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Abstract: For the first time, next to the flammability tests (LOI, UL-94 HB, VBB, TGA), experimental
tests and computer simulation have been conducted on the flame spread and combustion of glass
fiber-reinforced epoxy resins (GFRER) with 6% graphene and 6% DDM-DOPO flame-retardant
additives. The downward rates of flame spread (ROS) in opposed flow with oxidizer and the upward
ROS along GFRER composites have been first measured as well as the distribution of temperature
over the combustion surface of the composites with flame-retardant additives and without them. The
LOI and UL-94 HB tests showed a reduction in the flammability of GFRER when flame retardants
were added and predicted a higher effectiveness of DDM-DOPO compared to graphene. Adding
DDM-DOPO resulted in increasing the rate of formation of the volatile pyrolysis products and
their yield, indicating, together with the other data obtained, the gas phase mechanism of the flame
retardant’s action. Adding graphene resulted in an increase in the soot release on the burning surface
and an increase in the amount of non-volatile pyrolysis products on the burning surface, reducing the
amount of fuel that participated in the oxidation reactions in the gas phase. The developed numerical
combustion model for GFRER with a DDM-DOPO additive, based on the action of DDM-DOPO as a
flame retardant acting in the gas phase, satisfactorily predicts the effect of this flame retardant on the
reduction in downward ROS over GFRER for 45–50% oxygen concentrations. The developed model
for GFRER with graphene additive, based on a reduction in the amount of fuel and increase in the
amount of incombustible volatile pyrolysis products when graphene is added, predicts with good
accuracy downward ROS over GFRER depending on oxygen concentration.

Keywords: flame spread; opposed flow; polymer composites; flame retardants; numerical modeling;
temperature measurement; glass fiber reinforcement; pyrolysis; flammability

1. Introduction

Glass fiber-reinforced plastics based on epoxy resins are some of the most promising
structural polymer materials. These materials are widely used in different industries,
primarily in the aircraft industry. Next to durability, the non-combustibility of structural
materials is their important characteristic. Reinforcement of the material with glass fiber
reduces its combustibility a little and improves its mechanical properties, but the binder
(epoxy resin) remains easily combustible. During the thermal decomposition of epoxy
resin, char is formed, which may protect the unburnt polymer from the heat generated by
flame; however, the protective properties of char are insufficient for the material to pass
a stringent industrial standard flammability test, such as UL-94 V0. Thus, the addition
of flame retardants is one of the practical means to improve the flame retardancy of an
epoxy resin system [1,2]. Recently, the highly efficient flame-retarded epoxy resin systems
based on the diglycidyl ether of bisphenol A (DGEBA) resin have been presented [3–6].
Flame retardant may affect the thermal decomposition of a polymer as well as inhibit the
oxidation of volatile gaseous products [7].
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Over the many years of research of the combustion of various polymer materials,
a large number of flame retardants have been developed. Several decades ago, flame
retardants for polymer materials were mostly halogen-containing substances (for the most
part, based on bromine and chlorine); however, adding them significantly increased the
toxicity of the products of pyrolysis and combustion of the material. In [8], brominated
dioxins and furans from the pyrolysis of a brominated diphenyl oxide were detected
at 510–630 ◦C. Therefore, a large number of studies began to be published, which were
aimed at the synthesis of flame retardants not containing halogens [9]. At the time of this
writing, there exist flame-retardant additives based on phosphorus, nitrogen, graphene
and different metals. Yet, flame retardants based on phosphorus such as ammonium
polyphosphate [10], 9,10-dihydro-9-oxa-10-phosphaphenanthrene-10-oxide (DOPO) [11,12]
and graphene oxide [13] proved to be most common.

Phosphorus-containing flame retardants may reduce the flammability of a polymer
both by forming a carbonaceous frame (char) in the condensed phase and by inhibit-
ing gas-phase reactions. There are three mechanisms by which the formation of char
reduces the combustibility of solid fuel: (1) part of the carbon (and hydrogen) remains in
the condensed phase, thus reducing the yield of gaseous products upon decomposition;
(2) the char layer of low thermal conductivity serves as a thermal insulator for the polymer,
and (3) the dense char acts as a physical barrier for the yield of gaseous fuel degradation
products [14]. In the gas phase, phosphorus-containing flame retardants accelerate the
recombination of H and OH radicals, thus slowing down the combustion reaction in the
gas phase [15]. The combustibility of glass fiber-reinforced composites and the impact of
different additives on their combustion were actively investigated in [16–18]. In [19,20],
the thermomechanical properties of fiber-reinforced composites at higher temperatures
were studied. In these works, the thermal degradation and combustion of composites were
studied in thermogravimetric tests, cone calorimeter tests, and the main thermophysical
parameters of the samples were measured, as the thermal conductivity of solid fuel has a
great impact on the flame spread. In the works by Kandare et al., the influence of certain
flame-retardant additives (cellulose, melamine phosphate) on the flammability and mechan-
ical properties of fiber-reinforced epoxy composites was examined. Using TGA, the kinetic
parameters of thermal degradation of glass fiber-reinforced composites were determined.

As a rule, the influence of flame retardants on the combustion of glass fiber-reinforced
composites was investigated on the basis of TG tests, the cone calorimeter test, UL-94, LOI,
SEM (scanning electron microscopy), and FTIR [10,21–23]. Certain authors indicate the
presence of synergism at the simultaneous action of graphene and phosphorus-containing
flame retardants in composite materials based on epoxy resins [24,25]. However, flamma-
bility tests do not always provide precise information on the behavior of a material under
conditions of a fire. In this case, a more precise prediction of the behavior of materials and
the mechanism of the action of flame retardants may be obtained on the basis of experi-
mental data on the flame spread over a polymer. For instance, the limits of flammability
of fire-proof materials (meta- and para-aramid fabrics (NOMEX and Kevlar), poly-imide
film (Kapton) and polycarbonate (PC)) in the opposed oxidizer flow were investigated
in [26]. Flame spread over carbon fiber-reinforced plastics (CFRP) in an oxidizer flow was
investigated in [27,28]. The authors found that the high thermal conductivity of the carbon
fiber controls flame spread over CFRP.

When investigating flame spread over fire-resistant solid fuels, in order to maintain
their combustion, the authors [29] used an external heat flow onto the surface of the fuel,
and the authors [26] raised oxygen concentration in the gas phase. Such studies allow
researchers better to understand the mechanisms of fire emergence and growth and may be
useful in developing more effective fire-resistant materials.

The general goal of this study was to investigate the mechanism of reducing the
flammability of fiber-reinforced epoxy resin (GFRER) by adding graphene and DDM-
DOPO flame-retardant additives.
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The majority of the available works on the flammability of fiber-reinforced polymer
materials with flame retardants are devoted to the study of the behavior of materials in
different tests, and little attention is paid to the spread of flame over them, which is the case
under conditions of a fire. In addition, there are no data in the literature on the development
of models and numerical simulation of flame spread over glass fiber-reinforced plastics
both without the addition of flame retardants and with additives. Thus, the novelty of this
research is an experimental study of the mechanism of the flame-retardant effect on the
combustion of glass fiber-reinforced epoxy resins not only under standard flammability test
conditions but also under conditions of flame spread at an increased oxygen concentration
and the presence of an external flame source. The novelty of this study consists in the
development of a model and the numerical simulation of flame propagation over reinforced
GFRER composites without the addition of flame retardants and with the addition of 6%
graphene and 6% DDM-DOPO, which makes it possible to predict the downward flame
spread over these materials.

It should also be noted that the importance and relevance of this study lies in the need
to reduce the flammability of fiber-reinforced epoxy resin, which is promising for use in
the aircraft industry due to the danger of fires and deaths on board the aircraft.

2. Experimental Section
2.1. Materials

The research includes a number of studies on the flammability of glass fiber-reinforced
polymers with 6% graphene and 9,10-dihydro-9-hydroxy-10-phosphaphenantrene-10-
oxide-4,4′-diaminodiphenylmethane (DDM-DOPO) flame-retardant additive and without
them. The sample slab’s thickness was 0.95 mm. The slabs were prepared from prepreg
based on T-15 (P)-76 fabric (92) by vacuum forming. There were 6 layers in the glass fiber
fabric. The binder content in the prepreg was 35%. The binder composition included resin
diglycidyl ether of bisphenol A (DGEBA, CAS 1675-54-3), which was obtained from Sigma-
Aldrich Co. (St. Louis, MO, USA). The use of this resin demonstrated better, compared
with epoxy resin, effectiveness of reducing the combustibility of the composites [4]. The
curing agent was 4,4-diaminodiphenylmethane (DDM) (CAS 101-77-9), which was obtained
from Sigma-Aldrich Co. (USA). The curing agent DDM was introduced into the DGEBA
resin as fine powder. Graphene was produced by the RUSGRAPHENE company. The
photographs of the GFRER + 6% graphene surface are shown in Figure S1 (Supplemental
Materials). DDM-DOPO was provided for the tests by Prof. Yuan Hu from the USTC China.
The method of synthesizing DDM-DOPO was previously described in [12]. Before being
introduced, graphene was dispersed in an ultrasonic bath in acetone in the ratio of 1 g
graphene to 100 mL acetone during 1 h at room temperature. After that, epoxy resin was
added to graphene dispersion in acetone and was stirred for 2 h. Then, the mixture was
heated in an oil bath at the temperature of 130 ◦C during 0.5 h to remove acetone. After
that, the mixture was cooled to room temperature, finely ground DDM powder was added
to it, and the mixture was stirred for 2 h. Before DDM-DOPO and the curing agent (DDM)
were introduced into epoxy resin, they were ground to a fine powder and then mixed with
the resin during 2 h at room temperature. The obtained mixtures of resin, graphene and
DDM, as well as of resin, DDM-DOPO and DDM, were used for making prepregs. The
glass fiber matrix was oriented in one direction for all the layers of the prepreg, indicating
the one-directional structure of the fiber reinforcement. The curing mode was as follows:
100 ◦C for 2 h, 150 ◦C for 2 h. The density of the obtained sample slabs was 1420, 1430
and 1480 kg/m3 (±30 kg/m3) for GFRER, GFRER + 6% DDM-DOPO and GFRER + 6%
graphene, respectively.



Polymers 2022, 14, 3379 4 of 18

2.2. Thermal Degradation Analysis

The thermal decomposition of the samples was studied using thermogravimetric
analysis (TGA). Pieces of GFRER slabs weighing 3–4 mg were placed in an aluminum
crucible using a synchronous TG/DSC analyzer STA 409 PC (Netzsch) in a 100 v% helium
and 79 v% He + 21 v% O2 flow with a volumetric velocity of 27 cm3/min (NTP). The
samples were heated from 30 to 580 ◦C at the heating rate of 30 K/min. All the experiments
were repeated at least 3 times.

2.3. LOI, UL-94 HB

The LOI (in accordance with ISO 4589-2) and UL-94 HB (according to EN 60695-11-10)
tests were performed for the GFRER composites under study with 6% graphene and 6%
DDM-DOPO flame-retardant additives according to standard methods. The accuracy of
determining LOI was ±0.1%.

2.4. Downward Flame Spread Experiments

The experimental setup used for the tests was similar to that used in [18]. The sample
slabs of GFRER with 6% graphene or DDM-DOPO additive or without it were inserted
into a thin aluminum frame (sample holder) 2 mm thick to prevent the flame spread along
the side surfaces, while the width of the open surface of the sample (over which the flame
propagated) was 20 mm. The sample length was 75 mm. The sample and the frame were
marked with a step of 10 mm to measure the rate the flame spread (ROS) from the video
recording of the experiments with a FujiFilm x-A20 camcorder (the shooting frequency was
30 frames per second).

The experimental setup for studying downward flame spread is shown in Figure 1.
The sample was suspended in a cylindrical transparent quartz tube with a diameter of
64 mm and a length of 45 cm using a duralumin holder. Using MKS flow controllers,
a mixture of N2 and O2 of various concentrations (30–50 v% O2) was fed into the tube
through polyethylene hoses. A honeycomb, a foam rubber flow equalizer, was installed
in the pipe at the inlet. For all types of samples and oxygen concentrations, the flow rate
was fixed during the experiment at 4 cm/s. The sample was ignited from above using a
propane–butane burner after turning on the opposed oxidizer flow (the process of ignition
of the sample with the burner is schematically shown in Figure 1 (the center)). An opening
was made in the pipe to which a short viewing pipe was glued that was 50 mm in diameter
and covered at the end with polyethylene film 0.005 mm thick passing infrared radiation.
Through the viewing pipe, the thermal image of the sample surface was recorded using
an IR camera Guide C400, which was followed by the calculation of temperature on the
sample surface as a function of time. The transmission factor of the polyethylene film
and the sample surface radiation factor were determined by way of calibration with a
Pt-PtRh10% thermocouple 50 micron thick embedded into the surface of the same sample.
The recording frequency of the IR camera was 1 Hz.

When the GFRER sample was burnt, the combustion products entered the gas phase
to form soot deposits on the surface of the burnt sample. After burning of the sample,
soot was collected from its surface, and its weight was measured. The complete yield of
the combustion products into the gas phase, including gaseous volatile products and soot
deposits, was determined as the difference in mass between the original sample and the
burnt sample, which was rated by the mass of the original sample.
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Figure 1. The schematic of the experimental setup (front view—(left), side view—(center)) and its
photo (right).

2.5. Vertical Bunsen Burner Test

The vertical Bunsen burner test (VBB) (ASTM D3801-20a) is used to assess flammability
and the behavior of solid materials at burning. In the study, its configuration was used,
which was similar to that used in the above standard. The experimental setup for the case
was similar to that used in [30]. In the experiment, the sample with the dimensions of
30 × 80 mm2 was located vertically above the outlet of the burner, as shown in Figure 2.
The aluminum holder covered the sides of the sample, and the exposed surface was 20 mm
wide. The burner was a copper pipe with the internal diameter of 11 mm and wall thickness
of 1.5 mm. The lower edge of the sample was placed symmetrically relative to the burner
outlet at the elevation of 24 mm. A laminar diffusion flame fueled by propane gas was
maintained during the entire test. The fuel flow rate was set to be 0.5 ± 0.05 cm3/s. The
transient variation of the sample weight was recorded with an electronic balance, onto
which a sample holder was installed. Ignition and burning of the sample were recorded
with a video camera. The sample surface temperature was recorded similarly to the case
described in 2.3, but there was no polyethylene film between the IR camera and the sample.
The camera was calibrated, accordingly, without the film. Tests were repeated at least
3 times to specify the mass loss rate to reach the relative 20% accuracy.
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Figure 2. The experimental setup for VBB test. 1—electronic balance, 2—burner, 3—thermocouple
for calibration, 4—sample, 5—sample holder, 6—ADC, 7—PC, 8—IR-camera.

3. Numerical
Formulation

To predict downward flame spread over GFRER, as well as flame spread over the
horizontal surface of GFRER, the following mathematical model was formulated, which
takes into account coupled heat and mass transfer between gas phase flame and solid fuel,
multicomponent reacting gas flow, gas phase combustion, heat transfer and pyrolysis in a
solid material [18,31–35]:

∂ρ

∂t
+

∂ρuj

∂xj
= 0 (1)

ρ
∂ui
∂t

+ ρuj
∂ui
∂xj

= − ∂p
∂xi

+
∂

∂xj
µ

∂ui
∂xj

+ (ρa − ρ)gi (2)

ρC
∂T
∂t

+ ρujC
∂T
∂xj

=
∂

∂xj
λ

∂T
∂xj

+ ρWQ−
∂qr

j

∂xj
(3)

ρ
∂Yk
∂t

+ ρuj
∂Yk
∂xj

=
∂

∂xj
ρD

∂Yk
∂xj

+ νkρW (4)

ρ = p/RT (5)

Here, xi = {x, y}, ui = {u, v}, k = {F, O, P}, νk = {−1,−νO, 1 + νO}, gi = {g, 0}.
A single-step mechanism employed here to predict gas phase combustion was ex-

pressed as
F + νOO + I → (1 + νO)P + I (6)

in which the reaction rate is expressed in an Arrhenius form

W = kYFYO exp(−E/R0T) (7)
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Solid material was a composite (fiber-reinforced plastic) made of a combustible binder
(epoxy resin) reinforced with non-combustible glass fibers. The model was formulated to
take into account these two components. The energy conservation equation of the solid
material was expressed as:

ρsCs
∂Ts

∂t
=

∂

∂xj
λ

j
s
∂Ts

∂xj
+ η0

bρbQbWb (8)

A reaction rate of pyrolysis reaction is given by

Wb = (1− α)nkb exp(−Eb/R0Ts) (9)

where the conversion degree varies from 0 to 1 and is defined as

dα

dt
= Wb (10)

The kinetic parameters used in Equation (9) were determined from the TGA data.
Density of the solid material was defined taking into account binder burnout as follows:

ρs = η0
b(1− α)ρb +

(
1− η0

b

)
ρ f (11)

The local mass burning rate (combustible volatiles gasification rate) at a burning
surface was defined as

.
mb(x) = η0

bρb

Ls(x)∫
0

Wbdy (12)

The gas-phase mechanism of action of DOPO-based flame retardants has been con-
firmed by numerous studies [11,12,23,36,37]. The use of DOPO-based flame retardants
results in the release of PO into the gas phase, which results in effective flame inhibition [38].
Thus, based on the analysis of the experimental data, a DDM-DOPO flame retardant is
assumed to take effect primarily in the gas phase. The pre-exponential factor of the gas
phase combustion reaction is reduced in the following way

kg,DOPO = (1−ψYDOPO)kg, (13)

where YDOPO is the initial mass fraction of DDM-DOPO in the solid composite material,
and ψ is the inhibition effect coefficient.

The effect of a graphene-based flame retardant was taken into account based on the
following considerations. The experimental observations show intensive soot formation
during flame spread over GFRER slabs inhibited by graphene-based flame retardant. This
soot accumulates on the thermocouples, as well as on the burning surface, which results
in the growth of a porous structure on a composite sample. We presume that a part of
the total gaseous pyrolysates (1−YF,s)

.
mb(x) is non-combustible gas, which is further

converted into soot, while YF,s
.

mb(x) goes to the gaseous fuel. YF,s represents the inhibition
effect coefficient. It is to be noted that in the model according to Equation (4) (1−YF,s),
part of the local mass burning rate (

.
mb(x)) is supplied to P (products). The boundary

conditions for the governing Equations (1)–(4) and (8) are generally accepted and are
presented elsewhere [31,35].

The density of the binder is ρb = 1165 kg/m3, and the density of the glass fibers is
ρ f = 1670 kg/m3. The mass fraction of the binder is γ0

b = 0.35, which corresponds to the

volume fraction η0
b =

γ0
b /ρb

[γ0
b /ρb+(1−γ0

b)/ρ f ]
= 0.43; thus, the initial density of the composite

material is ρs = η0
bρb +

(
1− η0

b
)
ρ f = 1440 kg/m3, which varies according to Equation (11).

The thermal conductivity of GFRER in a direction normal to glass fibers is
λ

y
GFRER = 0.25 W/m/K [18,19]. The thermal conductivity of GFRER in a direction along
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the fibers is set to λx
GFRER= 0.20 W/m/K [18,39]. The specific heat capacity of GFRER at

temperatures close to the temperature of the burning surface is Cs = 1400 J/kg/K [18].
The thermal decomposition of epoxy resin produces high yields of low-molecular

gaseous components (methane, carbon monoxide) [40]. Thus, kinetic parameters of the
gas-phase combustion reaction were set to be similar to previous studies [31–33]: activation
energy of E = 90 kJ/mol and pre-exponential factor of k = 1010 1/s. The heat release of
GFRER combustion was set to be Q = 25.5 MJ/kg, according to the measurements [41].

The various gaseous products released by epoxy resin decomposition [40] make it
impossible to provide reasonable arguments for some value of the stoichiometric coefficient
νO in Equation (4). Thus, νO was set to be 1.7 based on preliminary calculations aimed at
reaching an agreement between the measured and predicted flame spread rate.

4. Results and Discussion
4.1. Results of the TGA, LOI, UL-94 HB and VBB Tests

Figure 3 shows a comparison of the thermogravimetric curves of the degradation of
GFRER and GFRER with 6% graphene and 6% DDM-DOPO additives. The data for inert
medium (He) are shown in Figure 3a,b, whereas the data for the «air» (He + O) medium
are shown in Figure 3c,d.

Figure 3. Thermogravimetric data of pure GFRER and GFRER composites. (a) TG in inert medium,
(b) DTG in inert medium, (c) TG in air atmosphere and (d) DTG in air atmosphere.

One can see from Figure 3 and Table 1 that in inert medium, adding 6% graphene
results in the increase in the thermal degradation velocity of the GFRER sample by 23%
and in the increase in the total yield of the volatile pyrolysis products by 4–5%. Adding 6%
DDM-DOPO results in a decrease in the temperature of the degradation rate maximum by
5 K and thus in an increase in the volatile products yield rate compared with the sample
without additives. At the same time, the total yield of the volatile pyrolysis products
increases by 4–5% due to a reduction in the char yield. In the case of GFRER without
a flame-retardant additive, the char yield is 9%. In the case of composites with flame
retardants, DDM-DOPO and graphene interact with the polymer in the condensed phase.
When flame retardants are added, solid-phase reactions with the binder occur, leading
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to the formation of the additional amount of new volatile pyrolysis products, which are
not formed during the decomposition of GFRER without additives. The release of these
volatile products results in a decrease in the residue mass, which is visible on TG.

Table 1. The LOI, UL-94, and TGA data, the mean mass loss rate (MLR), and the total mass loss
(TML) in the VBB test.

Sample LOI, % UL-94 HB with ROS,
mm/min MLR in VBB, g/s TML in VBB, g Tmax DTG in

Inert, ◦C

GFRER 22.4 44.5, burned out 1 0.015 ± 0.002 0.51 ± 0.11 412
GFRER + 6% graphene 23.9 38.3, burned out 1 0.010 ± 0.002 0.93 ± 0.18 411

GFRER + 6%
DDM-DOPO 26.5 34.9, self-extinguished 1 0.010 ± 0.002 0.66 ± 0.14 407

1 HB rating.

In air, the sample with 6% graphene additive degrades at a fast velocity and with a
large yield of the volatile pyrolysis products compared with the sample with 6% DDM-
DOPO additive. In addition, in oxidative medium, three phases of degradation were
observed with the degradation rate maxima at ≈320, ≈400, and ≈560 ◦C. When flame
retardants were added, no additional phases were observed; therefore, three degradation
phases in air are related only to the binder. In [40], where the oxidative pyrolysis of epoxy
resin based on DGEBA was investigated, it is stated that the oxidative destruction of
epoxy resin cannot be unequivocally interpreted and includes the synergistic effects of
pyrolysis proper and of heterogeneous oxidation. The authors of this study also relate that
in air atmosphere, the initial gaseous products are formed at the temperature of around
300 ◦C, while large amounts of CO2 and CO are formed at a higher temperature. In the
atmosphere of O2, new compounds of the oxygen group are formed upon the degradation
of epoxy resin, which are absent at degradation in inert medium. The loss of the sample
mass at the temperature of 450 ◦C (the second peak) is suppressed by the increase in the
O2 concentration

In modeling of the flame spread over glass fiber-reinforced plastic, pyrolysis kinetics
was used, which was obtained from TG and DTG in inert medium (Figure 3a,b), as the
development of a model of thermal degradation depending on the share of oxygen near the
sample surface is an essential complication. The major share of the yield of the pyrolysis
products is observed in the combustion zone far from the flame front, where there is no
oxygen near the glass fiber-reinforced polymer surface, and pyrolysis of the binder occurs
practically in inert medium. Assuming that the pyrolysis reaction occurs in one stage and
is of the first order, from the data in Figure 3a,b, the kinetic parameters of pyrolysis were
obtained using the established method [42]. The obtained kinetic parameters for GFRER
were: n = 1, E = 166 kJ/mol and A = 6.97 × 1010 1/s. In the case of DDM-DOPO, the
same kinetic parameters of pyrolysis were determined. In the case of graphene, the kinetic
parameters obtained were: n = 3, E = 267 kJ/mol and A = 1.4 × 1019 1/s. The accuracy of
determining the pyrolysis rate constant by this method is factor 10.

The LOI and UL94 data, the mean mass loss rate (MLR), and the total mass loss (TML)
in the VBB test are shown in Table 1.

One can see that adding 6% graphene leads to the 1.5% increase in LOI, and adding
6% DDM-DOPO leads to a 4.1% increase.

All the samples, including the pure sample, passed the UL-94 HB test. Adding the
flame retardant reduced the flame spread rates in the UL-94 HB test, and adding DDM-
DOPO led to self-extinction of the sample. In the UL-94 HB test, adding graphene and
DDM-DOPO led to the decrease in the burning rates of the GFRER samples, and in the
VBB test, it led to the decrease in the mass loss rate. According to the LOI and UL-94 HB
test data, adding 6% DDM-DOPO more effectively decreased the flammability of the glass
fiber-reinforced polymer than adding 6% graphene.
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In the VBB test, when permanently exposed to the pilot flame, graphene and DDM-
DOPO equally well decreased the mass loss rates. However, the total mass loss proved
to be higher for the samples with flame-retardant additives, with the graphene additive
raising this parameter higher compared with the DDM-DOPO additive. The increase in the
mass loss in the case of adding flame retardants seems to be related to a smaller amount of
the char formed, which can be seen from the TGA data. No dripping during VBB burning
was found.

4.2. Downward Flame Spread over GFRER Composites in Opposed Oxidizer Flow

Figure 4 shows the measured and calculated dependencies of the average flame
spread rate during downward burning, after the onset of the stationary mode, on oxygen
concentration. The increase in oxygen concentration led to the increase in ROS, similarly
to the glass fiber-reinforced composites in [18]. Adding 6% graphene or 6% DOPO-DDM
led to a reduction in the rate of flame spread. At 35% oxygen concentration, the GFRER
+ 6% DDM-DOPO samples became self-extinguished in the experiment, whereas for the
GFRER and GFRER + 6% graphene samples, self-sustained combustion was observed.
DDM-DOPO contains phosphorus; therefore, it is supposed that the degradation products
of DDM-DOPO formed in the gas phase participate in the recombination reactions of
radicals H and OH, resulting in flame extinction. In the experiment, the effect of both flame
retardants regarding the reduction in ROS at O2 concentrations greater than 37.5% was
practically similar, which agrees with the results of the VBB test.

Figure 4. The measured and calculated dependences of ROS on oxygen concentration for downward
flame spread over GFRER.
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The modeling data shown in Figure 4 satisfactorily predict a change in the rate of flame
spread depending on oxygen concentration both for the pure sample and for the samples
with graphene and DDM-DOPO additives. In modeling, self-extinction of the sample with
6% DDM-DOPO additive occurs for 35% O2 concentration (limiting oxygen concentration)
and lower. In a similar way, self-extinction for this case is observed in the experiment,
which is related to insufficient heat release in the gas phase for self-sustained flame spread.
The model well predicts the dependence of ROS on O2 concentration for samples with
the graphene additive, which reduces the amount of the combustible pyrolysis products
participating in the reactions of burning and raises the amount of non-combustible pyrolysis
products (gaseous soot). At the same time, the model slightly underpredicts the dependence
of ROS on O2 for GFRER + 6% DDM-DOPO. The volatile phosphorus-containing products
of DDM-DOPO pyrolysis reduce the rates of the gas-phase chemical reactions. Variance
exceeding the experimental accuracy is observed only at oxygen concentrations less than
45%, which seems to be related to the simplicity of the reaction mechanism used in the
model. To be true, using a detailed mechanism of reactions in the gas phase will improve
agreement with the experiment; however, the calculation time will significantly increase.

A comparison of the calculated temperature profiles and those measured with the IR
camera on the composites’ surface at flame spread is shown in Figure 5. The temperature
profiles in the model and in the experiment are close in the preheating area (≈0 mm from
the flame front). Due to active soot formation, temperature far from the flame front may be
measured by an IR camera with an error, as the surface radiation factor varies. Therefore,
comparison of the temperature profiles is shown for the distances from the flame front
from −10 to 10 mm. Yet, the major contribution to the rate of flame front shifting (ROS)
is made by the temperature gradient from the flame to the sample surface near the flame
front, where, as the observations have shown, there is no soot accumulation; therefore, ROS
is well predicted by the model (Figure 4).

Figure 5. The temperature of the surface slabs (a) GFRER, (b) GFRER + 6% graphene, (c) GFRER + 6%
DDM-DOPO. The experiment and the model.

The characteristic knee of the temperature profile was observed in the experiment near
0 mm at the temperature of 450–500 ◦C. In the model, a temperature peak was observed
near the flame front, whereas in the experiment, it may be missing for two reasons: (1) the
low temporal resolution of the IR camera (1 Hz corresponds to approximately ≈1 mm) and
(2) the start of soot formation preventing direct observation of the sample surface by the
IR camera.
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At the distance of 0–10 mm from the flame front (before the start of active soot
formation) in the experiment, adding flame retardant did not affect the maximum value of
the sample’s surface temperature. The preheating rate in the pyrolysis front (0 mm) did
not depend on the presence of the additive and was predicted by the model. Figure S2
(Supplemental Materials) shows distributions of the temperature of the sample surface
at downward flame spread, which were obtained with an IR camera. One can see soot
formation in the flame front and the fact that as the oxygen concentration grows, its amount
on the burning surface increases. In the case of the DDM-DOPO additive, apart from soot
on the surface, it is possible to see the formation of phosphorus-containing decomposition
products of DDM-DOPO.

Figure 6 shows dependences of the total mass loss and of the mass turned into soot
(deposited on the surface) on oxygen concentration in the N2/O2 flow for GFRER compos-
ites. The values provided in Figure 6 are shown in mass percentages from the mass of the
original burning part of the sample (20 mm). An increase in oxygen concentration leads to
the increase in the amount of formed soot for the GFRER composites with flame-retardant
additives. Adding graphene promotes soot formation, especially at higher oxygen concen-
tration. In the case of DDM-DOPO, the measurement error does not allow the increase
in the amount of soot on the sample surface to be explicitly determined compared with a
sample without additives. At high oxygen concentration (>40% O2), greater mass loss is
observed in GFRER samples with flame retardants than in pure GFRER samples, which
agrees with the thermogravimetric analysis data. This may have a positive effect on the fire
protection properties due to the increase in the velocity of the flame retardant’s release onto
the surface and in the gas phase. For oxygen concentrations below 35%, no measurements
were made due to the difficulty of measuring small (≈20 mg) soot masses.

Figure 6. (a) Measured total mass loss of a sample after the experiment, and (b) the mass of soot
collected from the sample surface after the experiment.
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The addition of DDM-DOPO reduces the flammability of GFRER. The effect of DDM-
DOPO in the gas phase is confirmed by the cone calorimeter data in [12] and is consistent
with the simulation results. Volatile phosphorus-containing products of DDM-DOPO
pyrolysis reduce the overall heat release rate of gas-phase chemical reactions by capturing
oxidizing radicals from the origin fuel (here, the gaseous pyrolysis products of epoxy resin),
which are key actors in the combustion process. The addition of DDM-DOPO leads to an
increase in soot formation in the gas phase.

Thus, it is likely that graphene goes to the surface and serves as a promotor of soot
formation. Gaseous products of glass fiber-reinforced composite degradation leave the
solid substance, but a certain share of them do not take part in oxidation with oxygen but
rather are deposited on the sample surface as soot. It is likely that graphene serves as a
condensation site for the resin decomposition products, leading to a smaller amount of the
burnt fuel in the gas phase and, accordingly, a smaller heat flux from the flame onto the
polymer surface. In its turn, the latter leads to reduction in the rate of flame spread. The
paper [43] reports that the addition of expanded graphite to rigid polyurethane foam leads
to an increase in the degree of incomplete combustion and promotes smoke formation,
which is consistent with the observations presented in our work. In addition, there is
evidence in the literature that graphene has adsorbing properties [44].

4.3. Upward Flame Spread over GFRER Composites Impacted by the Attached Flame (VBB)

Table 1 contains values of the mass loss rates and total mass loss of GFRER composites
at upward combustion when exposed to the flame from an open source, similarly to the
vertical Bunsen burner test. The mass loss rate at adding the flame retardants reduced by
33%, and the amount of burnt fuel increased (in the case of adding graphene, more fuel
burnt than in the case of adding DDM-DOPO). At upward combustion, more complicated
conditions of external heating and the flotation effects are implemented than at downward
combustion (photos are presented in Figure S3, Supplemental Materials). The ambivalent
results of the VBB test on the total mass loss seem to be related to the complex mechanism
of decomposition of resin DGEBA in an oxidative medium [40], as under conditions of
upward combustion, the slab is heated at the initial moment of time by a flame source
under the sample, with oxidative destruction of the polymer taking place. Yet, the burning
velocity, which reduces at adding both flame retardants, is the key parameter which has
impact on the flammability of the solid fuel.

Dependence of the temperature of the sample surface on time along the centerline
of the slab is shown in Figure 7. Whereas the samples without additives and with the
6% DDM-DOPO additive were heated almost simultaneously, in the case of the sample
with the graphene additive, a heating delay of 2–3 s was observed. For the pure sample, a
peak-form dependence of temperature on time was observed with the maximum at 430 ◦C.
For the samples with additives, two peaks were observed (the second peak took place
after passing the flame front and was related to soot formation). The temperatures of the
first peak maximum coincided for all the samples. The delay in the heating of the sample
surface in the case of adding graphene seems to be related to the fact that when graphene
is added, the amount of formed soot, i.e., the amount of incombustible pyrolysis products,
increases, resulting in incomplete combustion and, accordingly, in less release of energy
into the flame, heating the sample surface.
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Figure 7. Dependence of the sample surface temperature on time in a VBB test for GFRER.

Thus, DDM-DOPO acts as a flame retardant in the gas phase, while graphene acts in
the solid and gas phases.

5. Conclusions

For the first time, next to flammability tests (LOI, UL-94 HB, VBB, TGA), experimen-
tal studies and the modeling of flame spread and combustion of glass fiber-reinforced
epoxy resins with 6% graphene and 6% DDM-DOPO flame-retardant additives have been
conducted. The downward flame rates of spread in opposed flow with oxidant and the
burning velocity of upward flame over GFRER composites have been measured as well as
the distribution of the sample surface temperatures of the composites with graphene and
DDM-DOPO flame-retardant additives and without them. Both additives equally decrease
the flammability of GFRER. The flammability tests (LOI and UL-94 HB) demonstrate a
significant reduction in GFRER flammability upon adding flame retardants. Adding flame
retardants results in increased soot formation in the gas phase, and adding graphene results
in increased soot deposition on the burning surface. Adding DDM-DOPO results in the
increase in the rate of formation of the volatile pyrolysis products, indicating, together
with the literature data, the gas-phase mechanism of its action. Adding graphene results in
a condensation of the gaseous pyrolysis products on the burning surface, thus reducing
the effective amount of fuel participating in the oxidation reactions in the gas phase and
indicating the action of the flame retardant in the gas and condensed phase. The developed
numerical combustion model for GFRER with DDM-DOPO additive, based on the action
of DDM-DOPO as a flame retardant acting in the gas phase, has demonstrated satisfactory
accuracy in predicting reduction in downward ROS over GFRER. The developed numerical
combustion model for GFRER with the graphene additive, based on the reduction in the
amount of combustible fuel and increase in the amount of non-combustible volatile py-
rolysis products when graphene is added, has demonstrated good accuracy in predicting
downward ROS over GFRER. The data obtained may be used for designing effective rein-
forced non-combustible composites applied in the aircraft industry and for determining a
detailed mechanism of the effect of flame-retardant additives.
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Supplementary Materials: The following supporting information can be downloaded at: https:
//www.mdpi.com/article/10.3390/polym14163379/s1, Figure S1: Micrographs of the GFRER + 6%
graphene surface; Figure S2: The surface temperature distributions during stationary combustion,
obtained using an IR camera, for samples at 35%, 40% and 45% O2 concentrations; Figure S3: Flame
photos of GFRER composites in the VBB test.
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Abbreviations

ADC analog-to-digital converter
GFRER Glass fiber-reinforced epoxy resin
LOI limiting oxygen index
TG thermogravimetry
DTG differential thermogravimetric analysis
Nomenclature
C specific heat capacity (J/kg/K)
D diffusion coefficient (m2/s)
E activation energy (J/mol)
g gravity acceleration (m/s2)
k preexponential factor (s−1)
M molar mass (g/mol)
.

m mass burning rate (g/s)
n pyrolysis reaction order (−)
p pressure (Pa)
Q heat release (J/kg)
q heat flux (W/m2)
R0 universal gas constant (J/mol/K)
T temperature (K)
t time (s)
u velocity (m/s)
W reaction rate (s−1)
x coordinate along fuel surface (m)
Y gas component mass fraction (−)
y coordinate normal to fuel surface (m)
Greek symbols
α conversion degree (−)
γ solid component mass fraction (−)
δ burnout degree (−)
η solid component volume fraction (−)
λ thermal conductivity (W/m/K)

https://www.mdpi.com/article/10.3390/polym14163379/s1
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µ dynamic molecular viscosity (kg/m/s)
ν stoichiometric coefficient (−)
ρ density (kg/m3)
τ half-thickness (m)
ψ inhibition effect coefficient
Subscripts
a ambient
b binder
F fuel
f fiber
g gas
I inert component
O oxidizer
P product
p pyrolysis
s solid
Superscripts
r radiative
x along fuel surface
y normal to fuel surface

References
1. Visakh, P.M.; Arao, Y. (Eds.) Engineering Materials. In Flame Retardants: Polymer Blends, Composites and Nanocomposites; Springer

International Publishing: Cham, Switzerland, 2015; ISBN 978-3-319-03466-9.
2. Wang, W.; Pan, H.; Shi, Y.; Pan, Y.; Yang, W.; Liew, K.M.; Song, L.; Hu, Y. Fabrication of LDH Nanosheets on β-FeOOH Rods and

Applications for Improving the Fire Safety of Epoxy Resin. Compos. Part Appl. Sci. Manuf. 2016, 80, 259–269. [CrossRef]
3. Wang, X.; Niu, H.; Guo, W.; Song, L.; Hu, Y. Cardanol as a Versatile Platform for Fabrication of Bio-Based Flame-Retardant Epoxy

Thermosets as DGEBA Substitutes. Chem. Eng. J. 2021, 421, 129738. [CrossRef]
4. Wang, J.; Ma, C.; Wang, P.; Qiu, S.; Cai, W.; Hu, Y. Ultra-Low Phosphorus Loading to Achieve the Superior Flame Retardancy of

Epoxy Resin. Polym. Degrad. Stab. 2018, 149, 119–128. [CrossRef]
5. Gao, T.-Y.; Wang, F.-D.; Xu, Y.; Wei, C.-X.; Zhu, S.-E.; Yang, W.; Lu, H.-D. Luteolin-Based Epoxy Resin with Exceptional Heat

Resistance, Mechanical and Flame Retardant Properties. Chem. Eng. J. 2022, 428, 131173. [CrossRef]
6. Yang, W.; Wu, S.; Yang, W.; Yuen, A.C.-Y.; Zhou, Y.; Yeoh, G.; Boyer, C.; Wang, C.H. Nanoparticles of Polydopamine for Improving

Mechanical and Flame-Retardant Properties of an Epoxy Resin. Compos. Part B Eng. 2020, 186, 107828. [CrossRef]
7. Fenimore, C.P.; Jones, G.W. Phosphorus in the Burnt Gas from Fuel-Rich Hydrogen-Oxygen Flames. Combust. Flame 1964,

8, 133–137. [CrossRef]
8. Zaikov, G.E.; Lomakin, S.M. Ecological Aspects of Polymer Flame Retardation. Int. J. Polym. Mater. Polym. Biomater. 2000,

47, 61–78. [CrossRef]
9. Catala, J.-M.; Brossas, J. Synthesis of Fire Retardant Polymers without Halogens. Prog. Org. Coat. 1993, 22, 69–82. [CrossRef]
10. Bachtiar, E.V.; Kurkowiak, K.; Yan, L.; Kasal, B.; Kolb, T. Thermal Stability, Fire Performance, and Mechanical Properties of

Natural Fibre Fabric-Reinforced Polymer Composites with Different Fire Retardants. Polymers 2019, 11, 699. [CrossRef]
11. Yan, W.; Zhang, M.-Q.; Yu, J.; Nie, S.-Q.; Zhang, D.-Q.; Qin, S.-H. Synergistic Flame-Retardant Effect of Epoxy Resin Combined

with Phenethyl-Bridged DOPO Derivative and Graphene Nanosheets. Chin. J. Polym. Sci. 2019, 37, 79–88. [CrossRef]
12. Wang, P.; Fu, X.; Kan, Y.; Wang, X.; Hu, Y. Two High-Efficient DOPO-Based Phosphonamidate Flame Retardants for Transparent

Epoxy Resin. High Perform. Polym. 2019, 31, 249–260. [CrossRef]
13. Zhi, M.; Liu, Q.; Chen, H.; Chen, X.; Feng, S.; He, Y. Thermal Stability and Flame Retardancy Properties of Epoxy Resin Modified

with Functionalized Graphene Oxide Containing Phosphorus and Silicon Elements. ACS Omega 2019, 4, 10975–10984. [CrossRef]
[PubMed]

14. Kashiwagi, T. Polymer Combustion and Flammability—Role of the Condensed Phase. Twenty-Fifth Symp. Int. Combust. 1994,
25, 1423–1437. [CrossRef]

15. Shahari, S.; Fathullah, M.; Abdullah, M.M.A.B.; Shayfull, Z.; Mia, M.; Budi Darmawan, V.E. Recent Developments in Fire
Retardant Glass Fibre Reinforced Epoxy Composite and Geopolymer as a Potential Fire-Retardant Material: A Review. Constr.
Build. Mater. 2021, 277, 122246. [CrossRef]

16. Wang, X.; Song, L.; Pornwannchai, W.; Hu, Y.; Kandola, B. The Effect of Graphene Presence in Flame Retarded Epoxy Resin
Matrix on the Mechanical and Flammability Properties of Glass Fiber-Reinforced Composites. Compos. Part Appl. Sci. Manuf.
2013, 53, 88–96. [CrossRef]

17. Karaer Özmen, F.; Üreyen, M.E.; Koparal, A.S. Cleaner Production of Flame-Retardant-Glass Reinforced Epoxy Resin Composite
for Aviation and Reducing Smoke Toxicity. J. Clean. Prod. 2020, 276, 124065. [CrossRef]

http://doi.org/10.1016/j.compositesa.2015.10.031
http://doi.org/10.1016/j.cej.2021.129738
http://doi.org/10.1016/j.polymdegradstab.2018.01.024
http://doi.org/10.1016/j.cej.2021.131173
http://doi.org/10.1016/j.compositesb.2020.107828
http://doi.org/10.1016/0010-2180(64)90039-2
http://doi.org/10.1080/00914030008033335
http://doi.org/10.1016/0033-0655(93)80016-4
http://doi.org/10.3390/polym11040699
http://doi.org/10.1007/s10118-019-2175-6
http://doi.org/10.1177/0954008318762037
http://doi.org/10.1021/acsomega.9b00852
http://www.ncbi.nlm.nih.gov/pubmed/31460195
http://doi.org/10.1016/S0082-0784(06)80786-1
http://doi.org/10.1016/j.conbuildmat.2021.122246
http://doi.org/10.1016/j.compositesa.2013.05.017
http://doi.org/10.1016/j.jclepro.2020.124065


Polymers 2022, 14, 3379 17 of 18

18. Korobeinichev, O.; Karpov, A.; Shaklein, A.; Paletsky, A.; Chernov, A.; Trubachev, S.; Glaznev, R.; Shmakov, A.; Barbot’ko, S.
Experimental and Numerical Study of Downward Flame Spread over Glass-Fiber-Reinforced Epoxy Resin. Polymers 2022, 14, 911.
[CrossRef]

19. Kandare, E.; Kandola, B.; Myler, P.; Edwards, G. Thermomechanical Responses of Fiber-Reinforced Epoxy Composites Exposed to
High Temperature Environments. Part I: Experimental Data Acquisition. J. Compos. Mater. 2010, 44, 3093–3114. [CrossRef]

20. Kandare, E.; Kandola, B.K.; McCarthy, E.D.; Myler, P.; Edwards, G.; Jifeng, Y.; Wang, Y.C. Fiber-Reinforced Epoxy Composites
Exposed to High Temperature Environments. Part II: Modeling Mechanical Property Degradation. J. Compos. Mater. 2010,
45, 1511–1521. [CrossRef]

21. Berardi, U.; Meacham, B.J.; Dembsey, N.A.; You, Y.-G. Fire Performance Assessment of a Fiber Reinforced Polymer Wall Panel
Used in a Single Family Dwelling. Fire Technol. 2014, 50, 1607–1617. [CrossRef]

22. Eibl, S. Potential for the Formation of Respirable Fibers in Carbon Fiber Reinforced Plastic Materials after Combustion. Fire Mater.
2017, 41, 808–816. [CrossRef]

23. Perret, B.; Schartel, B.; Stöß, K.; Ciesielski, M.; Diederichs, J.; Döring, M.; Krämer, J.; Altstädt, V. Novel DOPO-Based Flame
Retardants in High-Performance Carbon Fibre Epoxy Composites for Aviation. Eur. Polym. J. 2011, 47, 1081–1089. [CrossRef]

24. Feng, Y.; He, C.; Wen, Y.; Ye, Y.; Zhou, X.; Xie, X.; Mai, Y.-W. Improving Thermal and Flame Retardant Properties of Epoxy Resin
by Functionalized Graphene Containing Phosphorous, Nitrogen and Silicon Elements. Compos. Part Appl. Sci. Manuf. 2017,
103, 74–83. [CrossRef]

25. Liu, S.; Fang, Z.; Yan, H.; Wang, H. Superior Flame Retardancy of Epoxy Resin by the Combined Addition of Graphene Nanosheets
and DOPO. RSC Adv. 2016, 6, 5288–5295. [CrossRef]

26. Takahashi, S.; bin Borhan, M.A.F.; Terashima, K.; Hosogai, A.; Kobayashi, Y. Flammability Limit of Thin Flame Retardant Materials
in Microgravity Environments. Proc. Combust. Inst. 2019, 37, 4257–4265. [CrossRef]

27. Kobayashi, Y.; Terashima, K.; Oiwa, R.; Tokoro, M.; Takahashi, S. Opposed-Flow Flame Spread over Carbon Fiber Reinforced
Plastic under Variable Flow Velocity and Oxygen Concentration: The Effect of in-Plane Thermal Isotropy and Anisotropy. Proc.
Combust. Inst. 2021, 38, 4857–4866. [CrossRef]

28. Kobayashi, Y.; Oiwa, R.; Tokoro, M.; Takahashi, S. Buoyant-Flow Downward Flame Spread over Carbon Fiber Reinforced Plastic
in Variable Oxygen Atmospheres. Combust. Flame 2021, 232, 111528. [CrossRef]

29. Thomsen, M.; Huang, X.; Fernandez-Pello, C.; Urban, D.L.; Ruff, G.A. Concurrent Flame Spread over Externally Heated Nomex
under Mixed Convection Flow. Proc. Combust. Inst. 2019, 37, 3801–3808. [CrossRef]

30. Snegirev, A.Y.; Kuznetsov, E.A.; Korobeinichev, O.P.; Shmakov, A.G.; Trubachev, S.A. Ignition and Burning of the Composite
Sample Impacted by the Bunsen Burner Flame: A Fully Coupled Simulation. Fire Saf. J. 2022, 127, 103507. [CrossRef]

31. Korobeinichev, O.P.; Karpov, A.I.; Bolkisev, A.A.; Shaklein, A.A.; Gonchikzhapov, M.B.; Paletsky, A.A.; Tereshchenko, A.G.;
Shmakov, A.G.; Gerasimov, I.E.; Kumar, A. An Experimental and Numerical Study of Thermal and Chemical Structure of
Downward Flame Spread over PMMA Surface in Still Air. Proc. Combust. Inst. 2019, 37, 4017–4024. [CrossRef]

32. Karpov, A.I.; Korobeinichev, O.P.; Shaklein, A.A.; Bolkisev, A.A.; Kumar, A.; Shmakov, A.G. Numerical Study of Horizontal Flame
Spread over PMMA Surface in Still Air. Appl. Therm. Eng. 2018, 144, 937–944. [CrossRef]

33. Shaklein, A.A.; Bolkisev, A.A.; Karpov, A.I.; Korobeinichev, O.P.; Trubachev, S.A. Two-Step Gas-Phase Reaction Model for the
Combustion of Polymeric Fuel. Fuel 2019, 255, 115878. [CrossRef]

34. Korobeinichev, O.; Glaznev, R.; Karpov, A.; Shaklein, A.; Shmakov, A.; Paletsky, A.; Trubachev, S.; Hu, Y.; Wang, X.; Hu, W. An
Experimental Study and Numerical Simulation of Horizontal Flame Spread over Polyoxymethylene in Still Air. Fire Saf. J. 2020,
111, 102924. [CrossRef]

35. Trubachev, S.A.; Korobeinichev, O.P.; Karpov, A.I.; Shaklein, A.A.; Glaznev, R.K.; Gonchikzhapov, M.B.; Paletsky, A.A.;
Tereshchenko, A.G.; Shmakov, A.G.; Bespalova, A.S.; et al. The Effect of Triphenyl Phosphate Inhibition on Flame Propa-
gation over Cast PMMA Slabs. Proc. Combust. Inst. 2021, 38, 4635–4644. [CrossRef]

36. Salmeia, K.A.; Fage, J.; Liang, S.; Gaan, S. An Overview of Mode of Action and Analytical Methods for Evaluation of Gas Phase
Activities of Flame Retardants. Polymers 2015, 7, 504–526. [CrossRef]

37. Buczko, A.; Stelzig, T.; Bommer, L.; Rentsch, D.; Heneczkowski, M.; Gaan, S. Bridged DOPO Derivatives as Flame Retardants for
PA6. Polym. Degrad. Stab. 2014, 107, 158–165. [CrossRef]

38. Schartel, B.; Balabanovich, A.I.; Braun, U.; Knoll, U.; Artner, J.; Ciesielski, M.; Döring, M.; Perez, R.; Sandler, J.K.W.; Altstädt,
V.; et al. Pyrolysis of Epoxy Resins and Fire Behavior of Epoxy Resin Composites Flame-Retarded with 9,10-Dihydro-9-Oxa-10-
Phosphaphenanthrene-10-Oxide Additives. J. Appl. Polym. Sci. 2007, 104, 2260–2269. [CrossRef]

39. Inoue, T.; Hayakawa, K.; Suzuki, Y. Thermal Conductivity Measurement of GFRP at Cryogenic Temperature. In Proceedings of
the 19th International Conference on Composite Materials, Montréal, QC, Canada, 28 July–2 August 2013.

40. Ma, C.; Sánchez-Rodríguez, D.; Kamo, T. A Comprehensive Study on the Oxidative Pyrolysis of Epoxy Resin from Fiber/Epoxy
Composites: Product Characteristics and Kinetics. J. Hazard. Mater. 2021, 412, 125329. [CrossRef]

41. Wu, Q.; Zhang, C.; Liang, R.; Wang, B. Combustion and Thermal Properties of Epoxy/Phenyltrisilanol Polyhedral Oligomeric
Silsesquioxane Nanocomposites. J. Therm. Anal. Calorim. 2010, 100, 1009–1015. [CrossRef]

42. Korobeinichev, O.P.; Paletsky, A.A.; Gonchikzhapov, M.B.; Glaznev, R.K.; Gerasimov, I.E.; Naganovsky, Y.K.; Shundrina, I.K.;
Snegirev, A.Y.; Vinu, R. Kinetics of Thermal Decomposition of PMMA at Different Heating Rates and in a Wide Temperature
Range. Thermochim. Acta 2019, 671, 17–25. [CrossRef]

http://doi.org/10.3390/polym14050911
http://doi.org/10.1177/0021998310373511
http://doi.org/10.1177/0021998310385024
http://doi.org/10.1007/s10694-014-0403-8
http://doi.org/10.1002/fam.2423
http://doi.org/10.1016/j.eurpolymj.2011.02.008
http://doi.org/10.1016/j.compositesa.2017.09.014
http://doi.org/10.1039/C5RA25988F
http://doi.org/10.1016/j.proci.2018.06.102
http://doi.org/10.1016/j.proci.2020.06.380
http://doi.org/10.1016/j.combustflame.2021.111528
http://doi.org/10.1016/j.proci.2018.05.055
http://doi.org/10.1016/j.firesaf.2021.103507
http://doi.org/10.1016/j.proci.2018.06.005
http://doi.org/10.1016/j.applthermaleng.2018.08.106
http://doi.org/10.1016/j.fuel.2019.115878
http://doi.org/10.1016/j.firesaf.2019.102924
http://doi.org/10.1016/j.proci.2020.05.043
http://doi.org/10.3390/polym7030504
http://doi.org/10.1016/j.polymdegradstab.2014.05.017
http://doi.org/10.1002/app.25660
http://doi.org/10.1016/j.jhazmat.2021.125329
http://doi.org/10.1007/s10973-009-0474-9
http://doi.org/10.1016/j.tca.2018.10.019


Polymers 2022, 14, 3379 18 of 18

43. Gao, L.; Zheng, G.; Zhou, Y.; Hu, L.; Feng, G.; Xie, Y. Synergistic Effect of Expandable Graphite, Melamine Polyphosphate and
Layered Double Hydroxide on Improving the Fire Behavior of Rosin-Based Rigid Polyurethane Foam. Ind. Crops Prod. 2013,
50, 638–647. [CrossRef]

44. Zhou, D.; Cheng, Q.-Y.; Cui, Y.; Wang, T.; Li, X.; Han, B.-H. Graphene–Terpyridine Complex Hybrid Porous Material for Carbon
Dioxide Adsorption. Carbon 2014, 66, 592–598. [CrossRef]

http://doi.org/10.1016/j.indcrop.2013.07.050
http://doi.org/10.1016/j.carbon.2013.09.043

	Introduction 
	Experimental Section 
	Materials 
	Thermal Degradation Analysis 
	LOI, UL-94 HB 
	Downward Flame Spread Experiments 
	Vertical Bunsen Burner Test 

	Numerical 
	Results and Discussion 
	Results of the TGA, LOI, UL-94 HB and VBB Tests 
	Downward Flame Spread over GFRER Composites in Opposed Oxidizer Flow 
	Upward Flame Spread over GFRER Composites Impacted by the Attached Flame (VBB) 

	Conclusions 
	References

