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Modified epoxy matrix with improved properties
for protection of transport vehicles

It is substantiated that for improving the performance characteristics of vehicle parts, including their
corrosion and wear resistance, it is advisable to use protective polymeric composite coatings. It is shown
that in order to increase the indexes of physical and mechanical and thermophysical properties in the
epoxy binder, it is necessary to introduce additives: modifiers, plasticizers, dispersed and fiber fillers. The
introduction of modifiers into the epoxy binder is relevant, and effectively use them in the complex. The
influence of modifier and hardener on the adhesion strength and destructive stresses during bending of the
developed epoxy composite has been analyzed. The critical content of the components: the MBMA modifier
is 0.25...0.50 pts.wt., hardener PEPA — 8...10 wt. per 100 pts.wt. of epoxy oligomer ED-20 was found
by the method of mathematical planning of the experiment. The introduction of such ingredients into the
epoxy binder increases the adhesion strength of matrix to o, = 28.9...31.3 MPa and the fracture stresses
during the flexion to o5 = 51.2...54.4 MPa. The obtained results allow to create materials with improved
physical and mechanical properties in the complex.

Keywords: composite, epoxy matrix, method of mathematical planning of the experiment, regression
equation.

Introduction

The authors [1-6] have shown the expediency of using composite coatings on a polymeric basis to improve the
performance of parts of transport. In this case, not only the choice of a polymer matrix, but also its modification
by catalysts, plasticizers and other kinds of additives is of great importance. In this regard, the choice of the
widely distributed epoxy resin ED-20 as a basis for the polymer binder is relevant. Coating on the basis of such
epoxy oligomer is characterized by increased adhesion, physico-mechanical and thermophysical properties. This
leads to an increase in the lifetime of the protective coatings of parts of transport equipment.

In the works [7—12] shown, that in order to improve the properties of coatings in the complex, which operate
under conditions of aggressive media and temperature changes, it is advisable to introduce modifiers at the
critical content. In this case, it is necessary to introduce active modifiers in the polymer, but also the hardener
at the optimal content. This approach allows you to get a material with a homogeneous structure. It ensures
maximum increase in the indexes of characteristics.

In this context, in order to reduce the number of experimental studies, it is proposed to conduct mathematical
planning of the experiment. On the previous stage, the influence of the number of ingredients on the basic
properties of epoxy CM was investigated. The critical content of the 2,4-diaminoazobenzene - 4’-carboxylic acid
(MBMA) modifier, and a polyethylene polyamine hardener (PEPA) in the polymer matrix was established.
However, from a practical standpoint, it is important to form composites with these components at different
content in the epoxy resin. In this context, it is expedient and necessary to use the method of mathematical
planning of the experiment. It allows to reduce the number of conducted studies and optimize the contents of
the ingredients to obtain a matrix with the maximal values of the selected characteristics. Aim of work is to
optimize the content of modifier and hardener for the protective coatings of the transport equipment by the
method of mathematical planning of the experiment.

Results and discussion

The adhesive strength at normal break and fracture stresses during the flexion of epoxy composites at
the different content of modifier and hardener (2,4-diaminoazobenzene - 4’-carboxylic acid and polyethylene
polyamine respectively) was investigated. For standardization, as well as for simplification of calculations, each
component (filler) is encoded by conditional units taking into account variations (Table 1).
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Table 1

Levels of variables on conditional and natural scale

. Values of variables (pts. wt.),
Average level, | Variation step, . s .
Components Factor corresponding to conditional units
q, pts. wt. Agq, pts. wt. T 0 1
Modifier MBMA 1 0.50 0.25 0.25 0.50 0.75
Hardener PEPA To 10 2 8 10 12

According to the experiment planning scheme 9 experiments (N = 9) were conducted, each of which was
repeated three times (p = 3) in order to exclude system errors (Table 2). In order that planning matrix to be
orthogonal [13-15], the corrected values of 2’ level were entered, which were calculated by the formula:

N o

’ 2 Zufl Liu
() - ol 1
x; = (x;) N (1)

The expanded matrix of planning of complete factor experiment (CFE) and its results are shown in Table 3.

Table 2
Scheme of experiment planning
Ne of experiment (u) | xg | 1 | @2 | 23 =23 —d | x4 =23 —d | 7129
1 1 -1 ] -1 0.33 0.33 +1
2 1 | +1] -1 0.33 0.33 -1
3 1 -1 | +1 0.33 0.33 -1
4 1 | +1 1] +1 0.33 0.33 +1
5 1 0 0 -0.67 -0.67 0
6 1 1 +11] 0 0.33 -0.67 0
7 1 -1 0 0.33 -0.67 0
8 1 0 | +1 -0.67 0.33 0
9 1 -1 -0.67 0.33 0
2571 9512u 9 6 6 2 2 4
Table 3
Results of study of adhesive strength at break and fracture stresses
during the flexion of the epoxy matrix
Ne Content of components, | Adhesive strength | Fracture stresses during
of expe;iment q, pts. wt. at break, o,, MPa | the flexion, oy, MPa
T T2 hn Y2
1 0.25 8 28.2 48.4
2 0.75 8 26.6 50.0
3 0.25 12 27.8 51.0
4 0.75 12 26.4 49.3
5 0.50 10 28.9 48.8
6 0.75 10 27.9 50.2
7 0.25 10 31.3 51.2
8 0.50 12 27.2 48.6
9 0.50 8 25.5 54.4
The mathematical model y = f (x1,x2) was formed as a regression equation:
Yy = b() + blxl + b2$2 + bll.’E% + b22$% —+ b12$1$2. (2)
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The regression coefficients were determined by the formula:
N
by = L=t Bl (3)
u—1"iu
Received coefficients of regression equation are given in Table 4.
Table 4

The coefficients of regression equation

bo bl b2 bll b22 b12
28.81 | -1.07 | 0.18 0.83 -2.42 | 0.05

As a result, in the analysis of the adhesive strength at break, the following regression equation was
determined:

y = 28.81 — 1.072; + 0.18x5 + 0.8327 — 2.422% + 0.052;25.

For the statistical processing of experiment results, a test of reproducibility of experiments by the Cochran
test was conducted:

S2
G = —8MaX < (T o5 (4)
N = Y7(0,05; f1;f2)>
> u=154
where: S2, — dispersion of experiment results on combinations of few factor levels for m = 3; m — number of
parallel experiments; S2, . — the highest dispersion in design line;

Dispersions of adequacy were determined by the formula:

2
ur m — 1 )
where: y;,,, — value, received from each parallel experiment; 7; — average value y, received in parallel experiments.
Mean square error was determined by formula:

N=9 21
o’ {y} = W ©)
where o2 {y}, = 22213(% —7)% 9 2
o {Yau} = #,OTS?O = % @)

Dispersion values are shown in Table 5.

Table 5

Values of dispersions of adequacy (S;;) and mean square error (o> {y},)

N The dispersions of adequacy The mean square error
conditional designation | value | conditional designation | value
1 Sz 0.04 o2 {y}h 0.08
2 S2, 0.07 o? {y}, 0.14
3 Sz, 0.09 o2 {y}, 0.18
4 S2, 0.09 o?{y}, 0.18
5 Sz, 0.19 o2 {y}s 0.38
6 52, 0.01 o? {y}g 0.02
7 SZ. 0.09 o2 {y}, 0.18
8 52 0.07 o? {y}q 0.14
9 S2, 0.04 o2 {y}, 0.08
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Moreover:
i, 52 =069
o {y} = 52 =0.077.
Then the calculated value of the Cochran test at the 5 % level of significance:

S2
Gcalc = %; (8)
D i1 S
Geale = 33 = 0.275.
Testing the experiment results by the Cochran test [16] for a fixed probability @ = 0.05 confirmed the
reproducibility of the experiments. Dispersion of experiment results on combinations of few factor levels:
S2 ax = 0.19. Calculated value of Cochran test: Geqe = 0.275.

Table value of Cochran test: Gy, = 0.478.
That is, the condition (7) is fulfilled:

Geaie = 0.275 < Gigp = 0.478.

Subsequently, the coefficients significance of regression equation was determined by analyzing the results
according to the experimental design (Table 6).

Table 6
The experimental results of study of adhesive strength at break of materials
Ne of experiment Adheilve strength a2t break, g, ?1)\/[ Pa Average value, o,, MPa
1 28.0 28.4 28.2 28.2
2 26.5 26.9 26.4 26.6
3 27.8 28.1 27.5 27.8
4 26.4 26.1 26.7 26.4
5 28.7 294 28.6 28.9
6 27.9 27.8 28.0 27.9
7 31.3 31.0 31.6 31.3
8 27.5 27.1 27.0 27.2
9 25.3 25.5 25.7 25.5
Then the dispersions of regression coefficients (Table 7) were determined by the formula:
52
§2 = 0 9
" Z]uv—l x?u ( )

The significance of the regression coefficients was determined by the Student’s test [17, 18]. Here with the
table (t,,) and calculated criterion (fcqi.) of Student’s test (Table 7) were determined.

Depending on freeness: f = N(n — 1) = 9(3 — 1) = 18 the Student’s test value was calculated, which is
tr =2.1.

Calculated values of Student’s test (t.q.) and coefficients significance were determined:
to,t1,t2,t11,t22,t12 > 1.

Moreover:
|bs|
Sh,

i

ty =t (10)
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Table 7

Dispersion of coefficients of regression (S7)
and calculated values of Student’s criterion (tcaic)

N Dispersion of coefficients of regression | Calculated values of Student’s criterion
| conditional designation value conditional designation value
1 SZ 0.009 top 301.09
(1]
2 Sy 0.013 t1p 9.44
3 Sy, 0.013 top 1.62
1 E 0.038 tiip 4.26
5 Si, 0.038 ta2p 12.34
6 B 0.019 tizp 0.4

Calculated values of Student’s criterion tg, t;1, t11, t22 are larger than ¢, so it was considered that by, b1,
b11, boo coefficients of the regression equation are significant. Calculated values to, t12 are lower than tp, so it
was considered that bo, bio coefficients of the regression equation are insignificant. As a result of rejection of
insignificant coefficients, the following regression equation was received:

y = 28.81 — 1.07 1 + 0.83 2% — 2.42 3.
The adequacy of the model was checked by Fisher test [11]:

52
Fc = % S F(0051 fad; f?/)’ (11)
Yy

where S?

u max

= 0.19 — calculated value of dispersion of adequacy (Table 5);

N
52 _ Zi:l Sﬁz .
Y N ?

Ss = 0.077 — mean square error;

So: F, = 2.49.

F(0.05;f,4:4.) — table value of Fisher test in 5 % significance level (fi = N —(k+1) =9 —(4+1) = 4,
fo=N(n-1)=9(3—-1) =18). So: F; =2.93 [19].

Calculated value of Fisher test is less than table one, so the requirement (10) is fulfilled. It is possible to
assume that equation adequately characterizes the composition.

Interpretation process of received mathematical model, as a rule, is not just determination of factors
influence. A simple comparison of absolute value of linear coefficients does not determine the relative degree
factors influence, since there are also quadratic squared terms and paired interactions. In a detailed analysis of
the received adequate model, it is necessary to take into account the fact that for a quadratic model the degree
of factor influence on the change of output value is not constant.

Dependencies that connect normalized and natural values of the variables are as follows:

qi — 4io0
P = 1
T Au (13)

where: ¢; — value of i experiment factor, g;o — value of zero level, Ag; — variation interval.
Substituting these values in accordance with the formula (13) into the regression equation and transforming
it, we receive the following regression equation with the natural values of the variables:

04 = —26.23 +13.28 ¢7 — 0.605 ¢5 — 17.56 q; + 12.1 ¢o.

Given equation in natural values allows only predicting the output value for any point in the middle of
range of factor variations. However, with its help it is possible to construct graphs of dependence of output
value (adhesive strength at break) from any factor (or two factors). Geometric interpretation of the response
surface is shown on Fig. 1-3.
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Figure 1. Standardized Pareto chart (a) and main effects (b)
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Figure 3. Contours of estimated response surface

On the basis of experimental studies, it has been found that both factors are significant. It should be
noted that the effect of the content of the MBMA modifier on the indexes of adhesion strength at break
is higher compared to the PEPA hardener (according to the Pareto chart). It was determined that optimal
indexes of adhesion strength at break have a developed epoxy composite with a modifier and a hardener at the
following contents: the MBMA modifier is 0.25...0.50 parts by mass, PEPA hardener — 10 parts by mass,
(0o = 28.9 ...31.3 MPa) by analyzing the calculated response surface. Similarly, to the above calculations
scheme, the composition formula was optimized according to the fracture stresses during the flexion indexes.
The encoding of natural components values and the experimental design scheme are chosen according to Table 1
and Table 2.

In the process of study results analysis of composites fracture stresses during the flexion, the following values
of the regression coefficients were received (Table 8).
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Table 8
The coefficients of regression equation of fracture stresses during the flexion
bo b1 by b11 ba2 b12
50.46 -0.18 -0.65 -0.58 0.22 -0.83

As a result, the following regression equation was found:
y = 50.46 — 0.18 1 — 0.65 x5 — 0.58 z% — 0.22 23 + 0.83 x125.

For statistical processing of experiment results, a test of experiments reproducibility was conducted according
to the Cochran test [20].
Dispersions values that were calculated by formula (5-7) are shown in Table 9.

Table 9

Values of dispersions of adequacy (SZ;) and mean square error (o {y},)

\e The dispersions of adequacy The mean square errors
conditional designation | value | conditional designation | value
1 SZ 0.13 o’ {y}, 0.26
2 Sz, 0.21 a2 {y}, 0.42
3 S2, 0.13 o? {y}, 0.26
4 Sz, 0.07 o?{y}, 0.14
5 S2. 0.13 o? {y}; 0.26
6 S2. 0.13 o2 {y}s 0.26
7 S2, 0.16 o’ {y}, 0.32
8 SZ 0.07 o2 {y}e 0.14
9 S2, 0.07 a? {y}, 0.14

Moreover:
N
> osr =11
i=1

o? {y} = S§ = 0.122.
Calculated value of the Cochran test at the 5 % significance level was determined by formula (8):

0.21
G, = 11 = 0.191.

Testing the experiment results by the Cochran test [20] for a fixed probability o = 0.05 confirmed the
experiments reproducibility. Dispersion characterizing dispersal of the experiments results in combination of
few factor levels: S2 , = 0.21. Calculated value of Cochran test: Goqi. = 0.191.

Table value of Cochran test: Gy, = 0.478.

So, the requirement is fulfilled:

Geale = 0.191 < Gigp = 0.478.

At the next stage, the coefficients significance of regression equation is determined, analyzing the results
according to the experimental design (Table 10).
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Table 10

The experimental results of study of fracture stresses during the flexion of CM

Ne Fractlllre stresses dL;ring the flexion, gﬂ, MPa Average value, o1, MPa
1 48.0 48.5 48.7 48.4
2 49.6 50.5 49.9 50.0
3 50.7 50.9 514 51.0
4 49.5 49.4 49.0 49.3
5 48.9 48.4 49.1 48.8
6 50.5 50.3 49.8 50.2
7 51.6 50.8 51.2 51.2
8 48.8 48.7 48.3 48.6
9 54.5 54.1 54.6 54.4

Subsequently, dispersion of regression coeflicients is determined by formulas (9-10). The significance of
regression coefficients is determined according to Student’s criterion, which table value is tp = 2.1. Calculated
values of Student’s criterion are shown in Table 11.

Table 11

Dispersion of coefficients of regression (S7)
and calculated values of Student’s criterion (¢,)

N Dispersion of coefficients of regression | Calculated values of Student’s criterion
conditional designation value conditional designation value

1 Sfo 0.014 top 430.81

2 Sy 0.020 tip 1.28

3 sz 0.020 top 4.55

4 Sy, 0.061 tiip 2.36

5 sz 0.061 toop 0.88

6 B 0.031 tizp 4.7

Calculated values of Student’s criterion tg, to, t11, t12, are larger than ¢, so it was considered that by, ba, b11, b12
coefficients of the regression equation are significant. Calculated values tq,t22 are lower than tp, so it was
considered that by, bso coefficients of the regression equation are insignificant. As a result of rejection of
insignificant coefficients, the following regression equation was received:

y = 50.46 — 0.65 25 — 0.58 22 + 0.83 z; .

The adequacy of the model was checked by Fisher’s test.

Calculated value of adequacy dispersion: S2 = 0.21 (Table 9).

The mean square error: Sj =0.122.

So: F' =1.718.

F(0,05;fw:f.) — table value of Fisher’s test in 5 % significance level (F;) = 2.93).

Calculated value of Fisher’s test is smaller than table on, so requirement (11) is fulfilled. Consequently, the
equation adequately shows the composition formula.

After transformations in accordance with formula (13), the following regression equation with the natural
values of variables was received:

o =59.69 —9.28 ¢ + 1.66 q1 g2 — 7.32 q1 — 1.155 ¢o.

Geometric interpretation of response surface is shown on Fig. 4-6.
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Figure 4. Standardized Pareto chart (a) and main effects (b)
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Figure 6. Contours of estimated response surface

The obtained results indicate that both factors of the regression equation are significant. It should be noted
that the greatest influence on the output parameters of the composite have a pair interaction and linear and
quadratic dependencies of the first factor. In the course of the analysis it was found that the indexes of fracture
stresses during the flexion have the maximal values at the next content of components: the MBMA modifier is
0.25...0.50 pts. wt., PEPA hardener — 8...10 pts.wt. (o = 51.2...54.4 MPa). With further increase in the
content of additives, a deterioration of the parameters of fracture stresses during the flexion was observed. In our
opinion, this is a consequence of the oversaturation of the ingredients in the polymer matrix, which adversely
affects the physical and mechanical properties of the material.

Conclusions

The critical content of the components: the MBMA modifier is 0.25...0.50 pts.wt., hardener PEPA —
8...10 wt. per 100 pts.wt. of epoxy oligomer ED-20 was found by the method of mathematical planning of
the experiment. The introduction of such ingredients into the epoxy binder increases the adhesion strength of
matrix to o, = 28.9...31.3 MPa and the fracture stresses during the flexion to o5 = 51.2...54.4 MPa. It is
analyzed that with increasing the content of the modifier it is possible to increase the parameters of fracture
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stresses during the flexion. These studies will be presented in the next works. The obtained results allow to
create materials with improved physical and mechanical properties in the complex. The obtained materials
should be used in the form of protective coatings to improve the performance and repair of parts of transport
equipment.
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H.B. Bpamno, O.M. Besbax, B.H. I'yces, C.B. fdkymenko

Keusik KypaJjgapblH KOpPFay VIIiH »KaKCapThLJIFaH KacuerTepi 6ap
Mo pUKAIUAIAHFAH MOKCUATI MaTPUIA

Keunik xypammapsl GerekTepiHis maitiajgany CUIaTTaMAaJIapbIH, OHBIH iITIHIIE 0JIapIbIH KOPPO3UsFa KAapChI
KACHeTTepi MeH TO3yFa TO3IMILTIriH apTTHIPY VIIiH KOPFAHBIIITHIK TOJUMEPJIIK KOMIIO3UTTIK YKaOBIHIAD-
bl TafiaIany OpBIHIBI eKeHiri HeriznmenreH. DU3uKaIbIK-MEXAHUKAJIBIK YKOHE KBLIY-(MOU3UKAJIBIK, KaCH-
eTTepiHiH KOPCETKIMITEPIH apTTHIPy YIIiH SMOKCHATI GallyIaHBICTHIPYINBI KOCHAJAPAbl €HII3y KayKeT: MO-
nuduraTopaap, mIacTuUKATOPIAp, AUCIEPCHUSIBIK, KOHE TAJIIBIKTBI TOJITBIPFBIITAp. Momudurarop-
JIapAbl SMOKCUATI OailJIaHBICTBIPFBINI €Till €Hri3y ©3eKTi OoJiblln TabbLIaJbl KOHE Jie OJIap/bl KeIlleH-
e maiiganany tuiMai. MomudukaTop MeH KATANTKBINITHIH AJre3usijIbIK, OepIKTiKKe »KOHE 93ipJIeHTeH
SMOKCUATI KOMIIO3UTTI MaNBICTBIPY Ke3iHje KepHeydl Oy3aThbliH 9cepi TaJJaHIbl. DKCHEPUMEHTTI MaTe-
MaTHKAJIBIK, YKOCIAPJIay 9/iCiMEH KOMIIOHEHTTEP/IIH, ChIHU KypaMbl aHBIKTas bl Mojudukarop MBMA —
0,25...0,50 macc. car, IIEITA karaiitkpim — 8...10 macc. ¢ 100 mac. car smokcuari omuromep /1-20.
MyHait mHrpegueHTTepAl SMOKCHUATI OGalIaHBICTBHIPFBINI €HTI3y MATPHUIAHBIH, AATre3UsyIbIK OepIiKTIriHig
Kepcerkimrepin o, = 28.9...31,3 Mlla neitin aprThipyra MyMKIiHJIK Oepesi >KoHe OYry KesiHje Kupa-
TyIIbl KepHeyaep oy = 51,2...54,4 MIla neitin. AsblHFaH HOTHKesIep KellleHJle (DU3UMKA-MEXaHUKAJIBIK,
KACHETTEDIHIH KaKCaPTHUIFAH KOPCETKIITEPl 6ap MaTepuaJaapabl 2Kacayra MYMKIHIIK O6ep/Ii.

Kiam ce3dep: KOMIIO3UT, STOKCUITI MATPHUIIA, SKCIIEPUMEHTTI MaTEMATUKAJIBIK, KOCIIAPJIAY dIiCi, perpeccus
TeHeYI.

H.B. Bpauso, O.M. Bezbax, B.H. I'yces, C.B. dAxyenko

MoandnnmpoBaHHasi SMOKCUAHAS MAaTPUIA C yJIydNIeHHbIMHA
CBOMCTBAMM /Jisi 3alllUThl TPAHCIIOPTHBIX CPEJICTB

O6ocHOBaHO, 9TO JIJIsI TIOBBIMIEHUS YKCILIYATAIMOHHBIX XAPAKTEPUCTUK JeTaJiell TPAHCIIOPTHBIX CPEJCTB,
B TOM YHCJIE UX aHTUKOPPO3UUHBIX CBOMCTB M U3HOCOCTONKOCTH, IEJeCO00Pa3HO MCIOIb30BATh 3aIUTHBIE
MOJIMMEPHBIE KOMITO3UTHBIE TIOKPBITUs. [[0Ka3aHO, UTO /s MOBBIIIIEHHUST TOKA3aTe el (DUBNKO-MEXaHUIECKUX
7 Tena0(U3NIECKUX CBOMCTB B IMOKCHUIHOE CBSI3YIONIEe HEOOXOIMMO BBOAWUTDH JIODABKH: MOIU(MDUKATOPHI,
ITACTU(DUKATOPDI, JTUCIIEPCHBIE U BOJOKHUCTHIE HAIIOJHUTEN. AKTYAJIbHBIM sIBJISETCS BBEIEHNE MOIUMU-
KaTOPOB B SIIOKCUJIHOE CBsI3yIOIee, mpudeM 3h(OEKTUBHO WCIOJIb30BaTh UX B KoMILIekce. IIpoanamnsupo-
BAHO BJIMSIHME MOIU(MHUKATOPA M OTBEPIAUTENS HA AT€3MOHHYIO MIPOYHOCTDH U PA3PYIIAIONTNE HAIPSI KEHUST
pu u3rude pa3paboTaHHOI'O SIMOKCUIHONO KOMIIO3uTa. MeTo1oM MaTeMaTu4ecKoro IJIaHUPOBAHUST SKCIIEPH-
MEHTa YCTAHOBJIEHO KPUTHUYIECKOE COJIepKaHre KOMITOHEHTOB: Moaudukarop MBMA — 0,25 ... 0,50 macc.4,
oreepauTenb ITEITA — 8...10 macc.c Ha 100 macc.1 snmokcugaoro omuroMmepa /1-20. Beemenne B smokcn-
HOE CBA3YIOIIEe TAKUX MHI'PEIMEHTOB MO3BOJISIET MTOBLICUTH ITOKA3ATE/H aJIN€3MOHHON TPOYHOCTH MaTPHUIIBI

Bectauk Kaparanmuackoro yHuBepcurera
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1o 0, = 28.9...31,3 Mlla n paspymaromux Haupsi>keHuil npu crubanuu no op = 51,2...54,4 Mlla.
Ilonyuennble pe3yabTaThl MO3BOJSIOT CO3[ATH MaTEPUAJbI C YIYUIIEHHBIMH B KOMILJIEKCE TOKA3ATEISIMU
(U3NKO-MEXaHUIECKUX CBOMCTB.

Kmovesvie cr06a: KOMIIO3UT, SIIOKCUIHAS MATPHULA, METOJ MAaTEMaTHIECKOT'O IIJIAHNPOBAHUS SKCIIEPIMEHTA,
ypaBHEHUE PErPECCUH.
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