned using TAL as a feedstock for the synthesis of new, disubstituted -
valerolactones that can yield useful aliphatic polyesters via ROP. The polymerization behavior of
lactone monomers is highly dependent on ring size and degree of substitution.?>* While the
polymerizations of o-valerolactone and numerous monosubstituted d-valerolactone monomers
have been studied,?>2® such reactions of disubstituted §-valerolactone monomers have not been
reported to date. In this report, we describe the synthesis of a disubstituted 6-valerolactone, -
acetoxy-0-methylvalerolactone (4), derived from TAL (Scheme 1) and examination of its
polymerization behavior. The thermal properties of the polymer were studied, and the
polymerization behavior of 4 was compared to that of other d-valerolactone monomers. The
comparisons provide valuable insights towards the kinetics and thermodynamics of ROP of
substituted J-valerolactones and support development of new methods and materials with

renewable feedstocks.



RESULTS AND DISCUSSION

The catalytic hydrogenation of triacetic acid lactone (TAL, 1) using Pd/C was
accomplished following previously established procedures (Scheme 1, Figure S1).'%2°3% The J-
coupling constants for each proton pair of 3 were determined from the "H NMR spectrum using
methods described in the literature (Figure S2).3'3? In a previous report, 3 was synthesized via
hydrogenation of the partially-reduced keto/enol intermediate 2 (Scheme 1) using Pd/C.3* The
hydrogenations led to very high (>99%) stereoselectivity for the cis isomer of 3, and the authors
postulated that the high selectivity is due to syn addition of hydrogen atoms to the C(3) and C(4)
carbons on the opposite face of the ring relative to the 6-methyl substituent.>*> The '"H NMR
chemical shifts and J-coupling constants we observed for 3 in our work match with the values
previously reported for the cis isomer, indicating that the hydrogenation of TAL using Pd/C is
likewise >99% diastereoselective. The relative configuration of the hydroxyl and methyl
substituents on the reduced 6-valerolactone ring is cis and 3 was obtained as a racemic mixture of
the two enantiomers (4R,6S and 4S,6R). The trans isomer of 3 (4S,6S and 4R,6R) is also reported
in the literature, and is distinguished from the cis isomer by different 'H NMR chemical shifts and

the associated J-coupling constants.3*33
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Scheme 1. Two-step synthesis of B-acetoxy-o-methylvalerolactone (4) from triacetic acid lactone.
The absolute configuration is highlighted for the two chiral centers at the 4- and 6-positions of the
lactone rings.

Acetylation of the free hydroxyl group in 3 was accomplished using acetic anhydride and
a catalytic amount of 4-(dimethylamino)pyridine (DMAP) as the base to yield B-acetoxy-o-
methylvalerolactone (4) (Figures S3 — S4). Since the acetylation reaction does not involve an
inversion of configuration, we hypothesized that 4 would be obtained as a racemic mixture of one
diastereomer, with the acetoxy and methyl substituents on the lactone ring also in the cis
arrangement. Indeed, the '"H NMR chemical shifts and J-coupling constants we observed for 4
(Figure S5) match exactly with those previously reported for the cis isomer of the compound.>

The ring opening polymerization of 4 was tested with a variety of catalysts, including
typical organo- and organometallic catalysts’>3® such as diphenyl phosphate (DPP),

triazabicyclodecene (TBD), 1,8-diazabicyclo[5.4.0]Jundec-7-ene (DBU), phosphazene base Ps-z-



Bu, BF3-OEt:, Bi subsalycilate, Sn(Oct)2, Al(i{OPr)3, and Ti(iOPr)4, as well as highly active Zn-
and Al-based®’3? catalysts (Table S1). Through our screenings, we identified DPP as a catalyst
that can facilitate the conversion of 4 to poly(4) to an appreciable degree at relatively slow rates
(discussed in further detail below). Bulk polymerization of a sample of 4 using DPP as the catalyst
and benzyl alcohol (BnOH) as the initiator produced poly(4) as an amorphous material, reaching
an equilibrium monomer conversion of 45% at ambient temperature (Scheme 2, Figure S6).
Various monomer:initiator ratios were tested and the resulting monomer conversions, yields, and
molar mass by NMR are summarized in Table S2. During the ROP of 4 with DPP, we observed
the formation of parasorbic acid 5 as a byproduct within the reaction mixture (2-5% by 'H NMR
over the course of the reaction time), which is formed via the acid-catalyzed elimination of acetic

acid from the ring.
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Scheme 2. Polymerization of 4 using DPP as the catalyst and the elimination of acetic acid from
4 to produce parasorbic acid (5).



The molar mass of poly(4) was observed to be consistently lower than the targeted,
theoretical value. As an example, starting with a 200:1 ratio of 4 to BnOH (theoretical Mn=15.5
kDa based on a 45% monomer conversion), end group analysis via 'H NMR indicated the molar
mass to be 17 kDa. Analysis of the same sample via SEC-MALLS, however, revealed the Mh to
be 10 kDa with a dispersity (D) of 1.2 (Figure S7). To elucidate the reason for the mismatched
results from the two molar mass determination methods we carefully examined the 'H NMR
spectrum of poly(4) and observed the presence of small alkene resonances near the baseline
(Figure S8). We hypothesize that ring opening of a molecule of 4 via cleavage of the ester bond
produces a secondary alcohol as the propagating species, which, instead of propagating with the
next monomer unit, can undergo an acid-catalyzed elimination reaction*’ to produce an olefin at
the terminal end of the growing chain (Scheme 3). The olefin, unable to propagate, terminates the
polymerization and causes a limiting effect on the molecular weight of the polymer chain.
Additionally, the elimination reaction produces water as a byproduct, which can act as an

adventitious initiator and lead to further attenuation of the achievable molar mass.
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Scheme 3. Proposed mechanism for the formation of a terminal alkene in the propagating chain of
poly(4), catalyzed by DPP (denoted as a generic HA here), through an elimination reaction of the
secondary alcohol.

The thermal properties of poly(4) were investigated by thermogravimetric analysis (TGA)
and differential scanning calorimetry (DSC). The TGA thermogram shows a 5% weight loss
occurring at 228 °C (Figure S9). The DSC thermogram of a 10 kDa sample of poly(4) shows it to
be an amorphous material with a 7Ty of 25 °C (Figure 1). This result is exciting for potential
materials applications because, with the notable exception of poly(lactic acid) (T = 55 °C)*' and
poly(glycolide) (7T = 36 °C),** most poly(lactones) exhibit 7 values below ambient
temperature,?>26-284043-46 and thus are typically only useful as soft, rubbery components in

polymeric materials. The relatively higher 7 observed for poly(4) presents future opportunities to



explore the effectiveness of the new poly(lactone) as the hard, glassy component in polymeric

materials.
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Figure 1. DSC thermogram of poly(4) at a heating rate of 10 °C min-! taken on the second
heating (red) and cooling (blue) cycles. The thermogram shows a 7z =25 °C for a 10 kDa
sample.

To understand how monomer structure affects polymerization behavior of substituted 6-
valerolactones, we determined the thermodynamics of polymerization for the disubstituted o-
valerolactone monomer 4 using a Van’t Hoff analysis*’ (Equation 1), and compared the results to
those previously published for 5-valerolactone (6), B-methyl-d-valerolactone (7), and d-methyl-6-
valerolactone (8) (Figure 2 and Table 1 ).?° The bulk polymerization of 4 was monitored at 22 °C,
10 °C, and 0 °C (Figure 2) via "H NMR spectroscopy until apparent equilibrium (up to two months
at 0 °C). The elimination of acetic acid from 4 in the presence of an acid catalyst such as DPP
became a significant issue at elevated temperatures (Scheme 2), preventing us from measuring the

equilibrium monomer concentrations at temperatures above ambient conditions.
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Equation 1

The enthalpy (AH,°) and entropy (ASp°) of polymerization were calculated to be -25 + 2
kJ mol! and -81 £ 5 mol"! K*!, respectively. By comparing the thermodynamics of polymerization
of 4 to the values reported for 6 — 8, we observe a trend consistent with increasing ring strain with
the degree of substitution, indicated by AH,° for the isodesmic reaction of ROP of lactones.?’
Additionally, the value of AS,° is also observed to significantly increase with degree of
substitution. These results suggest that the bulk polymerization of substituted d-valerolactones
becomes increasingly exothermic and entropically disfavored with increasing degree of
substitution. By further appending substituents on the lactone ring (e.g. tri- and tetrasubstituted),
the increased order of the system upon polymerization (ASp°) will eventually negate the ring strain

(AHp®), and polymerizations will become thermodynamically disfavored.
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Figure 2. Van’t Hoff plot of the temperature dependency of the equilibrium monomer
concentration for the ring opening polymerization of 4.

0 0 0 0
A
4 6 7 8
AH,° (kJ mol!) 2542 -10.5 138403 -193+0.5
AS,° (J mol'K™) 81+5 -15 46 + 1 6242
Kobs (M/h) 0.012 + 0.001 2.88+0.33 2.46 +0.22 0.31 +0.04
ti2 (h) 276 + 32 1.89 +0.22 1.86+0.17 149+2.1

Table 1. Thermodynamic and kinetic data comparing the polymerization of 4 to that of 6 — 8.2°
Kinetic data for 4 and 6 — 8 were collected using a monomer:BnOH:DPP ratio of 200:1:1.
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The rate of polymerization of 4 was also studied in order to compare its reactivity to that
of 6 — 8. The observed rate constants (kobs) and half-lives (ti2) of 6 — 8 were previously reported
for bulk polymerizations using a ratio of monomer to initiator (BnOH) to catalyst (DPP) of
200:1:1.2° Under identical conditions, we measured the ti2 of conversion of 4 to be 276 +£ 32 h
with kobs = 0.012 £ 0.001 M h'! (Figure 3a). The previous report established the pseudo-zero-order
behavior of this system, noting that while this is peculiar for DPP-catalyzed polymerizations, it is
not unprecedented for cationic polymerizations with a monomer more basic than the polymer.?
We hypothesize that the TAL-derived monomer here behaves the same way due to its similarity
to the previous literature and the basicity of the monomer. Therefore the observed rate constant of

4 was determined from the first 192 h (Figure 3b) using the zero-order rate equation:

[M] = [M]o - kobst Equation 3.2

12
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Figure 3. Conversion of (4) during bulk polymerization conducted at 22 °C with BnOH as the
initiator and DPP as the catalyst at a 200:1:1 monomer:initiator:catalyst ratio. Plot (A) shows the
polymerization over the entire duration which the reaction was monitored and plot (B) shows the
first 192 h of polymerization.
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Overall, we observed the rate of polymerization (kobs) of 4 to be two orders of magnitude
slower than 6 and 7 and an order of magnitude slower than 8 (Table 1). Assuming that the rate-
determining step in the ROP of lactones is cleavage of the C-O ester bond, we hypothesize that the
proximity of the methyl substituent to the carbonyl group in 4 and 8 hinders the nucleophilic attack
of the hydroxyl end group of a polymer chain. Furthermore, ring opening of 4 and 8 results in a
secondary alcohol as the propagating end group, which may itself be sterically hindered and thus
slow to react with other monomer units. These steric arguments offer a rationale for the slower
kinetics observed for 4 and 8 in comparison to unsubstituted o-valerolactone (6) and B-methyl-o-
valerolactone (7). In the case of 4, an additional carbonyl group is present (the P-acetoxy
substituent) in the monomer structure. Under the assumption of an activated monomer mechanism
(AMM) for the polymerization of lactones,* activation of the B-acetoxy carbonyl by DPP would
be unproductive for propagation. In conjunction with the steric arguments presented for the methyl
substituent in proximity to the ester carbonyl, the competitive nature of unproductive activation of
the B-acetoxy carbonyl can rationalize the very slow polymerization rates observed for 4 compared

to the monosubstituted d-valerolactones 7 and 8.
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CONCLUSIONS

In summary, this report demonstrates the successful ring opening polymerization of a
disubstituted d-valerolactone, B-acetoxy-d-methylvalerolactone (4), derived from the emerging
renewable platform chemical triacetic acid lactone. Using DPP as the organocatalyst the
polymerization of 4 was observed to reach an equilibrium monomer conversion of 45% under
ambient conditions. Differential scanning calorimetry analysis of a 10 kDa sample of poly(4)
indicated the 7y of the resultant polyester to be 25 °C, a promising result for future materials
applications. While a racemic mixture of 4 was used in this study, the influence of using an
enantiomerically pure sample for polymerization on the 7y of the resultant polyester is under future
consideration. The exclusive polymerization of either enantiomer (i.e. RS or SR) would yield a
polymer with an isotactic sequence, which can lead to an increase the 7 of the material and may
also impart a certain degree of crystallinity.*>>* We established the kinetic and thermodynamic
parameters for the polymerization of (4), and the results suggest that the polymerization of 6-
valerolactones becomes increasingly exothermic and entropically disfavored with an increasing
degree of substitution. Future studies are focused on assessing the mechanical properties of
poly(4), as well as discovering other disubstituted 6-valerolactones derived from TAL that can be

polymerized.

AUTHOR INFORMATION

Corresponding Author

*E-mail: treineke@umn.edu, wbtolman@wustl.edu

Notes

The authors declare no competing financial interest.

15


mailto:treineke@umn.edu
mailto:wbtolman@wustl.edu

ACKNOWLEDGMENT

This work was supported by the National Science Foundation under the Center for Sustainable
Polymers (CHE-1901635). Any opinions, findings, and conclusions or recommendations
expressed in this material are those of the author(s) and do not necessarily reflect the views of

the National Science Foundation.

16



REFERENCES

(1)

)

€)

(4)

©)

(6)

(7

(8)

)

(10)

(11)

Hopewell, J.; Dvorak, R.; Kosior, E. Plastics Recycling: Challenges and Opportunities.
Philosophical Transactions of the Royal Society B: Biological Sciences. 2009.

Van Der Ploeg, F. Natural Resources: Curse or Blessing? Journal of Economic Literature.
2011.

Weisz, P. B. Basic Choices and Constraints on Long-Term Energy Supplies. Phys. Today
2004, 47 (7), 47-52.

Zhu, Y.; Romain, C.; Williams, C. K. Sustainable Polymers from Renewable Resources.
Nature 2016, 540, 354-362.

Schneiderman, D. K.; Hillmyer, M. A. 50th Anniversary Perspective: There Is a Great
Future in Sustainable Polymers. Macromolecules 2017.

Fagnani, D. E.; Tami, J. L.; Copley, G.; Clemons, M. N.; Getzler, Y. D. Y. L.; McNeil, A.
J. 100th Anniversary of Macromolecular Science Viewpoint: Redefining Sustainable
Polymers. ACS Macro Lett. 2021.

Collie, J. N. The Lactone of Triacetic Acid. J. Chem. Soc., Trans. 1891, 59, 607-617.
Obydennov, D. L.; El-Tantawy, A. I.; Sosnovskikh, V. Y. Triacetic Acid Lactone as a
Bioprivileged Molecule in Organic Synthesis. Mendeleev Communications. 2019.

Shanks, B. H.; Keeling, P. L. Bioprivileged Molecules: Creating Value from Biomass.
Green Chem. 2017, 19 (14), 3177-3185.

Xie, D.; Shao, Z.; Achkar, J.; Zha, W.; Frost, J. W.; Zhao, H. Microbial Synthesis of
Triacetic Acid Lactone. Biotechnol. Bioeng. 2006, 94 (4), 727-736.

Goel, A.; Ram, V. J. Natural and Synthetic 2H-Pyran-2-Ones and Their Versatility in

17



(12)

(13)

(14)

(15)

(16)

(17)

(18)

Organic Synthesis. Tetrahedron 2009, 65 (38), 7865-7913.

Eckermann, S.; Schroder, G.; Schmidt, J.; Strack, D.; Edrada, R. A.; Helariutta, Y.; Elomaa,
P.; Kotilainen, M.; Kilpeldinen, 1.; Proksch, P.; et al. New Pathway to Polyketides in Plants.
Nature 1998, 396, 387-390.

Tang, S. Y.; Qian, S.; Akinterinwa, O.; Frei, C. S.; Gredell, J. A.; Cirino, P. C. Screening
for Enhanced Triacetic Acid Lactone Production by Recombinant Escherichia Coli
Expressing a Designed Triacetic Acid Lactone Reporter. J. Am. Chem. Soc. 2013, 153 (27),
10099-10103.

Cardenas, J.; Da Silva, N. A. Metabolic Engineering of Saccharomyces Cerevisiae for the
Production of Triacetic Acid Lactone. Metab. Eng. 2014, 25, 194-203.

Saunders, L. P.; Bowman, M. J.; Mertens, J. A.; Da Silva, N. A.; Hector, R. E. Triacetic
Acid Lactone Production in Industrial Saccharomyces Yeast Strains. J. Ind. Microbiol.
Biotechnol. 2015, 42 (5), 711-721.

Yu, J.; Landberg, J.; Shavarebi, F.; Bilanchone, V.; Okerlund, A.; Wanninayake, U.; Zhao,
L.; Kraus, G.; Sandmeyer, S. Bioengineering Triacetic Acid Lactone Production in
Yarrowia Lipolytica for Pogostone Synthesis. Biotechnol. Bioeng. 2018, 115 (9), 2383—
2388.

Markham, K. A.; Palmer, C. M.; Chwatko, M.; Wagner, J. M.; Murray, C.; Vazquez, S.;
Swaminathan, A.; Chakravarty, I.; Lynd, N. A.; Alper, H. S. Rewiring Yarrowia Lipolytica
toward Triacetic Acid Lactone for Materials Generation. Proc. Natl. Acad. Sci. 2018, 115
(9),2096-2101.

Li, Y.; Qian, S.; Dunn, R.; Cirino, P. C. Engineering Escherichia Coli to Increase Triacetic

Acid Lactone (TAL) Production Using an Optimized TAL Sensor-Reporter System. J. Ind.

18



(19)

(20)

21)

(22)

(23)

(24)

(25)

(26)

27

(28)

Microbiol. Biotechnol. 2018, 45 (9), 789-793.

Sajjad, H.; Tolman, W. B.; Reineke, T. M. Block Copolymer Pressure-Sensitive Adhesives
Derived from Fatty Acids and Triacetic Acid Lactone. ACS Appl. Polym. Mater. 2020, 2,
2719 —2728.

Kamber, N. E.; Jeong, W.; Waymouth, R. M.; Pratt, R. C.; Lohmeijer, B. G. G.; Hedrick, J.
L. Organocatalytic Ring-Opening Polymerization. Chem. Rev. 2007, 107, 5813 — 5840.
Nuyken, O.; Pask, S. D. Ring-Opening Polymerization-An Introductory Review. Polymers
2013, 5, 361 — 403.

Dubois, P.; Coulembier, O.; Raquez, J. M. Handbook of Ring-Opening Polymerization;
2009.

Olsén, P.; Odelius, K.; Albertsson, A. C. Thermodynamic Presynthetic Considerations for
Ring-Opening Polymerization. Biomacromolecules 2016, 17, 699 — 709.

Duda, A.; Kowalski, A.; Libiszowski, J.; Penczek, S. Thermodynamic and Kinetic
Polymerizability of Cyclic Esters. Macromolecular Symposia 2005, 224, 71 — 84.
Schneiderman, D. K.; Hillmyer, M. A. Aliphatic Polyester Block Polymer Design.
Macromolecules 2016, 49, 2419 — 2428.

Fahnhorst, G. W.; Hoye, T. R. A Carbomethoxylated Polyvalerolactone from Malic Acid:
Synthesis and Divergent Chemical Recycling. ACS Macro Lett. 2018, 7, 143 — 147.
Fahnhorst, G. W.; De Hoe, G. X.; Hillmyer, M. A.; Hoye, T. R. 4-Carboalkoxylated
Polyvalerolactones from Malic Acid: Tough and Degradable Polyesters. Macromolecules
2020, 53,3194 - 3201

Xu, S.; Wang, Y.; Hoye, T. R. Poly(4-Ketovalerolactone) from Levulinic Acid: Synthesis

and Hydrolytic Degradation. Macromolecules 2020, 53, 3194 —3201.

19



(29)

(30)

G

(32)

(33)

(34)

(35)

(36)

(37)

(38)

Chia, M.; Schwartz, T. J.; Shanks, B. H.; Dumesic, J. A. Triacetic Acid Lactone as a
Potential Biorenewable Platform Chemical. Green Chem. 2012, 14 (7), 1850—1853.

Chia, M.; Haider, M. A.; Pollock, G.; Kraus, G. A.; Neurock, M.; Dumesic, J. A.
Mechanistic Insights into Ring-Opening and Decarboxylation of 2-Pyrones in Liquid Water
and Tetrahydrofuran. J. Am. Chem. Soc. 2013, 135 (15), 5699-5708.

Hoye, T. R.; Hanson, P. R.; Vyvyan, J. R. A Practical Guide to First-Order Multiplet
Analysis in 1H NMR Spectroscopy. J. Org. Chem. 1994. 59, 4096 — 4103.

Hoye, T. R.; Zhao, H. A Method for Easily Determining Coupling Constant Values: An
Addendum to “a Practical Guide to First-Order Multiplet Analysis in 1H NMR
Spectroscopy.” J. Org. Chem. 2002, 67, 4014 —4016.

Brandinge, S.; Fiarnbdack, M.; Leijonmarck, H.; Sundin, A. Highly Diastereoselective
Hydrogenations Leading to 3-Hydroxy 6-Lactones in Hydroxy-Protected Form. A Modified
View of 6-Lactone Conformations. J. Am. Chem. Soc. 2003, 125, 11942 — 11955.

Héusler, J. Synthese von Rac-Detoxinin. Liebigs Ann. der Chemie 1983, 6, 982 — 992.
Bennett, F.; Knight, D. W.; Fenton, C. Methyl (3R)-3-Hydroxyhex-5-Enoate as a Precursor
to Chiral Mevinic Acid Analogues. J. Chem. Soc. Perkin Trans. 1991, 133 — 140.
Makiguchi, K.; Satoh, T.; Kakuchi, T. Diphenyl Phosphate as an Efficient Cationic
Organocatalyst for Controlled/Living Ring-Opening Polymerization of 6-Valerolactone and
g-Caprolactone. Macromolecules 2011, 44, 1999 — 2005.

Williams, C. K.; Breyfogle, L. E.; Choi, S. K.; Nam, W.; Young, V. G.; Hillmyer, M. A_;
Tolman, W. B. A Highly Active Zinc Catalyst for the Controlled Polymerization of Lactide.
J. Am. Chem. Soc. 2003, 125, 11350 — 11359.

Macaranas, J. A.; Luke, A. M.; Mandal, M.; Neisen, B. D.; Marell, D. J.; Cramer, C. J,;

20



(39)

(40)

(41)

(42)

(43)

(44)

(45)

(46)

(47)

Tolman, W. B. Sterically Induced Ligand Framework Distortion Effects on Catalytic Cyclic
Ester Polymerizations. /norg. Chem. 2018, 57, 3451 — 3457.

Luke, A. M.; Peterson, A.; Chiniforoush, S.; Mandal, M.; Popowski, Y.; Sajjad, H.;
Bouchey, C. J.; Shopov, D. Y.; Graziano, B. J.; Yao, L. J.; Cramer, C. J.; Reineke, T. M.;
Tolman; W. B. Mechanism of Initiation Stereocontrol in Polymerization of Rac-Lactide by
Aluminum Complexes Supported by Indolide-Imine Ligands. Macromolecules 2020, 53,

1809 — 1818.

Batiste, D. C.; Meyersohn, M. S.; Watts, A.; Hillmyer, M. A. Efficient Polymerization of
Methyl-e-Caprolactone  Mixtures to Access Sustainable Aliphatic Polyesters.
Macromolecules 2020, 53, 1795 — 1808.

Garlotta, D. A Literature Review of Poly(Lactic Acid). J. Polym. Environ. 2001, 9, 63 — 84.
Gilding, D. K.; Reed, A. M. Biodegradable Polymers for Use in Surgery-
Polyglycolic/Poly(Actic Acid) Homo- and Copolymers: 1. Polymer 1979, 20, 1459 — 1464.

Labet, M.; Thielemans, W. Synthesis of Polycaprolactone: A Review. Chem. Soc. Rev.
2009, 38, 3484 — 3504.

Aubin, M.; Prud’homme, R. E. Preparation and Properties of Poly(Valerolactone). Polymer

1981.

Hong, M.; Chen, E. Y. X. Completely Recyclable Biopolymers with Linear and Cyclic
Topologies via Ring-Opening Polymerization of y-Butyrolactone. Nat. Chem. 2016, &8, 42
—49.

Hillmyer, M. A.; Tolman, W. B. Aliphatic Polyester Block Polymers: Renewable,
Degradable, and Sustainable. Acc. Chem. Res. 2014, 47, 2390-2396.

van’t Hoff, M. J. H. Etudes de Dynamique Chimique. Recl. des Trav. Chim. des Pays-Bas

21



1884.

(48) Basko, M.; Kubisa, P. Cationic Copolymerization of e-Caprolactone and L,L-Lactide by an
Activated Monomer Mechanism. J. Polym. Sci. Part A Polym. Chem. 2006, 44, 7071 —
7081.

(49) Pang, X.; Zhuang, X.; Tang, Z.; Chen, X. Polylacic Acid (PLA): Research, Development
and Industrialization. Biotechnology Journal 2010, 5, 1125 — 1136.

(50) Saeidlou, S.; Huneault, M. A.; Li, H.; Park, C. B. Poly(Lactic Acid) Crystallization.

Progress in Polymer Science 2012, 37, 1657 — 1677.

TOC Graphic:

e Lol

triacetic acid lactone + enantiomer
bio-based 1 l/ catalyst

feedstocks
OAc CH,
H

o
©/\O o
n

22



	INTRODUCTION
	RESULTS AND DISCUSSION
	CONCLUSIONS

