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Rapid synthesis of diol homolog-based
thermosets with tunable properties via
ring-opening metathesis polymerization†

Liuyang Zhang, Fei Huangfu, Wanrong Li and Po Yang *

This work aims to convert diols into thermosets with tunable properties. A series of diol-derived

monomers have been synthesized and characterized. After mixing with second-generation Grubbs’

catalyst, these liquid monomers polymerize completely in two minutes to form cross-linked structures,

which benefits rapid manufacture of composites. These diol homolog-based thermosets have good

thermal properties and mechanical properties, and their performance can be greatly enhanced by

fabricating woven flax fiber composites. We believe these may help researchers design and explore

novel promising sustainable diol-based polymers and materials with excellent properties.

Introduction

Thermosets, e.g., (for instance, phenolic resins, epoxy resins,
and benzoxazines) have attracted extensive interest in scientific
and industrial communities due to their fascinating properties
like good thermal stability and chemical resistance.1–3 Never-
theless, some disadvantages such as brittleness and tedious
polymerization process limit their application. Obviously, more
thermosets with tunable properties are desirable and valuable.

On the other hand, bio-based polymers and materials have
become increasingly popular.4–8 This is due to the intensified
environmental awareness as well as the desire to substitute
dwindling fossil resources with sustainable alternatives.9–12 A
promising approach is to synthesize thermosets using sustainable
or bio-based compounds (for instance, diols, isosorbide and furan)
as feedstocks.13–15 a,o-Diols (diols, for instance, ethylene glycol,
1,3-propanediol, 1,4-butanediol and 1,5-pentanediol) can be
obtained from biomass by microbial fermentation, hydrolysis
and hydrogenolysis.16–18 As an abundant source of biomass
compounds, diols are used as feedstock for the synthesis of
bio-based thermosets, like polyurethanes and epoxy resins.19–21

Synthesis of these thermosets, nonetheless, requires a lot of
energy, which produces lots of CO2 and NOx due to the complex
and tedious process.22 For example, diol-based epoxy resins need
to be cured at 140 1C (1 h) and 180 1C (1 h),19 and polyurethane
also takes several hours to cure.23,24 In addition, these thermosets
in general do not perform well.25,26 Consequently, there is still

much interest in converting diols to thermosets with less energy,
reducing their cost and environmental impact and furthering
their application.

Ring-opening metathesis polymerization (ROMP) is a remark-
able tool to rapidly convert cyclic olefins into acyclic dienes
resulting in the formation of polymeric materials.27 Owing to
ROMP, numerous polymers and polymeric materials like bio-
medical functional materials, ion exchange membranes, photore-
sist and photoinitiated polymers have been synthesized easily.28–34

With the aid of frontal polymerization technique, ROMP was also
applied for rapid manufacture of high-performance cross-linked
polymers and materials.35 If diols were converted to cyclic olefins
moiety-containing monomers, they can be used to generate
polymers via ROMP, which benefit to reduce the energy and
expand their applications.

This work hence attempts to synthesize diol homolog-based
thermosets and prepare composites via ROMP. Because the driving
force of ROMP is the release of strain in the ring structures,
norbornene-functionalized monomers can polymerize quickly in
the presence of Grubbs’ catalysts.36 For rapid synthesis of diol
homolog-based thermosets, this contribution achieved a series
of dinorbornenyl-diol-derived monomers from 5-norbornene-2-
carboxylic acid and diols, namely, ethylene glycol, 1,3-propanediol,
1,4-butanediol, 1,5-pentanediol, 1,6-hexanediol, 1,7-heptanediol,
1,8-octanediol, 1,9-nonanediol and 1,10-decanediol. Thorough
investigation showed that these monomers can convert into
cross-linked polymers in two minutes via ROMP. Moreover, the
monomers, dinorbornenyl-pentanediol and dinorbornenyl-
decanediol based esters can also be applied to prepare compo-
sites rapidly using the vacuum-assisted resin-transfer mounding
(VARTM) technique. According to the results, diol homolog-
based thermosets exhibit good properties and are fit for rapid
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fabrication of composites, and we developed new diol-based thermo-
sets. Detailed analysis and discussions are provided below.

Experimental
Materials

5-Norbornene-2-carboxylic acid (98%), ethylene glycol (99.5%),
1,3-propanediol (98%), 1,4-butanediol (99%), 1,5-pentanediol
(98%), 1,6-hexanediol (98%), 1,7-heptanediol (98%), 1,8-octanediol
(98%), 1,9-nonanediol (98%), 1,10-decanediol (98%), triethylamine
(99%), oxalyl chloride (98%), 4-dimethylaminopyridine (DMAP,
99%), N-(3-dimethylamino-propyl)-N’-ethylcarbodiimide hydro-
chloride (EDCI, 97%), methylene chloride (DCM, 99.5%), N,N-
dimethylformamide (DMF, 99.8%), and methanol (MeOH,
99.5%) were purchased from Adamas-beta. Second-generation
Grubbs’ catalyst (GC2) was purchased from Sigma-Aldrich.
Woven flax fiber was purchased from China Shaoxing linen
manufacturer. Tributyl phosphite was purchased from Alfa
Aesar. All the reagents were used as received.

Synthesis of diol-based monomers

Diol-based monomers were synthesized from 5-norbornene-2-
carboxylic acid and diols (i.e., ethylene glycol, 1,3-propanediol,
1,4-butanediol, 1,5-pentanediol, 1,6-hexanediol, 1,7-heptanediol,
1,8-octanediol, 1,9-nonanediol and 1,10-decanediol). Detailed
syntheses are provided in the ESI.† The chemical structures of
the monomers (NB2, NB3, NB4, NB5, NB6, NB7, NB8, NB9 and
NB10) are listed in Fig. 1.

Polymerization of diol-based thermosets

Diol-based thermosets were synthesized from the corresponding
monomers. The GC2 solution was freshly made as described
previously in ref. 35 and then added to the monomers. After
thoroughly mixing and rapidly transferring to the PTFE mold,
the monomers were polymerized at 180 1C for 2 minutes.

Preparation of composites

This work used five sheets of dry woven flax fibers to prepare
the composites through the vacuum-assisted resin-transfer
moulding (VARTM) technique (Fig. S10, ESI†). NB5 or NB10
was mixed with GC2/phosphite solution to obtain liquid resin as
matrix for composites. A low vacuum (�0.95 MPa) was applied
to infuse the resins and compact the layup for producing the
composites. After that, the layup was moved into an air oven at
180 1C for 2 minutes.

Characterization

Fourier transform infrared (FTIR) spectra were obtained from a
Nicolet-560 spectrometer in the range of 4000–400 cm�1 at a
resolution of 4 cm�1. 1H and 13C NMR spectra were recorded on
a Bruker TD-65536 NMR (400 MHz) spectrometer using CDCl3

as the solvent and tetramethylsilane as internal standard.
Differential scanning calorimetry (DSC) tests were conducted using
DSC Q20 (TA Instruments) at a heating rate of 10 1C min�1 under a
constant nitrogen flow (50 mL min�1). Dynamic mechanical

analysis (DMA) measurements were performed using a TA
Instrument DMA Q800 at 1 Hz in three-point bending mode.
Specimens, 30 mm � 10 mm � 2 mm (length � width �
thickness) were analyzed at a heating rate of 5 1C min�1 under
nitrogen. Thermal gravimetric analysis (TGA) was performed
with a TGA 4000 (PerkinElmer) system under nitrogen atmo-
sphere from 40 to 500 1C at a heating rate of 10 1C min�1.
Tensile testing was conducted using an Instron 5967 with a
30 kN load cell. The dog-bone specimens were tested following
ISO standard 8256 type 1BB dimensions. Tests were performed
at a crosshead speed of 2 mm min�1. We calculated the tensile
modulus over a range of load from 2 N to 18 N.

Results and discussion

All the diol-based thermosets were synthesized as shown Fig. 1,
that is, the synthesis of diol-dinorbornenyl-derived monomers
and polymerization of the corresponding monomers. All the
monomers (i.e., NB2, NB3, NB4, NB5, NB6, NB7, NB8, NB9 and
NB10) were synthesized from 5-norbornene-2-carboxylic acid
and diols, and the detailed syntheses are given in the ESI.† After
getting these monomers, this work focused on whether these
monomers could be rapidly polymerized completely in the
presence of GC2. We first used DSC to study the polymerization
behaviour of the diol-derived monomers. After mixing with GC2
(50 ppm per norbornenyl double bond), the resins were probed
by DSC, Fig. S1 (ESI†).

As can be seen from the DSC curves, all the exothermic peaks
were single peaks and appeared below 100 1C. This indicated

Fig. 1 Synthesis of diol-based monomers and thermosets. (i) oxalyl
chloride, DCM. (ii) diols, triethylamine. (iii) GC2, 180 1C, 2 minutes.
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that these monomers can polymerize at low temperature. The
measured exothermic peak temperatures and the amount of
heat released (DHP) were respectively plotted in Fig. 2(a) and (b).
According to Fig. 2(a), a little variation was observed in the
exothermic peak temperature, which was located at B72 1C. For
the amount of heat released, DHP increased as the alkyl chain
length of the diols increased. For example, the DHP s of NB2,
NB5 and NB9 were respectively 58.2 kJ mol�1, 70.4 kJ mol�1 and
75.4 kJ mol�1. However, the DHP of NB10 decreased compared
to that of NB9. Steric structures affect the polymerization, since
the driving force of ROMP is the release of strain in the ring
structures.36 In this work, steric hindrance was present in the
obtained monomers, namely, endo- and exo- diol-derived mono-
mers. This is because there is a combination of isomers (endo-
and exo-) in the starting material, 5-norbornene-2 carboxylic acid. To
understand the effect of steric hindrance on the polymerization, the
ratios of endo- and exo- monomers were calculated by 1H NMR
spectroscopy and eqns S-1 and S-2.37 All the monomers exhibited a
similar ratio of B70/30, implying that steric hindrance had little
influence on the polymerization. Diffusion and concentration of the
monomers also affect polymerization, therefore, polymerization
behaviors of the diol-based monomers varied as the flexible alkyl
bridge structures of diols were altered.38–40

As mentioned previously, this contribution focused on rapid
synthesis of diol-based thermosets, and we synthesized these
thermosets at 180 1C for 2 minutes. The issue was whether
the diol-derived monomers polymerized completely under the
current process? This was investigated by detecting the heat
released from the diol-based thermosets using DSC, and the

curves are shown in Fig. S2 (ESI†). As can be seen, no obvious
exothermic peaks were observed, probably suggesting that the
diol-derived monomers polymerize completely.

To better explore the polymerization, a control, methyl
5-norbornene-2-carboxylate (NB-Me) was synthesized, and its
polymer, PNB-Me, was also synthesized at 180 1C for 2 minutes.
DSC (Fig. S3, ESI†), FTIR (Fig. 3(a)), 1H NMR (Fig. S4, ESI†) and
GPC (Fig. S5, ESI†) confirmed that NB-Me polymerized completely.
In the case of 1H NMR spectrum, for example, cyclic double bond
of NB-Me located at 5.92–6.18 ppm41,42 disappeared, and the
resonances of acyclic double bonds appeared at 5.33 ppm after
polymerization. For FTIR, the bands corresponding to QC–H
stretching vibration (3142 and 3061 cm�1) and cyclic CQC stretch-
ing vibration (1625 and 1571 cm�1) of NB-Me disappeared, and
new band due to QC–H out-of-plane rocking vibration was
observed at 970 cm�1 in the spectrum of PNB-Me.43,44 With the
aid of this control, polymerization behaviors of the diol-derived
monomers were explored by FTIR spectroscopy (Fig. S6, ESI†). For
these monomers, the peaks located at B3128 and B3060 cm�1

corresponding to QC–H stretching vibration, and B1632 and
B1570 cm�1 assigned to cyclic C = C stretching vibration
disappeared after polymerization, while a new absorption by
QC–H out-of-plane rocking vibration was observed at 970 cm�1.
In the case of NB2 (Fig. 3(b)), for instance, absorption at
3128 and 3061 cm�1 disappeared, while new bands appeared
at 969 cm�1. This indicated that the diol-based monomers
can convert into thermosets quickly under the current process.
That is, this work rapidly synthesized diol-based thermosets,

Fig. 2 (a) Peak temperatures, and (b) heat released from diol-derived
monomers in the presence of GC2. Error bars are standard deviation, N = 3.

Fig. 3 FTIR spectra of (a) NB-Me and PNB-Me, and (b) NB2 and PNB2.
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and their crosslinked structures are shown in Fig. 1. Interest-
ingly, it is difficult to probe the crosslinked polymers derived
from ROMP of norbornene and its derivatives due to their
complex architectures, like polydicyclopentadiene. This work
may provide a method to explore the structures.

DMA was applied to evaluate the performance of the diol-
based thermosets, Fig. S7 (ESI†). The data gained from DMA
were collected and listed in Table 1. The Tg values of these
thermosets exceeded 100 1C. PNB2, PNB3, PNB4 and PNB5 had
closer Tg values, and higher than those of PNB6, PNB7, PNB8,
PNB9 and PNB10. This is probably caused by the crosslink
density which plays an important role in the performance.

To prove the view, an equation from the statistical theory of
rubbery elasticity was applied to estimate the crosslink
densities.45,46 This equation can be expressed as

r = E0/3RT

where E0 is the storage modulus at 40 K above Tg. T is Tg + 40 K.
R is the universal gas constant, 8.314 J (mol K)�1. The crosslink
densities of diol-based thermosets were calculated and are
shown in Table 1. As can be seen, the crosslink densities were
roughly consistent with the variety of the Tg values. Crosslink
densities of PNB2, PNB3, PNB4 and PNB5 were higher than
those of PNB6, PNB7, PNB8, PNB9 and PNB10. These might be
attributed to the alkyl bridge structures of diols.

In order to assess the mechanical properties of these diol-
based thermosets, tensile properties were measured, Fig. S8
(ESI†). The results are summarized and plotted in Fig. 4. As can
be seen, all the thermosets’ tensile strength exceeded 20 MPa,
and PNB4 exhibited the best tensile strength (28.2 MPa). For
tensile modulus, all these polymers were over 430 MPa, among
which PNB3 had the best performance of 655 MPa. In addition,
all these polymers showed elongation at break in the range of
7%–12%, implying good toughness. This suggested that the
diol-based thermosets have good mechanical properties.

Thermal stability of the diol-based thermosets was analyzed
by thermogravimetric analysis (TGA). The TGA thermograms
are shown in Fig. S9 (ESI†), and the data obtained from TGA are
listed in Table 2. The 5% and 10% weight loss temperature
exceeded 198 and 240 1C, respectively, suggesting that these
thermosets have good stability and can be widely applied.

Due to good mechanical properties, thermal stability and
chemical resistance, thermosets are suitable to be used as the

matrix of composite components. Diol-derived thermosets can
be a potential candidate for the matrix of composites; this work
hence also attempted to fabricate the composites. In the case of
traditional processing, the manufacture of thermoset components
requires the monomer to be polymerized at 180 1C for several
hours.47 However, following this work, one can fabricate compo-
sites in 2 minutes by polymerizing woven flax fibers infused with
the monomer solution because diol-derived monomers can rapidly
polymerize. PNB5/woven flax fiber (PNB5C) and PNB10/woven flax
fiber (PNB10C) composites were manufactured through vacuum-
assisted resin transfer molding (VARTM), Fig. S10 (ESI†).

Tensile properties of the composites were also measured,
and the representative stress–strain curves are shown in Fig. 5.
Tensile strength, tensile modulus and elongation at break of
PNB5C were respectively 40.5 MPa, 927 MPa and 16.7%, and those
of PNB10C were 35.3 MPa, 536 MPa and 24.4%, respectively.
Compared to PNB5 and PNB10 (Table 3), there were great
enhancement in the tensile properties. This suggests that diol-

Table 1 DMA data of diol-based thermosets

Tg (Tan
Delta, 1C)

E0 (298 K,
MPa)

E0 (Tg+ 40 K,
MPa)

r (� 103,
mol m�3)

PNB2 131 1649 147 13.2
PNB3 132 1499 122 11.0
PNB4 129 1255 115 10.4
PNB5 130 1139 127 11.5
PNB6 111 1101 102 9.6
PNB7 103 717 47 4.3
PNB8 106 976 68 6.5
PNB9 112 942 82 7.7
PNB10 102 686 40 3.8

Fig. 4 (a) Tensile strength and tensile modulus, and (b) elongation at
break of diol-based thermosets. Error bars are standard deviation, N = 5.

Table 2 Summary of TGA data of diol-based thermosets

Td5 (1C) Td10 (1C)

PNB2 198 240
PNB3 217 240
PNB4 240 333
PNB5 254 385
PNB6 259 389
PNB7 249 380
PNB8 310 394
PNB9 259 385
PNB10 249 366
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based thermosets are good matrices for rapid manufacturing of
composites.

Conclusions

In summary, this work focuses on rapid manufacturing of diol-
based polymers and composites via ROMP. A series of diol-
derived monomers were synthesized. These liquid monomers
can transform into thermosets at 180 1C in 2 minutes, which
benefit the fabrication of composites rapidly through woven
flax fibers infused with the monomer solution. Diol homolog-
based thermosets exhibited good thermal properties and
mechanical properties, and their performance can be enhanced
significantly by manufacturing woven flax fiber composites. We
believe that diol-based thermosets can be widely used in
various fields as a substitute for petroleum-based polymers.
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Tensile module (MPa) 648 � 26 927 � 60 469 � 13 536 � 43
Elongation at break (%) 7.3 � 1.2 16.7 � 1.3 8.2 � 0.7 24.4 � 1.8
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