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Blended vinylogous urethane/urea vitrimers
derived from aromatic alcohols†
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Vitrimers belong to the class of covalent adaptable networks and are cross-linked polymers, which

undergo dynamic, associative exchange reactions under thermal treatment, making these networks per-

manent as well as dynamic. In this work a feasible synthesis route for the acetoacetylation of aromatic

alcohols, which expands the selection of acetoacetate monomers for the synthesis of vitrimers, is intro-

duced. Bisphenol-A, resorcin, 2,7-naphthalenediol and 1,1,1-tris(4-hydroxyphenyl)ethane are chosen as

examples for commercially relevant di- and trifunctional alcohols used for countless applications, e.g.

epoxy resins, phenolic resins and polyester-networks, which are in general not reprocessable. In contrast,

aromatic alcohols provide the basis for the prepared vitrimers, representing a reprocessable alternative to

the established materials. Model studies are conducted to enlighten the undergoing condensation, substi-

tution and transamination reactions in the emerging vinylogous urethane/urea mixtures, investigating

solvent and catalyst effects and determining activation energies. Utilizing the findings from the model

studies for the preparation of vitrimers, 16 elastomeric and thermosetting blended poly(vinylogous

urethane/urea) networks are prepared by bulk/solvent polymerization, showing short stress-relaxation

times of up to 0.7 s at 130 °C and activation energies of ca. 45–150 kJ mol−1 with a broad range of

material properties. Moreover, the materials show remarkable reprocessing, reshaping, shape-memory

and self-healing properties.

Introduction

The outstanding properties of thermosets with respect to their
mechanical stability and chemical resistance make this class
of polymers attractive for various applications. However, ther-
mosets cannot be reprocessed or recycled due to their perma-
nent cross-linked networks.1–3 For this reason, a great deal of
focus has been placed on the field of chemically and physically
robust, but still reprocessable polymer networks over the last
few decades. The use of reversible covalent bonds within
polymer networks enables a dynamic reorganization of cross-
linking points and leads to a macroscopic flow behavior of the
material without a permanent change in the physical or
chemical properties. Polymers with covalently exchangeable
bonds are assigned to the class of covalent adaptable networks
(CANs) and classified according to the underlying associative,
dissociative, or concerted exchange mechanism.4–10

Considering CANs based on an associative exchange mecha-

nism, the number of cross-linking points always remains con-
stant during the rearrangement process, providing permanent
and dynamic polymer networks at the same time.11–13

In 2011, Leibler and co-workers established a novel class of
CANs by adding a suitable transesterification catalyst to poly-
ester-based networks. The thermally activated, catalytic trans-
esterification reaction based on an associative exchange
mechanism resulted in permanent polyester/polyol networks
that showed an astonishing viscosity decrease upon heating,
while maintaining a cross-linked polymer network. Hence,
Leibler invented the name “vitrimers” for this novel subcate-
gory of thermosetting polymers.14–16 Since this initial finding,
various dynamic covalent exchange mechanisms, e.g. transcar-
bonation,17 transalkylation,18 transcarbamoylation,19,20 thiol–
disulfide exchange,21 trans-N-alkylation,22 transamination23–25

and transimination reactions26 have been investigated and
applied with innumerable molecules, oligomers or modified
polymers.11,22,27–31 In 2014, Du Prez, Leibler and co-workers
examined vinylogous amide-type enamine-one species as a
suitable covalent dynamic bond for vitrimers, which are syn-
thesized by the condensation reaction of primary amines and
acetoacetates.24 This bond can be regarded as a vinylogous
urethane, stabilized by the vinylic bond and the conjugation
through the ester unit. In contrast to conventional urethane
bonds, the electrophilicity of vinylogous urethane bonds is
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highly increased, thus enabling thermally induced, dynamic
exchange reactions with primary amines.32,33

In this work, a synthetic route for the acetoacetylation of
aromatic alcohols as suitable raw materials for vinylogous
urethane vitrimers was investigated using 2,2,6-trimethyl-1,3-
dioxin-4-one (TMDO) as a reactant. In particular, the acetoace-
tylation of aromatic alcohols and the use of the prepared aro-
matic acetoacetates have not been described in the literature
for vitrimers which increases the number of possible reactants
multiple times. For example, phenol, bisphenol-A, resorcin,
2,7-naphthalenediol and 1,1,1-tris(4-hydroxyphenyl)ethane
were chosen as commercially accessible and broadly estab-
lished mono-, di-, and trifunctional reactants. Nowadays, these
aromatic alcohols are used for countless applications, e.g.
epoxy resins,34–36 phenolic resins (resorcinol),37–40

polyesters,41–46 dyes (fluorescein and eosin),47,48 medical diag-
nostics49 and other usages,50 which make them promising
candidates for the use of recyclable and reprocessable polymer
networks. Moreover, we introduce 2,7-naphthalenediol and
1,1,1-tris(4-hydroxyphenyl)ethane as less toxic alternatives to
the widely established toxic and carcinogenic bisphenol-A and
resorcin-based polymers, which are increasingly being avoided
and replaced by industry.51–56

The condensation and substitution reactions of the pre-
pared aromatic acetoacetates with aliphatic primary amines
lead to the formation of blended vinylogous urethane and
vinylogous urea compounds, which both undergo thermally
induced exchange reactions, thus representing the required
dynamic covalent bonds for vitrimers. Model studies are con-
ducted to enlighten the undergoing condensation, substi-
tution and exchange reactions in the emerging vinylogous
urethane/urea mixtures, investigate the solvent or catalyst
effects and compare the activation energies. Utilizing the find-
ings from the model studies for the preparation of vitrimers,
16 elastomeric and thermosetting blended poly(vinylogous
urethane/urea) networks have been prepared and characterized
in terms of their material properties and remarkable reshap-
ing, reprocessing, shape-memory and self-healing properties.

Results and discussion
Synthesis of aromatic acetoacetates

According to the literature, the established synthetic route for
the acetoacetylation of various aliphatic alcohols was carried
out with tert-butylacetoacetate (t-buacac).24,25,57 However,
another synthesis route using TMDO is described for mono-
functional aliphatic and aromatic alcohols (basic organic
chemistry) in the literature and turned out to proceed in a
much more efficient way for aromatic alcohols, thus enabling
aromatic acetoacetates to be used as suitable monomers for
this type of vitrimer.58–61 In both synthetic routes the thermal
dissociation of the reactant into a highly reactive, electrophilic
acetylketene is the crucial step for acetoacetylation with the
corresponding nucleophile (Fig. S1, ESI†). TMDO undergoes a
retro-Diels Alder reaction at elevated temperatures (>110 °C),

thus releasing the reactive acetylketene and acetone, with
acetone being removed by distillation. In comparison, the
established acetoacetylation with t-buacac proceeds by dis-
sociation into the same reactive acetylketene and tert-butanol.
Due to the delocalized electrons, aromatic alcohols show sig-
nificantly lower nucleophilicity in comparison to aliphatic
alcohols. Experiments showed that the acetoacetylation of aro-
matic alcohols with t-buacac proceeds slowly with low conver-
sions and emerging byproducts after a long time of stirring at
high temperatures, while the synthesis could not be signifi-
cantly improved by changing the solvent, temperature, reaction
time, and reactant concentration, or even using a catalyst.
Nevertheless, the desired di- and trifunctional acetoacetate
products may be isolated by complicated and time-consuming
purification steps. In contrast, the use of TMDO instead of
t-buacac enables a fast and selective acetoacetylation at 135 °C
in xylene after 45 min. Obviously, in the dissociation step, the
backward reaction of the byproducts or the removal of acetone
proceeds more efficiently. The synthetic route using TMDO
works for aliphatic alcohols as well but does not offer any
major advantages compared to the established synthesis route
using t-buacac. Since the reaction times are significantly
increased for aromatic alcohols, the acetoacetylation using

Fig. 1 Representation of the synthesized acetoacetate monomers
phenyl-3-oxobutanoate (PH), 1,3-phenylene bis(3-oxobutanoate) (RE),
naphthalene-2,7-diyl bis(3-oxobutanoate) (NDO), propane-2,2-diylbis
(4,1-phenylene) bis(3-oxobutanoate) (BPA) and ethane-1,1,1-triyltris
(benzene-4,1-diyl) tris(3-oxobutanoate) (THPE).
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TMDO represents an effective synthesis route, which allows
easy access to aromatic acetoacetates (Fig. S1, ESI†).

Herein, the aromatic alcohols phenol, bisphenol-A, resorcin,
2,7-naphthalenediol and 1,1,1-tris(4-hydroxyphenyl)ethane were
used as raw materials for the mono-, di-, and trifunctional
monomers phenyl-3-oxobutanoate (PH), 1,3-phenylene-bis(3-
oxobutanoate) (RE), naphthalene-2,7-diyl-bis(3-oxobutanoate)
(NDO), propane-2,2-diylbis(4,1-phenylene)-bis(3-oxobutanoate)
(BPA) and ethane-1,1,1-triyltris(benzene-4,1-diyl)-tris(3-oxo-
butanoate) (THPE) (Fig. 1). The synthesized acetoacetate mono-
mers were characterized by Attenuated-total-reflection-Fourier-
transform infrared (ATR-FT-IR) spectroscopy (Fig. S2, ESI†),
1H/13C nuclear magnetic resonance (NMR) spectroscopy
(Fig. S3, ESI†) and mass spectrometry (MS) (Fig. S4, ESI†).

Model studies – condensation, substitution and exchange
reactions

In order to investigate the characteristic condensation, substi-
tution and exchange reactions, model studies with monofunc-
tional reactants have been carried out. In the following text
and illustrations, the vinylogous urethane (VUT) and vinylo-
gous urea (VUA) compounds are abbreviated with the respect-
ive substituent on each side of the dynamic covalent bonds
(Phe = phenyl, Hex = hexyl, Bz = benzyl, and AcAc = acetoace-
tate, e.g.: Phe-VUT-Hex). Aliphatic acetoacetates undergo a
selective condensation reaction with primary amines to give a
vinylogous urethane.24,62 However, aromatic acetoacetates
show a different reaction behavior due to their variant electron
configuration. For the model study, phenylacetoacetate (PH)
was mixed with an excess of hexylamine (2 equivalents) in
chloroform at room temperature to give the vinylogous
urethane phenyl-3-(hexylamino)but-2-enoate (Phe-VUT-Hex)
(Fig. 2). Characterization by 1H/13C NMR spectroscopy,
ATR-FT-IR spectroscopy and MS showed the formation of the
vinylogous urethane with the characteristic chemical shifts

(Fig. S5, ESI†), the typical conjugated CvO ester band
(1663 cm−1) and CvC band (1606 cm−1) (Fig. S6, ESI†) and
the molecular ion peak m/z = 262.181 (M+ + 1) (Fig. S7, ESI†).
In addition, the spectra showed the temporary formation of
the acetoacetamide Hex-VUA-AcAc, since the ester group of the
aromatic acetoacetates is sufficiently electrophilic to undergo a
substitution reaction with the nucleophilic hexylamine.
Subsequently, the acetoacetamide undergoes a fast conden-
sation reaction with another hexylamine, giving the vinylogous
urea compound Hex-VUA-Hex together with Phe-VUT-Hex
(1H NMR, MS, and ATR-FT-IR, Fig. S8–S10, ESI†). This is
proven by individual reference measurements of the pure viny-
logous urea compound Hex-VUA-Hex (1H/13C NMR, MS, and
ATR-FT-IR, Fig. S11–14, ESI†). In this way two dynamic
covalent bonds were synthesized simultaneously with an
approximate proportion of 37% vinylogous urethane and 63%
vinylogous urea products, respectively.

Due to the significantly lower electrophilicity of the conju-
gated CvO ester bond of the vinylogous urethane, this bond is
resistant to further substitution reactions with free hexyla-
mine, while the CvC bond enables dynamic covalent
exchange reactions. Thus, mixtures of vinylogous urethane/
urea compounds and pendant free amines could be obtained.
In general, the nucleophilicity of the amines highly depends
on solvation, steric hindrance or coordinating effects and can
be adjusted by solvents, catalysts or other additives.63–65 For
example, the aromatic amine aniline undergoes a more selec-
tive condensation reaction, producing mainly the vinylogous
urethane compound Phe-VUT-Phe (67%)(Fig. S15, ESI†),
proved by reference measurements (1H/MS and ATR-FT-IR,
Fig. S16–21, ESI†).

Moreover, experiments showed that the ratio of the emerging
vinylogous urethane and vinylogous urea products can be
adjusted by the solvent (dimethyl sulfoxide (DMSO), benzene,
and chloroform) (1H NMR, Fig. S22, ESI†) and/or acetic acid as a

Fig. 2 Schematic representation of the condensation and substitution reactions of aromatic acetoacetates and aliphatic primary amines. The
nucleophilic attack can either occur at the keto group, producing a vinylogous urethane, or at the ester unit, producing an acetoacetamide and viny-
logous urea. Both types represent dynamic covalent bonds, which undergo fast exchange reactions with free primary amines at elevated tempera-
tures in the absence of a catalyst. For the model studies phenylacetoacetate, hexylamine and benzylamine have been used.
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catalyst (Fig. 3) (1H NMR, Fig. S23, ESI†). Available protons pro-
tonate the keto group of the acetoacetate and increase the elec-
trophilicity, which shifts the ratio to the vinylogous urethane
products and allows a selective conversion by using a sufficient
amount of acetic acid. Furthermore, the conversion rates are
highly increased by the addition of some acetic acid, while a
higher amount of acetic acid slowed down the reaction and
finally totally inhibited it due to the protonation of all nucleo-
philic amines (Fig. S24, ESI†). In comparison, the condensation
reaction of the aliphatic methylacetoacetate and hexylamine
selectively yields the vinylogous urethane compound in all con-
sidered solvents and acetic acid as a catalyst.62 In addition, the
characteristic exchange reactions of the vinylogous urethane and
vinylogous urea compounds with pendant free amines were
investigated and compared in terms of their activation energies
(Fig. 4). For this, an excess of four equivalents of a different
amine-type were added to the vinylogous urethane/vinylogous
urea mixture to ensure a pseudo first order decay during the
beginning of the exchange reaction (eqn (S1), ESI†). The vinylo-
gous urethane exchange was monitored at 70, 90 and 110 °C,
while the vinylogous urea exchange was monitored at 12, 22 and
32 °C (schematic overview of the used compounds, Fig. S25,
ESI†). By plotting the rate constant (ln k) against the reciprocal
temperature (1/K), the activation energies can be calculated from
the slope of the linear fit. 1H NMR spectra show the exchange of
benzyl- and hexylamine during the exchange reaction. Regarding
the vinylogous urethanes the spectra show a shift of the charac-
teristic vinylic proton at 4.68 ppm (Phe-VUT-Bz) to 4.58 ppm
(Phe-VUT-Hex) (Fig. S26, ESI†). The vinylogous urea compounds
show a shift of the characteristic NH protons at 8.93 ppm (Hex-

VUA-Hex) and 9.39 ppm (Hex-VUA-Bz) after the exchange reac-
tion (Fig. S27, ESI†). ATR-FT-IR spectra did not show significant
shifts of the characteristic CvO ester, CvO amide or CvC
bands after the exchange reaction (Fig. S28, ESI†). An activation
energy of 64.7 ± 8.1 kJ mol−1 was calculated for the aromatic
vinylogous urethane exchange, while 52.2 ± 4.8 kJ mol−1 was cal-
culated for the vinylogous urea exchange (Fig. 4). In addition,
the activation energy for the exchange of aliphatic vinylogous
urethanes synthesized by methylacetoacetate and hexylamine
was determined and a similar activation energy of 64.5 ± 10.3
kJ mol−1 was obtained (Fig. S29, ESI†). The results were sup-
ported by comparing the expected exchange products with indi-
vidual reference compounds (1H/13C NMR, MS, and ATR-FT-IR,
Fig. S30–S32, ESI†). Furthermore, the calculated values are in
good agreement with the values reported in the literature and
point out that aromatic and aliphatic vinylogous urethanes show
similar activation energies.24,25

Blended poly(vinylogous urethane/urea) networks

In this work four different di- and trifunctional acetoacetate
monomers, used for the condensation/substitution reactions
with trifunctional primary amines, are introduced. Jeffamine-
T403 (JA) and tris(2-aminoethyl)amine (TREN) have been used
as trifunctional cross-linking agents (Fig. 5). TREN has already
been established as a suitable cross-linker for vinylogous
urethane vitrimers and other vitrimer-types.24,57,66,67

Furthermore, JA is a commercial, trifunctional amine based on
poly(propylene oxide), which is used as a cross-linker in
several industrial applications, especially epoxy resins.

Moreover, JA has been of interest to scientific basic research
in terms of epoxy chemistry, composite materials, and other
applications, serving as an alternative as a less toxic cross-
linker than the highly toxic TREN.68–73 The monomers were

Fig. 4 Calculation of the activation energies from the slope of the linear
fit by plotting ln k against the reciprocal temperature. The activation ener-
gies of aromatic and aliphatic vinylogous urethanes show comparable
values of 64.5 ± 10.3 kJ mol−1 and 64.7 ± 8.1 kJ mol−1. The vinylogous
urea compounds show an activation energy of 52.2 ± 4.8 kJ mol−1.

Fig. 3 Ratio of the vinylogous urethane and vinylogous urea com-
pounds resulting from the condensation and substitution reactions of
phenylacetoacetate and hexylamine in different solvents/bulk and with
different amounts of acetic acid. The ratio can be shifted to a selective
formation of either the vinylogous urethane or the vinylogous urea
compound.

Polymer Chemistry Paper

This journal is © The Royal Society of Chemistry 2022 Polym. Chem., 2022, 13, 946–958 | 949

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 0

1 
Ja

nu
ar

y 
20

22
. D

ow
nl

oa
de

d 
on

 5
/8

/2
02

5 
5:

03
:1

8 
A

M
. 

 T
hi

s 
ar

tic
le

 is
 li

ce
ns

ed
 u

nd
er

 a
 C

re
at

iv
e 

C
om

m
on

s 
A

ttr
ib

ut
io

n-
N

on
C

om
m

er
ci

al
 3

.0
 U

np
or

te
d 

L
ic

en
ce

.
View Article Online

http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d1py01237a


mixed at 80 °C in a bulk reaction (with and without acetic
acid) until an opaque, homogeneous mass was obtained. A
solvent-based polymerization was carried out in chloroform.
Herein, the solvent was slowly evaporated at room temperature
until gelation of the vitrimers occurred. Next, the vitrimers
were cured in vacuo for 20 h at 100 °C to complete the curing
process and to remove excess water/acetic acid from the con-
densation reaction. Afterwards, the vitrimers were post-cured
at 150 °C for 1 h and hot-pressed at 150 °C to obtain 1 mm
thick films. The stoichiometry of the functional groups and
the degree of cross-linking are important factors in the pre-
pared poly(vinylogous urethane/urea) networks. The avail-
ability of free primary amine groups accelerates the reorganiz-
ation process due to exchange reactions within the network.
Nevertheless, the network topology is affected by synthesizing
a material with an excess of amines, which implies working
under non-stoichiometric conditions. Therefore, a compro-
mise between the rearrangement rate and resilient network
integrity must be made. In addition, the ratio of the emerging
vinylogous urethane/urea compounds determines the required
amount of amines (R) and can be estimated from the results of
the model study. Furthermore, the choice of the monomer
backbone is a decisive factor, since it determines the spatial
arrangement of the polymer network and thus has a strong
influence on the exchange rate and mechanical properties.24,27

As discussed in the model study, blended poly(vinylogous
urethane/urea) networks were synthesized simultaneously,
containing two dynamic covalent bond types at the same time
(Fig. 5). Because of that, acetoacetate to amine ratios (R) with
an excess of amines (R = 0.5, 0.7, and 0.9) were set to ensure
sufficient amine groups for the condensation, substitution,
and exchange reactions depending on the polymerization con-
ditions (with or without acetic acid). By performing that, 16
vitrimers were polymerized, providing new materials with a
broad range of properties. The used monomers, compositions
and the measurement results of differential scanning calori-
metry (DSC), thermogravimetric analysis (TGA), dynamic
mechanical analysis (DMA), and tensile tests as well as the cal-
culated activation energies (Ea) are summarized in Table 1.

ATR-FT-IR spectra show the disappearance of the character-
istic CvO ester and CvO ketone bands of the acetoacetate
monomers after the polymerization (Fig. 6) (Fig. S33, ESI†).
The vitrimers show the characteristic CvC band (1610 cm−1)
and CvO ester band (1664 cm−1) of the vinylogous urethane
bonds as well as the CvC band (1593 cm−1) and CvO amide
band (1616 cm−1) of the vinylogous urea bonds, proving the
formation of the blended poly(vinylogous urethane/urea) net-
works (all spectra, Fig. S34, ESI†). Nevertheless, the spectra
show several overlapping bands, which lead back to the aro-
matic CvC stretching bands of the conjugated phenylic rings
(1587–1605 cm−1) and free primary amine groups (1591 cm−1)
in the same area. The reference spectra of the individual
model compounds support these findings by measuring
similar bands (Fig. S6–S12, ESI†). Furthermore, a qualitative
shift regarding the vinylogous urethane/urea bond ratios could
be observed, using acetic acid as an additional catalyst and/or
carrying out a controlled polymerization in chloroform. As
shown in the model study, this shifts the ratio towards the
vinylogous urethane bonds. IR spectra support this finding by
measuring the increased CvO ester band (1664 cm−1) (Fig. 6).
Nevertheless, it is not possible to determine exact ratios from
the spectra.

Thermogravimetric analysis of the materials showed
thermal degradation temperatures of 222–290 °C (5% mass
loss) at ambient atmosphere (Fig. S35, ESI†). Relating the
results to the values of vinylogous urethane vitrimers
described in the literature (230–280 °C), the prepared blended
vitrimers showed similar degradation temperatures.27 The
glass transition temperatures of the vitrimers have differed sig-
nificantly by using various acetoacetate to amine ratios, cross-
linking agents or acetoacetate backbones. With this, elasto-
meric and thermosetting vitrimers with Tg values between 11
and 73 °C could be prepared. In particular, the use of JA
enabled low Tg, partially elastomeric vitrimers, while the use
of TREN led exclusively to thermosetting vitrimers. By using
additional acetic acid (ratio shifted to vinylogous urethane
bonds) the materials show higher glass transition tempera-
tures (Fig. S36, ESI†). Temperature-dependent DMA measure-

Fig. 5 Representation of the used di- and trifunctional acetoacetate and amine monomers and the resulting network structure, containing vinylo-
gous urethane bonds, vinylogous urea bonds, and free aliphatic amine- and aromatic hydroxy groups.
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ments showed maximum storage moduli (G′) of 0.10–0.81 GPA
at 20 °C and rubbery plateaus of 0.12–2.05 MPA at 150 °C,
measured within the linear viscoelastic regime, so that the
storage modulus G′ and the loss modulus G″ were independent
of strain (ω = 10 rad s−1 and y = 0.1%) (Fig. S37, ESI†). In
addition, the materials displayed stress-relaxation times of
0.7–3193 s at 130 °C, measured by a torsional deformation of
1% (Fig. S38, ESI†).

Moreover, the cross-linking agents JA and TREN, polymer-
ized with BPA (R = 0.5), were compared in terms of the
material properties. Interestingly, VU-BPATREN, 0.5 shows
significantly shorter stress-relaxation times of 0.7 s at 130 °C
compared to VU-BPAJA, 0.5 with 58 s at 130 °C, even if
VU-BPATREN, 0.5 showed a significantly higher Tg (JA: 33 °C and
TREN: 68 °C) (Fig. 7). Reasons for this might be the closer
spatial arrangement of the functional groups regarding
the network with the small molecule TREN in comparison to
the bulkier molecule JA as well as a higher nucleophilicity of
the terminal primary amine groups of TREN in comparison to
the sterically hindered isopropyl-terminated primary amine
groups of JA. The activation energies were calculated by using
Maxwell’s model for viscoelastic fluids and an Arrhenius law
(eqn (S2), ESI†). Therefore, stress-relaxation curves at different
temperatures (110–150 °C) were measured and normalized
(Fig. S38, ESI†).

Next, the logarithm of the stress-relaxation time at 37% of
the normalized stress-relaxation was plotted against 1000/T to
calculate the activation energy from the slope. Even if the
stress-relaxation times and Tg values differ significantly, the
calculated activation energies of the vitrimers BPATREN, 0.5 and
VU-BPAJA, 0.5 showed comparable values, which were 50.2
kJ mol−1 and 52.2 kJ mol−1, respectively (Fig. 8). The different
acetoacetate monomers RE, NDO, BPA and THPE were equally
cured with JA and compared in terms of the stress relaxation
times and calculated activation energies (Ea). The activation
energies were calculated in the range of 43.8–54.8 kJ mol−1,
while higher activation energies of 55.5–149.7 kJ mol−1 were
determined when acetic acid was used during the synthesis.
This is reasonable because the catalyst shifts the ratio of

Table 1 Overview of the synthesized vitrimer compositions and characteristic properties measured by DSC, TGA, DMA and tensile test
measurements

Vitrimer Tg [°C] T95% [°C] τ130 °C [s] Ea [kJ mol−1] G′20 °C [GPa] G′150 °C [MPa] Et ∅ r.t. [MPa] σm∅ r.t. [MPa] εm∅ r.t. [%]

Bulk
VU-REJA, 0.5 27 244 79 43.8 ± 2.6 0.70 2.00 290 14.6 7.4
VU-REJA, 0.7 11 237 343 47.3 ± 2.5 0.10 0.43 5.0 5.60 340
VUH+-REJA, 0.9 32 222 686 55.5 ± 2.6 0.33 0.64 260 10.1 9.6
VU-NDOJA, 0.5 39 262 44 48.9 ± 2.4 0.42 1.70 1270 52.9 5.4
VU-NDOJA, 0.7 30 241 65 54.8 ± 5.9 0.77 0.80 350 31.1 6.5
VUH+-NDOJA, 0.9 43 253 36 79.6 ± 3.8 0.78 0.70 1150 50.0 5.4
VU-THPEJA, 0.5 45 290 133 46.4 ± 1.4 0.81 1.40 870 62.8 6.7
VU-THPEJA, 0.7 42 267 136 44.6 ± 2.8 0.33 0.42 1240 30.9 2.5
VUH+-THPEJA, 0.9 68 279 3193 149.7 ± 41.3 0.74 0.82 1540 20.3 1.8
VU-BPAJA, 0.5 33 260 58 52.2 ± 6.7 0.67 2.05 850 35.0 4.9
VU-BPAJA, 0.7 20 250 133 43.9 ± 10.6 0.47 0.25 320 12.5 5.9
VUH+-BPAJA, 0.9 48 258 275 97.9 ± 2.6 0.78 0.12 1160 5.20 0.5
VU-BPATREN, 0.5 68 244 0.7 50.2 ± 2.2 0.78 1.04 1100 33.6 2.7
VU-BPATREN, 0.7 73 242 1.2 59.9 ± 2.4 0.67 1.57 1450 12.7 1.2
Solvent-based
CFVUH+-BPAJA, 0.7 45 266 355 90.2 ± 6.9 0.63 0.32 920 7.8 1.3
CFVUH+-BPAJA, 0.9 57 269 814 149.5 ± 8.1 0.54 0.59 1170 53.0 4.6

The table shows the respective compositions of the vitrimers with the used acetoacetate monomers (RE, NDO, BPA or THPE), the used amine
monomers (JA or TREN), the acetoacetate to amine ratio R and H+ for the use of acetic acid (template: VUH+-acetoacetateamine, R). Poly(vinylogous
urethane/urea) networks are abbreviated with VU. The glass transition temperatures (Tg on-set), thermal degradation temperatures at 5% mass loss
under an ambient atmosphere (T95%), stress–relaxation times at 130 °C (τ130 °C), activation energies (Ea), storage moduli at 20 °C (G′, ω = 10 rad
s−1, y = 0.1%), rubbery plateaus at 150 °C (G′150 °C), average Young’s moduli (Et ∅), maximum tensile strengths (σm∅) and strains (εm∅) at room
temperature are shown.

Fig. 6 Exemplary ATR-FT-IR spectra of the vitrimers cured with BPA
and JA/TREN by different synthetic routes. The blue line marks the
characteristic CvO ester band of the vinylogous urethane bond
(1664 cm−1), while the red line marks the characteristic CvO amide
band of the vinylogous urea bond (1623 cm−1). The vitrimers polymer-
ized with additional acetic acid show a significantly higher intensity of
the ester band (blue), while the vitrimers show a higher intensity of the
amide band (red).
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vinylogous urethane and vinylogous urea bonds towards the
side of the vinylogous urethanes, which show higher activation
energies (Fig. 8). Comparing these results with activation ener-
gies reported for pure vinylogous urethane vitrimers
(68–149 kJ mol−1) and pure vinylogous urea vitrimers (49–53
kJ mol−1), the calculated activation energies in this work
reflect the results in good accordance.25,27,57

For further investigations of the mechanical properties of
the materials, several stress-strain measurements have been
carried out at room temperature for each vitrimer and showed
significantly different resilience with averaged tensile strengths
(σm∅) of 5.2–62.8 MPa, elongation in tensile strengths (εm∅) of
0.5–340% and Young’s moduli of 5–1540 MPa (Table 1)
(Fig. S39, ESI†). For comparison, one representative curve of
each vitrimer is shown in Fig. 9. As expected, the elastomeric
vitrimer VU-RE0.7 shows the highest elongation of 340%, with
a low tensile strength of 5.6 MPa and a Young’s modulus of 5
MPA. The vitrimer with the highest tensile strength turned out
to be VU-THPE0.5 with a εm∅ of 6.7%, a σm∅ of 62.8 MPa and a

Young’s modulus of 870 MPA. The highest Young’s modulus
was measured for VUH+-THPEJA, 0.9 with a value of 1540 MPa.

Reprocessing and reshaping properties

Experiments were carried out to determine the reshaping,
reprocessing and self-healing properties of the vitrimers. Two
exemplary cycles of successive grinding and compression
molding of the elastomeric vitrimer VU-RE0.7 demonstrated a
good reprocessability of the material, proven by repetitively
measured ATR-FT-IR spectra and tensile tests. The reproces-
sing cycles produced always homogeneous, transparent, and
bubble-free specimens (Fig. 10). Besides, the ATR-FT-IR
spectra are rather similar (if not the same), while the stress–
strain measurements show comparable results with slightly
decreasing stress and strain at break after the first cycle
(Fig. S40, ESI†).

Furthermore, the materials present reshaping and shape-
memory properties using different temperature protocols
(Fig. 11). Polymers with shape-memory properties are smart
materials that are capable of memorizing their temporary
shape and recovering the permanent shape due to entropic
elasticity under an external stimulus,74,75 while traditionally,
the refinement of permanent shapes is limited by molding
and processing methods.76 However, the investigation of
dynamic bonds with polymer networks provides an elegant
solution to overcome this limitation. Vitrimers can be

Fig. 7 Exemplary temperature-dependent DMA and stress-relaxation
measurements in comparison with the vitrimers VU-BPATREN, 0.5 and
VU-BPAJA, 0.5. Temperature-dependent DMA measurements show
cross-linked networks with the corresponding glass transition tempera-
tures and the characteristic rubbery plateaus (top). Stress-relaxation
measurements at 110, 130 and 150 °C show short stress-relaxation times
(TREN notably shorter than JA) with an Arrhenius dependence (bottom).

Fig. 8 Plot of ln τ against 1000/T to calculate the activation energies
from the slope of the linear fit. The stress relaxation times τ (37%) were
determined by different stress-relaxation experiments in the tempera-
ture range of 110–150 °C. The calculated activation energies of all 16
prepared vitrimers were calculated as summarized in Table 1.
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reshaped and reprocessed in the solid state due to the thermally
induced associative exchange mechanism in the network. Thus,
well defined shapes can be easily transformed into new defined

shapes without the intermediate step of a mold.77 The pre-
sented materials show both thermo-adaptive shape-memory
and solid state plasticity, depending on the applied temperature
and duration. Heating up above the respective Tg for a short
time (80 °C, 5 s) and twisting the material led to topology freez-
ing with subsequent shape-memory when heating the material
again above the Tg. Moreover, heating up at 150 °C for 5 min
and bending the material, the thermal-induced exchange reac-
tions enable a reorientation of the cross-linking points, leading
to a new defined and permanent shape of the material. In
addition, self-healing properties were observed by cutting the
tensile test specimen (1 mm) in half in the middle (0.5 mm)
and heating them for 30 minutes at 150 °C. Afterwards, the cut
and non-cut specimens were compared using tensile tests and
they show self-healing by almost full recovery and comparable
results (Fig. S41, ESI†).

Experimental
Materials

Acetic acid and chloroform were purchased from VWR chemi-
cals. Bisphenol-A (97%), 2,7-naphthalenediol (98%), and

Fig. 9 Stress–strain curves of the prepared vitrimers. For comparison,
one representative curve is shown for each vitrimer. The elastomeric
vitrimer VU-RE0.7 shows the stress–strain curve of an elastomer, with a
high elongation at break of 340% strain. The most resilient vitrimer
turned out to be VU-THPE0.5 with a strain at break of 6.7%, a tensile
strength of 62.8 MPa and a Young’s modulus of 866 MPA. The highest
Young’s modulus was measured for VUH+-THPEJA, 0.9 with 1540 MPa.

Fig. 10 Reprocessing cycles of the vitrimers by consecutive grinding
and compression molding (150 °C, 300 s), generating homogeneous,
transparent, and bubble-free films (specimen).

Fig. 11 Exemplary thermoadapt shape-memory properties
(VU-REJA, 0.5) were investigated by twisting the original strip (a) at 80 °C
for 5 s, freezing the topology below the Tg at room temperature (b) and
letting it relax back to the original shape at 80 °C for 30 s (c). Solid state
plasticity properties were explored by bending the permanent strip (c) at
150 °C for 300 s and reshaping the strip into a new shape (d). The speci-
mens for tensile tests (1 mm) were cut in half in the middle (0.5 mm) and
heated for 30 minutes at 150 °C. The cut and non-cut specimens were
compared using tensile tests and they show self-healing by almost full
recovery (e).
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hexylamine (99%) were purchased from Sigma-Aldrich. 2,2,6-
Trimethyl-1,3-dioxin-4-one (95%), benzylamine (99%), aniline
(98%), tert-butylacetoacetate (98%) and 1,1,1-tris(4-hydroxy-
phenyl)ethane (98%) were obtained from TCI. Tris(2-amino-
ethyl)amine (97%) was purchased from Alfa Aesar. Phenol
(99.5%) was purchased from MERCK. Xylene (99%, isomeric
mixture) and resorcin (98%) were purchased from Grüssing.
CDCl3, benzene-d6 and DMSO-d6 were purchased from
Deutero GmbH. Jeffamine T-403 was purchased from
Huntsman.

Instrumentation

Nuclear magnetic resonance (1H NMR, 13C NMR) spec-
troscopy: the spectra (broadband decoupled, 13C NMR
(DEPTQ135)) were recorded on a Bruker AVANCEII system
(Bruker BioSpin GmbH, Karlsruhe, Germany) at 300 MHz/
75 MHz with chloroform-d1 (CDCl3) as a solvent and tetra-
methylsilane (TMS) as an internal standard. Sample concen-
trations were between 20 and 40 mg mL−1 and measurements
were recorded at 298 K. Data processing was carried out using
MestReNova (Version 9.0.1, Mestrelab Research S.L., Santiago
de Compostela, Spain). Mass spectrometry (MS): electrospray
ionization (ESI) was measured using an Agilent 6224 ESI-TOF
device coupled with an Agilent HPLC 1200 Series and direct
injection (110–3200 m/z) system. Electron ionization (EI-DIP)
was measured using a Thermo ISQ LT EI device coupled with a
Thermo Trace 1300 and direct injection (40–800 m/z) system.
Data processing was carried out using MestReNova (Version
9.0.1, Mestrelab Research S.L., Santiago de Compostela,
Spain). Attenuated total reflection-Fourier transform Infrared
(ATR-FT-IR) spectroscopy: ATR-FT-IR spectra were recorded on
a Bruker FT-IR Vertex 70 spectrometer (Bruker, Ettlingen,
Germany) with a diamond ATR-probe. The measurement soft-
ware was Opus 8.1. All samples were measured in the range of
3600–600 cm−1 with a resolution of 4 cm−1 and 32 scans.
Thermogravimetric analysis (TGA): for thermogravimetric ana-
lysis, a TGA 209 F1 Iris system (NETZSCH-Gerätebau GmbH,
Selb, Germany) was used to determine the mass loss during
heat treatment. A temperature range of 25–600 °C with a
heating rate of 10 K min−1 was chosen. About 5–10 mg of the
polymer was weighed into a ceramic crucible. A normal atmo-
sphere (with oxygen) was used with a flow rate of 20 mL min−1.
Data processing was performed using Proteus analysis
(NETZSCH-Gerätebau GmbH, Selb, Germany). Differential
scanning calorimetry (DSC): to determine the glass transition
temperature (Tg) of the vitrimers, a DSC 204 F1 Phoenix differ-
ential scanning calorimeter (NETZSCH-Gerätebau GmbH,
Selb, Germany) was used. 5–10 mg of the polymer was weighed
into an aluminum crucible. The measurements were per-
formed at one bar under a nitrogen atmosphere (flow rate of
20 mL min−1) in the temperature range between −50 and
150 °C. The heating and cooling rates were set to 10 K min−1

and the thermal properties were analyzed using the DSC data
of the second and third heating curves. Data processing was
performed by Proteus analysis (NETZSCH-Gerätebau GmbH,
Selb, Germany). Dynamic-mechanical analysis (DMA): for oscil-

latory shear experiments, a rotational rheometer (MCR 502,
Anton Paar GmbH, Graz, Austria) with an 8 mm plate-plate
geometry and a heat chamber with a nitrogen atmosphere was
used. The temperature was controlled using a Peltier plate and
by a constant nitrogen flow into the chamber. The gap
between the lower and the upper plates was usually set to
1 mm. Amplitude sweeps between 0.01% and 1% shear strain
(y) at a constant angular frequency (ω) of 10 rad per s were
carried out at 110 °C before each measurement. This should
ensure that the chosen strain amplitude y0 was within the
linear viscoelastic regime, so that the storage modulus G′ and
the loss modulus G″ were independent of strain. The tempera-
ture-dependent measurements were carried out at 10 rad s−1

and a deformation of 0.1%. The temperature was first
increased from 110 to 150 °C at a rate of 2 K min−1, and then,
after a waiting period of 5 min, it was decreased from 150 to
0 °C. Usually, one measuring point per 1 K was recorded. The
stress relaxation experiments were carried out with a defor-
mation of 1% and the relaxation modulus was recorded as a
function of time. The comparative measurements were carried
out in temperature ranges of 110–150 °C. Data processing was
performed using the RheoCompass software (version 1.19.266,
Anton Paar GmbH, Graz, Austria). The test specimens for the
dynamic-mechanical analysis and the relaxation tests were
pushed out with an 8 mm punch. The vitrimer films were pre-
viously placed in a drying chamber at 100 °C for a few seconds
in order to heat them above the glass transition temperature to
prevent splintering during processing. Tensile tests: tensile
tests were carried out at room temperature on a universal
testing machine type Z020 (Zwick Roell) using a 5 kN load cell.
The measurements were carried out in accordance with the
test standard DIN EN ISO 527-1. The initial force was 0.1 MPa
and the clamping length was 13.24 mm. The modulus of elas-
ticity was determined at a speed of 1 mm min−1 and the rest
of the test was carried out at 10 mm min−1. The test specimens
for the tensile test were punched out with a cutting press type
ZCP020 (Zwick Roell). The attachment was used for test speci-
mens of type 5B (according to DIN EN ISO 527-2). The vitrimer
films were placed in a drying cabinet at 100 °C for a few
minutes in order to heat them above the glass transition temp-
erature, to prevent splintering during processing

Synthetic procedures

Phenyl 3-oxobutanoate (PH). Phenol (4.21 g, 0.0448 mol)
and 2,2,6-trimethyl-1,3-dioxin-4-one (6.68 g, 0.0470 mol) were
dissolved in xylene (4 mL) in a 100 mL flask. The mixture was
heated at 135 °C for 45 min, while the byproduct acetone was
removed by distillation during the reaction. The temperature
in the still head was usually between 75 and 90 °C, and when
the temperature dropped to 35 °C, xylene, acetone, TMDO and
dehydroacetic acid were removed in vacuo (oil pump). The
residue represented the desired product in a high degree of
purity, appearing as a brownish liquid. δH (300 MHz, CDCl3,
Me4Si, 298 K): 7.43–7.35 (2H, m, Ph), 7.29–7.21 (1H, m, Ph),
7.15–7.09 (2H, m, Ph), 3.69 (2H, s, CH2), 2.36 (3H, s, CH3). δC
(75 MHz, CDCl3, Me4Si): 200.06 (q, CvO), 165.83 (q, COO),
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150.49 (q, Ph), 129.63 (t, Ph), 126.33 (t, Ph), 121.15 (t, Ph),
50.09 (s, CH2), 30.37 (p, CH3). δH (300 MHz, DMSO-d6, 298 K):
7.47–7.39 (2H, m, Ph), 7.31–7.24 (1H, m, Ph), 7.16–7.10 (2H,
m, Ph), 3.89 (2H, s, CH2), 2.27 (3H, s, CH3). δC (75 MHz,
DMSO-d6, 298 K): 201.46 (q, CvO), 166.17 (q, COO), 150.28 (q,
Ph), 129.58 (t, Ph), 126.02 (t, Ph), 121.65 (t, Ph), 49.47 (s, CH2),
30.19 (p, CH3). δH (300 MHz, benzene-d6, 298 K): 7.11–6.97
(4H, m, Ph), 6.92–6.85 (1H, m, Ph), 3.00 (2H, s, CH2), 1.62 (3H,
s, CH3). δC (75 MHz, benzene-d6, 298 K): 198.77 (q, CvO),
165.52 (q, COO), 151.23 (q, Ph), 129.62 (t, Ph), 126.08 (t, Ph),
121.89 (t, Ph), 49.55 (s, CH2), 29.43 (p, CH3). EI-DIP: m/z
179.152 (M+ + 1, 2.73%) 178.113 (M+, 24.72), 94.128 (90.19),
43.024 (100). Calculated for C10H10O3 (M+) 178.063, found
178.113.

1,3-Phenylene bis(3-oxobutanoate) (RE). The crude, brown-
ish 2,2,6-trimethyl-1,3-dioxin-4-one was purified by vacuum
distillation to obtain a pure colorless product. Resorcin
(15.27 g, 0.139 mol) and the purified TMDO (41.45 g,
0.292 mol) were dissolved in xylene (25 mL) in a 250 mL flask.
The mixture was heated at 135 °C for 45 min, while the bypro-
duct acetone was removed by distillation during the reaction.
The temperature in the still head was usually between 75 and
90 °C, and when the temperature dropped to 35 °C, xylene,
acetone, TMDO and dehydroacetic acid were removed in vacuo
(oil pump). The residue represented the desired product in a
high degree of purity, appearing as a yellowish oil. The other
aromatic acetoacetate monomers were synthesized using the
same synthetic protocol. δH (300 MHz, CDCl3): 7.44–7.35 (1H,
m, Ph), 7.08–7.03 (2H, m, Ph), 7.00–6.98 (1H, m, Ph), 3.69 (4H,
s, CH2), 2.35 (6H, s, CH3). δC (75 MHz, CDCl3, Me4Si): 199.97
(q, CvO), 165.38 (q, COO), 150.90 (q, Ph–O), 130.05 (t, Ph),
119.42 (t, Ph), 115.38 (t, Ph), 49.46 (s, CH2), 30.41 (p, CH3).
EI-DIP: m/z 278.146 (M+, 0.37%), 194.118 (17.92), 110.066 (100)
43.014 (31.53). Calculated for C14H14O6 (M+) 278.079, found
278.146.

Naphthalene-2,7-diyl bis(3-oxobutanoate) (NDO). δH
(300 MHz, CDCl3): 7.90–7.84 (2H, d, J = 11 Hz, Ph), 7.59–7.54
(2H, d, J = 2.2 Hz, Ph), 7.33–7.21 (2H, d, Ph), 3.75 (4H, s, CH2),
2.39 (6H, s, CH3). δC (75 MHz, CDCl3, Me4Si): 200.03 (q,
CvO), 165.86 (q, COO), 148.89 (q, Ph–O), 134.25 (q, Ph),
129.86 (q, Ph), 129.63 (t, Ph), 121.08 (t, Ph), 118.53 (t, Ph),
50.13 (s, CH2), 30.47 (p, CH3). EI-DIP: m/z 328.064 (M+,
0.03%), 160.087 (100.00), 131.086 (26.20), 43.002 (15.06).
Calculated for C18H16O6 (M

+) 328.094, found 328.064.
Propane-2,2-diylbis(4,1-phenylene)bis(3-oxobutanoate) (BPA).

δH (300 MHz, CDCl3): 7.25–7.20 (4H, m, Ph), 7.04–6.99 (4H, m,
Ph), 3.68 (4H, s, CH2), 2.35 (6H, s, CH3), 1.67 (6H, s, CH3). δC
(75 MHz, CDCl3, Me4Si): 200.06 (q, CvO), 165.87 (q, COO),
148.37 (q, Ph), 148.28 (q, Ph–O), 127.96 (t, Ph), 120.86 (t, Ph),
50.06 (s, CH2), 42.57 (q, C–CH3), 30.95 (p, CH3), 30.31 (p,
OvC–CH3). EI-DIP: m/z 396.210 (M+, 0.05%), 228.162 (21.73),
213.154 (100.00), 119.081 (18.09), 43.020 (12.17). Calculated
for C23H24O6 (M

+) 396.157, found 396.210.
Ethane-1,1,1-triyltris(benzene-4,1-diyl)tris(3-oxobutanoate)

(THPE). δH (300 MHz, CDCl3): 7.2–7.06 (6H, m, Ph), 7.05–6.98
(6H, m, Ph) 3.67 (6H, s, CH2), 2.35 (9H, s, CH3), 2.15 (3H, s,

CH3). δC (75 MHz, CDCl3, Me4Si): 200.01 (q, CvO), 165.81 (q,
COO), 148.77 (q, Ph–O), 146.48 (q, Ph–C), 129.86 (t, Ph), 120.93
(t, Ph), 51.80 (q, C–CH3) 50.15 (s, CH2), 30.95 (p, C–CH3),
30.40 (p, OvC–CH3). EI-DIP: m/z 558.271 (0.01%) 306.146
(9.05), 291.136 (100.00), 197.105 (10.57) 43.038 (13.32).
Calculated for C32H30O9 (M

+) 558.189, found 558.271.
N-Hexyl-3-(hexylamino)but-2-enamide (Hex-VUA-Hex). The

crude, brownish 2,2,6-trimethyl-1,3-dioxin-4-one was purified
by vacuum distillation to obtain a pure colorless product.
Hexylamine (1.43 g, 0.0141 mol) and the purified TMDO
(1.00 g, 0.00707 mol) were mixed in a 10 mL flask. The mixture
was heated at 120 °C for 30 min, while the byproduct acetone
was removed by distillation during the reaction. The residue
represents the desired product in a high degree of purity,
appearing as an orange liquid. The other vinylogous urea refer-
ence compounds were synthesized using the same synthetic
protocol. δH (300 MHz, CDCl3): 9.00 (1H, s, NH), 4.78 (1H, s,
NH), 4.22 (1H, s, CH), 3.18 (2H, d, CH2), 3.13 (2H, d, CH2),
1.85 (3H, s, CH3), 1.60–1.42 (4H, m, CH2), 1.40–1.20 (12H, m,
CH2), 0.87 (3H, t, CH3), 0.86 (3H, t, CH3). δC (75 MHz, CDCl3,
25 °C): 171.10 (q, CvO), 158.61 (q, C–CH3), 84.32 (t, CH),
43.04 (s, CH2), 31.07 (s, CH2), 30.73 (s, CH2), 30.31 (s, CH2),
26.83 (s, CH2), 26.75 (s, CH2), 22.72 (s, CH2), 22.66 (s, CH2),
19.53 (p, CH3). 14.15 (p, CH3). δH (300 MHz, DMSO-d6.
298 K): 8.92 (1H, t, NH), 6.89 (1H, t, NH), 4.28 (1H, s, CH), 3.08
(2H, dd, CH2), 2.97 (2H, dd, CH2), 1.77 (3H, s, CH3), 1.51–1.05
(16H, m, CH2), 0.86 (3H, t, CH3), 0.85 (3H, t, CH3). δC
(75 MHz, DMSO, 298 K): 170.56 (q, CvO), 156.94 (q, C–CH3),
85.90 (t, CH), 42.33 (s, CH2), 38.24 (s, CH2), 31.57 (s, CH2),
31.48 (s, CH2), 30.78 (s, CH2), 30.17 (s, CH2), 26.69 (s, CH2),
26.49 (s, CH2), 22.58 (s, CH2), 22.54 (s, CH2), 19.36 (p, CH3),
14.38 (p, CH3), 14.35 (p, CH3). δH (300 MHz, benzene-d6,
298 K): 9.68 (1H, s, NH), 4.63 (1H, t, NH), 4.25 (1H, s, CH),
3.26 (2H, d, CH2), 2.77 (2H, dd, CH2), 1.61 (3H, s, CH3),
1.42–1.02 (16H, m, CH2, 0.84 (3H, t, CH3), 0.83 (3H, t, CH3). δC
(75 MHz, benzene-d6, 298 K): 171.04 (q, CvO), 157.40 (q,
C–CH3), 85.78 (t, CH), 42.90 (s, CH2), 32.02 (s, CH2), 31.89
(s, CH2), 31.08 (s, CH2), 30.81 (s, CH2), 27.09 (s, CH2), 26.89 (s,
CH2), 23.03 (s, CH2), 22.91 (s, CH2), 19.24 (p, CH3). 14.29 (p,
CH3), 14.26 (p, CH3). ESI: m/z 270.262 (M+ + 2, 16.07%),
269.259 (M+ + 1, 100.00). Calculated for C16H32N2O (M)
268.251.

N-Phenyl-3-(phenylamino)but-2-enamide (Phe-VUA-Bz). δH
(300 MHz, CDCl3): 11.06 (1H, s, NH), 7.43–7.34 (2H, d, Ph),
7.26–7.15 (4H, m, Ph), 7.08–6.91 (4H, m, Ph), 6.85 (1H, s, NH),
4.57 (1H, s, CH), 1.91 (3H, s, CH3). δC (75 MHz, CDCl3): 168.85
(q, CvO), 157.38 (q, C–CH3), 139.71 (q, Ph), 138.91 (q, Ph),
129.08 (t, Ph), 129.00 (t, Ph), 124.56 (t, Ph), 124.18 (t, Ph),
123.37 (t, Ph), 120.11 (t, Ph), 88.66 (t, CH), 20.57 (p, CH3).
EI-DIP: m/z 252.174 (M+, 13.25%), 160.134 (100.00), 132.109
(15.36), 118.105 (11.17). Calculated for C16H16N2O6 (M+)
252.126, found 252.174. Hexylamine δH (300 MHz, CDCl3,
25 °C): 2.62 (2H, t, N–CH2), 1.43–1.32 (2H, m, CH2), 1.32–1.17
(6H, m, CH2), 1.11 (2H, s, NH2), 0.83 (3H, t, CH3). δC (75 MHz,
CDCl3): 42.35 (s, CH2), 33.93 (s, CH2), 31.78 (s, CH2), 26.63 (s,
CH2), 22.70 (s, CH2), 14.08 (s, CH3). Benzylamine δH
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(300 MHz, CDCl3, 25 °C): 7.31–7.15 (5H, m, Ph), 3.80 (2H, s,
CH2), 1.37 (2H, s, NH2). δC (75 MHz, CDCl3): 143.42 (q, Ph),
128.56 (t, Ph), 127.08 (t, Ph), 126.79 (t, Ph), 46.56 (s, CH2).
Anilin δH (300 MHz, CDCl3, 25 °C): 7.06 (2H, t, Ph), 6.66 (1H,
t, Ph), 6.57 (2H, d, Ph), 3.52 (2H, s, NH2). δC (75 MHz, CDCl3):
146.47 (q, Ph), 129.35 (t, Ph), 118.59 (t, Ph), 115.17 (t, Ph).

Phenyl-3-(hexylamino)but-2-enoate (Phe-VUT-Hex). Phenyl
3-oxobutanoate (PH) (0.043 g, 0.24 mmol) and hexylamine
(0.049 g, 0.48 mmol) were stirred for 24 h at room temperature
in deuterated chloroform, benzene or DMSO (0.1 M), while the
reaction was monitored by 1H NMR spectroscopy. Different
amounts of acetic acid (0.03–1000 mol%) were added to the
PH solution in order to perform different kinetics. The pure
vinylogous urethane reference compounds were synthesized by
adding 100 mol% acetic acid and using the same synthetic
protocol. δH (300 MHz, CDCl3, 298 K): 8.62 (1H, s, NH),
7.40–7.30 (2 H, m, Ph), 7.23–7.12 (1H, m, Ph), 7.11–7.05 (2H,
m, Ph), 4.65 (s, 1H; CH), 3.20 (2H, m, CH2) 1.98 (3H, s, CH3),
1.68–1.47 (2H, m, CH2), 1.40–1.18 (6H, m, CH2), 0.93–0.79 (3H,
t, CH3). δC (75 MHz, CDCl3, Me4Si): 169.16 (q, COO), 164.08 (q,
CvC), 151.54 (q, Ph–O), 129.28 (t, Ph), 124.96 (t, Ph), 122.32 (t,
Ph), 80.82 (t, CH), 43.38 (s, CH2), 31.59 (s, CH2), 31.32 (s, CH2),
26.62 (s, CH2), 22.49 (s, CH2), 31.6 (p, C–CH3) 14.11 (p, CH2–

CH3). δH (300 MHz, DMSO-d6, 298 K): 8.52 (1H, s, NH),
7.19–7.06 (2 H, m, Ph), 6.79–6.66 (3H, m, Ph), 4.57 (s, 1H; CH),
3.23 (2H, m, CH2) 1.77 (3H, s, CH3), 1.57–1.40 (2H, m, CH2),
1.35–1.14 (6H, m, CH2), 0.90–0.78 (3H, t, CH3). δH (300 MHz,
benzene-d6, 298 K): 8.90 (1H, s, NH), 4.90 (1H, s, CH), 2.54
(2H, dd, CH2) 1.41 (3H, s, CH3), 1.33–1.03 (8H, m, CH2),
0.89–0.78 (6H, t, CH3). ESI: m/z 263.184 (M+ + 2, 17.15%),
262.181 (M+ + 1, 100.00). Calculated for C16H23NO2 (M)
261.172.

Phenyl-3-(benzylamino)but-2-enoate (Phe-VUT-Bz). δH
(300 MHz, CDCl3, 298 K): 8.98 (1H, t, NH), 7.33–7.03 (10H, m,
Ph), 4.72 (1H, s, CH), 4.36 (2H, d, CH2), 1.94 (s, 3H, CH3). δC
(75 MHz, CDCl3, Me4Si): 168.69 (q, COO), 163.36 (q, CvC),
151.15 (q, Ph–O), 137.92 (q, Ph), 129.10 (t, Ph), 128.54 (t, Ph),
126.94 (t, Ph), 125.54 (t, Ph), 121.64 (t, Ph), 81.95 (t, CH), 46.86
(s, CH2), 19.34 (p, CH3). ESI-MS: m/z 269.138 (M+ + 2, 17.16%),
268.36 (M+ + 1, 100.00). Calculated for C17H17NO2 (M) 267.126.

Phenyl-3-(phenylamino)but-2-enoate (Phe-VUT-Phe). δH
(300 MHz, CDCl3, 298 K): 10.33 (1H, t, NH), 7.50–6.97 (10H, m,
Ph), 4.87 (1H, s, CH), 2.02 (3H, s, CH3). δC (75 MHz, CDCl3,
Me4Si): 169.04 (q, COO), 161.42 (q, CvC), 151.21 (q, Ph–O),
129.45 (t, Ph), 129.10 (t, Ph), 124.74 (t, Ph), 122.24 (t, Ph),
118.72 (t, Ph), 84.86 (t, CH), 20.74 (p, CH3). ESI: m/z 255.119
(M+ + 2, 4.41%), 254.116 (M+ + 1, 24.44). Calculated for
C16H15NO2 (M) 253.111.

Model study – exchange reaction (Ea calculation)

VUTaromatic: 4 equivalents of hexylamine were added to a
mixture of Phe-VUT-Bz (1 M) and stirred for 4 hours at 70, 90
and 110 °C in xylene, resulting in the formation of the trans-
amination product Phe-VUT-Hex. VUTaliphatic: the reaction was
carried out under the same conditions for Me-VUT-Bz
(aliphatic vinylogous urethane). VUA: 4 equivalents of benzyl-

amine were added to a mixture of Hex-VUA-Hex (0.0015 M) and
stirred for 30 minutes at 12, 22 and 32 °C in benzene, resulting
in the formation of the transamination product Hex-VUA-Bz.

Vitrimer synthesis

Bulk: All vitrimers were prepared by the following exemplary
synthesis route: propane-2,2-diylbis(4,1-phenylene)bis(3-oxo-
butanoate) (BPA) (1.38 g, 3.48 mmol) was provided in a rolled
rim glass and heated up in an oil bath at 80 °C. When the vitri-
mer was cured with additional acetic acid, the acid was added
to the acetoacetate monomer before the amine. Jeffamine-
T403 (2.05 g, 6.96 mmol) was added under constant stirring.
As soon as a homogeneous, opaque and cross-linked mass was
obtained, the vitrimer-gel was filled onto a Teflon sheet and
cured for 20 h at 100 °C in vacuo (oil pump). Afterwards, the
vitrimer was post-cured for 1 h at 150 °C in vacuo, in order to
ensure full conversion and the removal of the remaining reac-
tion water. Next, the samples were pressed for 5–10 min at
150 °C into a 1 mm thick film. Solvent-based: the acetoacetate
monomer was dissolved in chloroform (0.3 M) and acetic acid
was added to the solution (70 mol%). Afterwards, Jeffamine-
T403 was added to the solution and stirred until gelation. The
gel was filled onto a Teflon sheet and cured under the same
conditions as those used for the bulk reaction.

Recycling/reprocessing

The vitrimers were reprocessed by consecutive grinding and
remolding, cutting the films and specimens into small pieces
and pressing them at 150 °C for 5–10 min into 1 mm films. In
each cycle, ATR-FT-IR and tensile test measurements were
carried out repeatedly.

Shape-memory, solid state plasticity and self-healing
experiments

Exemplary thermoadapt shape-memory properties were inves-
tigated by twisting the original film at 80 °C for 5 s, freezing
the topology by cooling down to room temperature (22 °C)
(topology freezing) and letting it relax back to the original
shape at 80 °C for 30 s. Solid state plasticity was explored by
bending the film at 150 °C for 300 s, reshaping it into a new
shape due to the rearrangement of the cross-linking points.
The self-healing experiment is exemplarily described for
VU-REJA, 0.5. The DIN 5B specimens for tensile tests (1 mm)
were cut in half in the middle of the specimen (0.5 mm) and
heated for 30 minutes at 150 °C. Thecut and non-cut speci-
mens were compared using tensile tests.

Conclusions

A synthetic route for an easily feasible acetoacetylation of aro-
matic alcohols using 2,2,6-trimethyl-4H-1,3-dioxin-4-one
instead of the established tert-butylacetoacetate is introduced
and proceeds significantly more efficient by simple heating
for 45 minutes at 135 °C. With this, the widely used and
commercially relevant alcohols such as bisphenol-A, resorcin,
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2,7-naphthalenediol, and 1,1,1-tris(4-hydroxyphenyl)ethane are
introduced as raw materials for vinylogous urethane vitrimers
by easy acetoacetylation and curing with the commercially
available poly(propylene oxide)-based trifunctional amine
Jeffamine T-403 (JA) and tris(2-aminoethyl)amine (TREN).
Model studies with monofunctional compounds show that aro-
matic acetoacetates undergo fast condensation- and substi-
tution reactions with primary amines, leading to mixtures of
vinylogous urethane and vinylogous urea bonds, both repre-
senting dynamic covalent bonds for thermally induced trans-
amination reactions. Furthermore, this ratio can be adjusted
by the used solvent (DMSO, benzene, and chloroform) and/or
acetic acid as a catalyst, where the ratio can be completely
shifted either to vinylogous urethane or vinylogous urea
bonds. By transferring the findings from the model study to
the preparation of vitrimers, 16 different elastomeric and ther-
mosetting blended poly(vinylogous urethane/urea) networks
were synthesized, showing glass transition temperatures of
11–73 °C and thermal degradation temperatures of 222–290 °C
at ambient atmosphere. Dynamic mechanical analysis shows
short stress-relaxation times of up to 0.7 s at 130 °C, with cal-
culated activation energies of 43.8–149.7 kJ mol−1, storage
moduli of 0.10–0.81 GPa at 20 °C and rubbery plateaus of
0.12–2.05 MPa at 150 °C. In addition, tensile tests showed
maximum tensile strengths of 5.2–62.8 MPa with elongations
of 0.5–340% (at break) and Young’s moduli of 5–1540 MPa.
Moreover, the prepared smart materials exhibit
remarkable reprocessing, reshaping, shape-memory and self-
healing properties, by undergoing two consecutive cycles of
grinding and remolding, showing thermoadapt shape-memory
and solid state plasticity. Notably, this work contributes
detailed model- and material studies for the use of aromatic
alcohols as an important class of raw materials for several
applications and introduces reprocessable alternatives to the
established materials, which offer potential for further investi-
gation of highly resilient, but reprocessable cross-linked
polymers.
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