u] =,

ITposedenumu docaidxncennamu enauey iHOYKuilinoz0 nepiody
Ha 3alUMaHHs ouepemy GCMAHOGIEHO MEXAHIZMU NPpouecy nepe-
daganna menaa 00 mamepiany, wo 0AE MONCIUBICMb BNAUBA-
mu na ueil npouyec. /losedeno, wo 60HU noas2alOMb Y HaAzpiean-
Hi mamepiany 00 Kpumuunoi memnepamypu, Koau NOUUHAEMLCS
inmencueHuil po3xaad 3 6udiieHHAM HeobXIonoi KinvKocmi 20pio-
yux 2a3i6 ma ix 3auUmManHs. 3A608KU UbOMY CMAE MONCIUSUM
BGU3HAYUEHHSL 6NIUBY BOZHEIAXUCMY MA 6IACMUBOCMEN NOKPiBeb-
HUX KOMNO3UUIL HA NPOUEC 2aNbMYBAHHA NPOUECY 3A20PAHHSL OUe-
pemy. Excnepumenmanvuumu oocnioxncennsamu niomeepoxiceno,
wo Heobpobenuii ouepem, nid mepmiunoto dicro npomsizom 58 ¢
3aUNAGCA, WO B6i0N06I0HO CKAAG THOYKUIUHUL nepiod po3xnady
Mamepiany, NOAYM'E NOWMUPUTIOCS NO 6CIIH NOBEPXHI, W0 NPU36e-
J10 00 1020 NOGHOZ20 320PAHHA, MPUBANICMb ITHOYKUIUHO20 nepio-
dy 36invuyemvcs 0o 587,45 ¢ 3a paxynox po3xiadannam awmu-
nipenie nid di€l0 memnepamypu 3 GUOLIEHHAM HE2OPIOMUX 2a316,
KT 2aTbMYIOMb NPOUECU OKUCHEHHS Mamepiany ma cCymmeeo nio-
BUWYE YMEOPEHHS HA NOGEPXHI OUepemy Menjo3axuchHozo wmapy
xoxcy. Lle npueodumsv 00 nideuwenns moswunu wapy Koxcy ma
2anvMyeants mennonepedaui 6UCOKOMEMNEPAMYpPHO20 NOAYM’s
0o mamepiany. 3a609KU UbOMY CMALO MONHCAUCUM BUIHAUEH-
HSL YMO6 602HE3AXUCMY OUepemy, WIAXOM YmeopeHHs 6ap'epy
o menaonpogionocmi. OKpim moz0, npu 3acmMoCcye8anui eozme-
3aXUCHO20 NOKPUMMS MeMnepamypHuii 6naue 301UCHIOEMbCS Y
Hanpamky peaxuiii y nepeonoaymenesii ooaacmi yoix ymeopen-
HAL cancenodionux npooyxmie HA NOGEPXHi NPUPOOHOZO 20PHOHO-
20 mamepiany Ile 0oseonsne cmeepodicyeamu npo 6i0noeionicmo
GUSBIEH020 MeXAHIZMY (opmyseanns enacmusocmei 60zHe3AXU-
cmy ouepemy CnyuyrOUUMU KOMNOIUUIAMU MA NPAKMUUHY NPU-
sabausicmo 3anpononosanux mexnoJozivnux piwens. Ocmanni,
30Kpema, cmocyromvCs 6UIHAMEHHS KiNbKOCMI NOJiMePHOT CKaa-
0060i, OCKinbKU Ouepem xapaxmepusyemocs 2iopodobuicmio i
600HUI po3uun anmunipeny cmikae 3 nogepxti. Taxum uunom, €
niocmasu cmeepoNcyeamu npo MONCAUBICMb CRPAMOBAHO20 pezy-
J1106aHHS NPOUECi6 Popmysanns 6oznezaxucmy ouepemy wasIXom
BUKOPUCMAHHA KOMNJIEKCHOI NOKPIBebHOT KOMNO3UUii 3 cymiui
anmunipenie, aka micmumo npupoonii noaimep, 30amnoi ymeo-
prosamu Ha no6epxHi mamepiany 602HE3AXUCHY NIIBKY

Karouosi cnosa: oenezaxucm ouepemy, 602ne3axuchi nokpum-
ms, menaonpogionicmo, 00pobenns noeepxmui, menaoisuuni
eaacmueocmi
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1. Introduction

At present, reed is growing in popularity as an environ-
mentally safe roofing material. However, it is classified as a
flammable material. To reduce this shortcoming, flame-re-
tarding treatment is used, which makes this material resis-
tant to inflammation.

Roofs are impregnated with flame-retarding means both
from outside and inside. After drying, a secure protective
coating is formed on the roof surface which is not washed
away by rain or snow. The flame-retarding coating serves for
several years and protects roofs against accidental exposure
to inflammation sources.

Basic requirements to natural combustible materials
with flame-retarding coating: they should withstand fire
and not spread flame over their surface. After flame-re-
tarding treatment, decomposition of such material changes
towards release of non-combustible gases, formation of a
fire-resistant coke residue and inhibition of oxidation in gas
and condensed phases.

Special coatings are widely used for fire protection of
building structures made of combustible materials. When

exposed to high temperatures, they emit water. Howev-
er, they do not always provide fire resistance. Therefore,
means were developed recently that are capable of forming
a heat-insulating layer of foamed coke on the structure
surface which greatly reduces heat transfer to the structure
material [1, 2].

Use of formulations of polymeric substances and fire
retardants can improve fire protection of materials due to
formation of a protective coke layer. This will ensure de-
velopment of a new type of flame retarding materials for
protection of roof structures using reed by transforming
it into fire-resistant material. Moreover, fire protection of
the building structures substantially impedes the process of
inflammation [3, 4].

The process of inflammation (spontaneous inflamma-
tion) of various types of materials is characterized by an
induction period, that is, duration of the time interval after
which material is heated to a critical temperature at which
critical amount of combustible gases is released. Knowledge
of this period duration is necessary for substantiation of
choice of the means for fire protection of building structures
when flammable materials are used for them.




Therefore, modeling of the process of reed inflammation,
study of thermal and physical parameters and the flame re-
tardant itself and influence of its components on this process
is an unsolved component of measures taken to ensure fire
resistance of building structures. Accordingly, this necessi-
tates conduction of such studies.

2. Literature review and problem statement

Studies conducted in the proposed direction in recent
years are aimed at development of flame-retardant formu-
lations using inorganic substances modified by organic
compounds capable of forming a coke layer on the structure
surface [5-7]. Results of study of fire protecting coating
behavior under influence of high temperatures are given in
work [5]. Both behavior of bloating coats and heat transfer
resulting from coating was shown but the issues of estab-
lishing temperature of foamed coke formation remain un-
resolved which reduces importance of the results obtained.
In most cases, such formulations are modified by means of
polymeric complexes and flame retarders but they belong to
materials characterized by low adhesion and release of toxic
combustion products at high temperatures [6].

The most promising formulations of bloating flame
retarding coatings are given in [7]. They are complex sys-
tems of organic and inorganic components. However, issues
of manifestation of joint action of the coating components
during foaming remain not elucidated. The materials dis-
cussed in [8] are characterized by high intumescent ability
but the mechanism of coke formation and temperatures
of coating transformation into foamed coke were not ex-
plained.

Expediency of using dolomite clay was confirmed by
change of the foamed coke structure and a considerable fall
of thermal characteristics which is explained by formation of
intermediate compounds bringing about an essential num-
ber of nanostructures [9]. However, no relevant physical and
chemical calculations were given to confirm this process.
For example, according to [10], this is due to formation of a
significant number of high-temperature compounds during
decomposition of the coating fillers which thicken and form
a solid skeleton at high temperatures.

In the line of these studies, an analytical model for
calculating thermal conductivity of the protective coke
layer was developed. It takes into account pore shapes [11].
However, this model does not take into account precisely
how the change in the pore shape affects heat transfer to
the structure proper. Besides, many coatings have a series of
problems, such as applying individual components or loss of
functional properties with increase in ambient temperature
[12]. This means that it is not known how the process pro-
ceeds in the temperature range of the flame-retardant de-
composition. From a practical point of view, this may cause
difficulties with determining an optimal amount of inert
additives. This is caused by the fact that their addition to
formulations substantially changes mechanism and kinetics
of the coking processes.

In order to overcome this problem, studies of influence of
inorganic fillers on shear viscosity and fire protection prop-
erties of water-based bloating coatings have been carried out
in [13]. It was shown that due to the established analytical
dependences, it becomes possible to adjust content of modi-
fiers to provide thermal protection of materials.

Therefore, simulation of inflammation parameters and the
effect of fire protection coatings on this process is an unsolved
component of measures providing fire resistance of building
structures which has led to conduction of this study.

3. The aim and objectives of the study

This study objective was to reveal regularities of the heat
exchange process and establish parameters of inflammation
of reed samples. This would make it possible to justify use of
fire protection.

To achieve this objective, the following tasks were solved:

— to simulate parameters of the heat exchange process
during inflammation of reed samples and the effect of fire
protection on inflammation suppression;

—to establish features of inflammation time change
during heating of flame-retarded reed samples.

4. Materials and methods used in studying the front of
phase transformations during bloating of flame
retarding coatings

4. 1. Materials used in the experiment

In order to establish heat conduction and inflammation,
an uncoated reed sample and samples with a coat forming
a colorless film on the reed sample surface and capable of
forming a protective layer of foamed coke on the surface
under influence of elevated temperatures were used. Skela-i
roofing impregnation solution (a mixture of 28+30 % carba-
mide, 23+24 % phosphoric acids and 20 % starch) was used.
The resulting mass was stirred, water added to 100 % and
applied on reed samples.

For the study of effectiveness of the fire-retardant mate-
rial, mats with dimensions of 310140 mm and thickness of
28+32 mm prepared from reed sticks having average diame-
ter up to 10 mm and length of 310 mm were used. These mats
were treated by applying the above roofing impregnation
solution in an amount of 22+23 g on the surface of all reed
sticks in the mat with total area of 0.467 m? (surface area
of one reed stick was =0.0078 m?). The coating weight after
drying was =49.25 g/m?.

4. 2. The procedure used in determining properties of
the samples

The study with modeling parameters of the heat ex-
change process taking place in inflammation of the reed
samples was carried out according to the basic provisions of
mathematical physics.

The study for experimental determination of parameters
of reed inflammation was conducted according to a pro-
cedure consisting in the following. A sample was placed in
the test chamber and exposed to heat from an IR radiation
panel. Upon inflammation of the sample, inflammation time,
maximum temperature of combustion products and time
necessary for its achievement, time of passage of the flame
front over the surface areas, length of the burnt sample sec-
tion were measured [2].

Inflammation and jump-like rise in temperature of flue
gases, time of passage of the flame front over the sections
of the reed sample surface were taken as criterion for deter-
mining induction period of inflammation of the reed samples
during their exposure to heat.



5. Modeling parameters of the heat exchange process
depending on thermophysical properties of the material

The process of self-inflammation of various types of ma-
terials is characterized by duration of a time interval after
which material becomes heated to a critical temperature
(induction period). Knowledge of this period is necessary for
substantiation of choice of means for fire protection of build-
ing structures made of highly inflammable materials. It was
assumed that duration of this period coincides with the time
interval ¢,, during which temperature of the heated material
reaches critical value. Dependence of parameters of the heat
exchange process on thermophysical properties of the mate-
rial is determined on the basis of the heat transfer equation:

oT ~ -
pcpg+£-cp-V(p-w-T):?»-Vz(T)+‘I‘, (1)

where ¢ is relative medium voidness;
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where IT is medium voidness (void volume to medium volume
ratio).

The “wave” sign above the symbol indicates its value
for the gas phase; V(@-F) is the operator of divergence
(discrepancy) of the F=p-T function in terms of @ vec-
tor [14]:

V(@~F)=%(u~F)+a%(v~F), 3)

where V*(F) is the Laplace operator (divergence of the
function gradient):

A . °F 190 oF
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v — function of density of power of heat sources, W/m?; p —
material density, kg/m?; ¢, — heat capacity of material, J/kgK;
T — material temperature, K; ¢ — time from the moment of
material placement in the chamber, s; A — thermal conduc-
tivity of the material W/m-K.

First, define the input function of power of the heat
sources, ¥(¢), in this equation. Because any elemental vol-
ume is in the same conditions, assume that the heat exchange
process involves the entire volume. Assume that inflamma-
tion begins from the moment ¢,, of attaining the critical tem-
perature, that is, taking into account the induction period of
heating of the material volume, maximum heat emission is
described by the following equation:

\y(t)=q~{1—th2[(1—tt}§:|}. )

Taking into account the induction period of heating of
the material volume, write equation (1) as follows:
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Assume that a temperature-critical situation arises
when average temperature in some horizontal layer is
close to inflammation temperature. Average temperature
of the layer is called temperature T,=T(z, t), K, averaged
over the volume cross section S=n-R?, according to this
formula:

1
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where ds=2n-rdr is the elementary cross-sectional area, m?%;
dr is the elementary increase in the radial coordinate, m.
Convert (6) using the equation of state of the gas medi-

um in the form:
p=p,tAp=p-T-R, ()

where p, is atmospheric pressure, Pa; Ap is deviation of the
actual pressure in the bulk from atmospheric pressure caused
by high pressure of filtration flows, Pa.

It is known [15] that speed of filtration flows in buildings
where average diameter of reed varies within d=4.5...20.0 mm
does not exceed w=10" m/s. At the same time, accord-
ing to [13], coefficient of permeability £=1.8-106...1.0-10-> m?
while macro-roughness of the material surface is of the
order of [ ~7.0-10 m. Considering that dynamic viscosity
of air in the temperature range 7=20...300 °C practically
does not differ from the p=1.8-107 Pa-s? p=1,2 kg/m?® at
=20 °C; p=0,9 kg/m? at T= 230 °C [16].

Estimate the characteristic of the presented filtration re-
gion at an average density of p=(1,2+0,9)/2=1,05 kg/m?:
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Taking into account that filtration flows of air in the me-
dium are modeled by the system of Euler differential equa-
tions [14], determine maximum flow of the possible limits of
depression along the filtration path:

d i
—£=Ia-u+(p—po)-glﬁ

<[10-107 +(1,05-1,2)-9,8=10" N/m". (10)
Integrate (10) by the height of the reed volume L=30 mm,
then

L
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0

which is infinitely small in comparison with atmospheric
pressure py~10° Pa.

Note that if forced ventilation increases speed of
ventilation flows in the volume to a value being standard
for industrial buildings and structures, uyp~1 m/s, and
estimating

-7
a< 1,8-10 :
1,8-107°

1,05
001 0=10+157=170 kg/s-m% (12
7,0-10° g/sm’ (12)

Ap<[170-1,0-1]-30 = 5-10° Pa, (13)

That is, deviation of pressure cannot exceed 0.5 % atmo-
spheric pressure.



Consequently, given the insignificant variation of the
gas constant of air from the value of R=0.237 J/kg-K, equa-
tion (8) can be represented with sufficient accuracy as:

P=po (14)

3|~

This means that air is thermally deformed in volume,
but because Ap<<py is an incompressible gas medium in
hydrodynamic sense, that is, dp/dt=0, the equation of of
air continuity is represented as follows:

V(p-@)=0 15)
or in projections on the coordinate axes:
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where variables with the index “0” refer to the character-
istic layer of the reed, for example, to the top layer which
is the boundary between the material volume and the free
storage space.

Substitute expressions (16) and (17) into equation (6),
then
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Multiply both parts of equation (18) by elementary area
ds, integrate for » within =0... R and divide by area of the
cross section, S. As a result, in view of expression (8), the
following is obtained:
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Estimate the order of quantities in equation (19). For
this purpose, introduce dimensionless variables: coordinate
&, time t and temperature 0 as follows:

pc

(19)
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Write equation (19) for these variables:
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where 7,,=t,,-uo/H is the relative value of the induction period.
Let us pass to estimation. The first term in the left-hand
side of equation (21) is magnitude of order 1. It was established

in [16] that p,¢, ~10° J/kgK for air and pc,~10" J/(kgK)
for a plant raw material and €<0.5. Then the second addend
in the left part does not exceed 0.01 and it can be neglected
in comparison with the first addend A/H?*=9-10%. Because
the heat flux acting on the material thickness (0.03 m) is
within ¢~333+1500 kW/m?, the first addend in the round
brackets is considerably smaller than the second one and is
not taken into account.

As a result of estimation, equation (21) is reduced to the
following:

20 qH

g_m{pw [0.5a(1-7/1,)]}. (22)

Assume that the material temperature does not differ from
the ambient temperature in the initial moment but is equal to
the critical temperature by the end of the induction period:

T)_,=T=1,=20°C; T| , =T,=230 C (23)
or, in dimensionless variables:
0, =0; 6 =1 (24)

=1,

Integrate expression (22) in terms of time to obtain:
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where x is the integration constant obtained with an account
of the initial condition (24):

(25)

8 _,=0=x=A/2

Using expressions (20), write formula (25) in dimension-
al variables

T =T, +qt’”1{thx—th[(1—t)x}}
pc, x t,

Since, according to the second boundary condition (23),
it is necessary that t=t,:T,=T,,, then based on expression
(26), an equation is obtained with respect to the parameters
of the exchange process, t,, and x=A/2:

(26)

the =227, 7). @7)
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Parameter y is thermophysical characteristic of the ma-
terial:

pc
x=—"(T,~Ty)

p (28)

m

which is equal to duration of the time interval during which
temperature of the unit volume of material increases by one
degree.

Fig. 1 presents the results of processing data on duration
of the induction period during reed inflammation. The data
were processed using the Microsoft Excel’s static function:

t,=a-q’, (29)

where a and b are empirical constants s and m3/W.
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Fig. 1. Dependence of the parameter of induction period of
reed inflammation on the power of temperature influence on
the material volume: untreated (1), flame-retarded (2)

Based on equation (28), turn to definition of the sec-
ond parameter of the exchange process, y. The task was
solved in the following order. First, thermophysical char-
acteristic of the material, y, was calculated, for example,
for reed, at inflammation temperature [16] T.,=503 K;
at initial temperature Tp=293 K; p~cp:O.5-10/l J/m3.K at
q=1.01-10° W/m3:

_0,5-10°
L=10110°

(503-293)=10,4 s. (30)

The following is obtained in approximation of curve 1
from Fig. 2:

a=436.77 s; b=0.265 m3/kW.

Then, according to (29), duration of the induction
period is:

t. =2134,9-1066""% = 76,61 s. 31
Calculate the parameter:
A=y/t,=10,4/76,61=0,141 (32)

and solve graphically equation (27) to get x=A/2=7.0 (Fig. 3).

Functions thx and Ax

0 2 4 6 8
Parameter x
Fig. 2. Determination of the exchange process parameter x
for reed: untreated (1), flame-retarded (2)

Similarly, perform calculations for the case of using
fire protection. For example, for a flame-retarded plant
material, p ¢,=0.5-10° J/m*K [16], induction period
increases: parameter x=207.9 s; ¢,=587.45 s; A=0.35;
x=A/2=2.8 (Fig. 3).

Thus flame-retarding treatment of reed results in de-
composition of the coating components and formation of
foamed coke that isolates material from high temperature

and increases duration of the induction period by more
than 8 times.

6. Experimental studies of the process of reed
inflammation and inhibition of this process by fire
protection. Study results

In order to establish fire resistance of reed, studies were
conducted on reed inflammation under the action of a burner
simulating a low-power heat source.

Results of the studies conducted to determine increase
in maximum temperature of gaseous combustion products
(At, K) and duration of the induction period of reed in-
flammation were simulated according to the procedure and
equipment given in [2] in laboratory conditions. The results
are shown in Fig. 3.

Studies have shown that reed not subjected to treatment
by flame retardant under the action of heat was inflamed in
74 seconds, maximum temperature of flue gases has risen to
733 K, flame has spread throughout the reed surface which
led to its combustion.
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Fig. 3. Dynamics of increase in temperature of flue gases in
tests with reed: nontreated (1); flame-retarded (2); induction
period for nontreated reed (a); induction period for
flame-retarded reed (b)

Next, tests of a flame-retarded sample were conducted.
It was established that the sample treated with a roofing
impregnation solution was inflamed at 588 s, spread of flame
on the surface occurred only in the first section (flare), max-
imum temperature of flue gases was 387 K.

Thus, based on the derived dependences of thermophysi-
cal characteristics of materials (27)—(29) and experimental
studies (Fig. 1, 2), parameters of the heat-exchange process
during inflammation of reed, including flame-retarded reed
were established.

7. Discussion of results obtained in
the study of the process of advancement of
the phase change front

Under the influence of high-temperature flame on
the reed sample, as evidenced by the results of studies
(Fig. 2, 4), the process of inflammation can occur when
material is heated up to a critical temperature. Intensive
reed fission occurs at this temperature with formation of
a critical amount of combustible gases and their inflam-



mation and spread of flame over the surface. Therefore,
one of the ways to inhibit the process of reed fission is
material isolation from heat influence. The process of
inflammation is suppressed by means of flame retardants.
Obviously, such a mechanism of influence is the factor
regulating release of combustible gases and effectiveness
of heat insulation with flame retardants. This agrees with
the data known from studies [5, 6] which also associated
the process of material inflammation with the induction
period and addition of flame retarders. In contrast to the
results of studies [7, 8], the obtained data on influence of
the inflammation process on heat transfer to the material
and change of the insulation properties have allowed us to
assert the following:

—the main regulator of the inflammation process is
not merely achievement of the critical temperature but
also release of a critical amount of combustible gases and
decomposition of flame retardants under the influence
of temperature with absorption of heat and release of
non-combustible gases, inhibition of the oxidation process
in the gas and condensed phases;

— substantial influence on the process of inflammation
of combustible materials in the case of application of a
flame-retardant coating is exerted in the way of reactions in
the pre-flaming region with formation of soot-like products
on the surface of natural combustible materials.

Such conclusions can be considered expedient from
a practical point of view as they allow one to reasonably
approach to determination of the induction period and
search for a proper formulation of a flame retardant.
The results of determining thermal conductivity of fire
protected reed (Fig.7) demonstrate an ambiguous ef-
fect of the nature of protection means on temperature
changes. In particular, this is implied by availability of
data sufficient for qualitative execution of the process
of temperature growth inhibition and establishment on
their basis of the time moment from which drop in heat
resistance comes. This knowledge will make it possible to
study transformation of the coating surface towards the
high temperature side with coke formation and identify
the variables significantly affecting the process. These
study results are applicable to building structures from
plant raw materials. Therefore, it is expedient today to
take building materials from renewable sources, protect

them against destruction and ensure the environmental
friendliness of the products obtained.

This study is a continuation of the studies discussed in
[1-4] where mechanism of fire protection of natural organic
materials, foamed coke formation, transfer and implementa-
tion of high temperature thermal insulation were considered
in detail.

8. Conclusions

1. Heat-exchange process regularities in inflammation
of reed samples were modeled and effect of flame-retar-
dant coating on this parameter was revealed. Characteris-
tics of induction period of inflammation were determined
and calculated dependences were obtained which makes it
possible to change dynamics of the heat exchange process
during decomposition of flame-retardant coatings. Based
on the obtained dependences, the heat exchange param-
eter characterizing duration of the time interval during
which temperature of the material unit volume increases
by one degree was calculated. It is about 10 seconds and
extends to 210 seconds in presence of a flame-retardant
coating. Accordingly, it manifests itself in more than
eightfold extension of the induction period of inflam-
mation.

2. The features of formation of a foamed coke layer
as a result of thermal action on a flame-retardant coat-
ing containing a fire-retarding agent and a polymeric
component consists in release of non-combustible gases
from the phase and formation of a heat-protective layer
of coke on the wood surface. Thanks to such a mecha-
nism established by experimental studies, fire protection
of reed shifts this material from an easily flammable to
a hard-flammable group of materials. Compared to un-
treated reed having induction period of inflammation
of 58 s, this makes grounds to assert that effectiveness
of fire protection improves as it extends duration of the
induction period of inflammation due to decomposition of
flame-retardant components and inhibits temperature rise
during 587.45 s. This confirms possibility of controlled
regulation of formation of a foamed coke layer by means of
reed treatment with a mixture of a flame retardant and a
polymeric component.
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