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ABSTRACT
Ethylene propylene diene monomer rubber is used as flexible thermal protection for rocket engines, as well as in blends with 

polychloroprene, which can be applied in the aeronautical sector, and with great potential in the defense sector. However, there is 
not a considerable number of studies considering both polymers as a blend. In general, elastomer content quantification in blends 
is done by more complex instrumental methods. When performed by Fourier transform-infrared spectroscopy, the conventional 
transmission mode is used, usually without including the developed methodology error. Therefore, the Fourier transform infrared 
spectroscopy (FT-IR) methodology is proposed using the universal attenuated total reflection mode, with sample treatment 
(pyrolysis) to determine polychloroprene content in the mixture with ethylene propylene diene monomer. In accordance with 
the infrared spectrometer precision limits and rubber blends studies data found in the literature, the methodology error analysis 
shows a value close to 2%. In addition, it has the advantage of being a less complex methodology. This actual study uses a simple 
FT-IR analytical tool, scarce, especially for the rubber research community, to determine the content of rubber minor phase within 
the major phase. It is valuable in weapons reverse engineering, aiming at the knowledge of new thermal protections.
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INTRODUCTION

In the aerospace sector, ethylene propylene diene monomer (EPDM) has been used in the search for a high-performance 
formulation. The use of EPDM in flexible thermal protection (TPS) for rocket engines has become an interesting alternative in 
relation to acrylonitrile-butadiene copolymer (NBR). Although NBR is more commonly used, the study of EPDM is aroused by 
some of its properties, such as low density, low processing cost and no release of toxic products during burning (Moraes et al. 2007).

https://doi.org/10.1590/jatm.v13.1197
https://orcid.org/0000-0003-4291-2932
https://orcid.org/0000-0001-9063-2885
https://orcid.org/0000-0002-1364-3748
https://orcid.org/0000-0003-2589-7769
https://orcid.org/0000-0002-6286-1493
https://orcid.org/0000-0002-0923-620X
https://orcid.org/0000-0002-9394-4910
https://orcid.org/0000-0001-9958-1279
mailto:alexandre.ecarrara@gmail.com


J. Aerosp. Technol. Manag., São José dos Campos, v13, e0821, 2021

Rigoli PS, Barros AH, Magalhães RF, Murakami LMS, Carrara AE, Dutra JCN, Mattos EC, Dutra RCL2

It is known that structure and property relationship is crucial for different applications. Ethylene propylene diene monomer, 
for example, which has a saturated carbon-carbon “backbone”, is nonpolar and has excellent resistance to oxygen, ozone, heat, as 
well as UV light. It also has excellent electrical resistivity and resistance to polar solvents. For this reason, it has wide application 
in electrical insulation, construction and automotive industry (Murakami et al. 2018).

Due to its importance, a significant number of papers on EPDM have been carried out in several fields (Miguel et al. 2020; 
George et al. 2020; Rigoli et al. 2019; Murakami et al. 2018; Choi and Kim 2011). Even though it shows adherence issues, plasma 
treatments, among others, can solve these difficulties, allowing EPDM applications, such as thermal protections, in the aerospace 
industry (Santos et al. 2014; Moraes et al. 2007).

It is also known that polymer blends are an alternative for obtaining materials with properties that, generally, are not found in a 
single material (Luna et al. 2015). The great advantage of mixing two elastomers is to try to minimize some negative characteristic 
or to optimize one of the qualities of the constituents.

Another reason for elastomer blends manufacture is the economic factor, since appreciable price difference exist between 
different rubbers (Ahmed et al. 2012). For example, the price of polychloroprene (CR) is high but its resistance to ozone is excellent. 
Therefore, blending CR with cheaper rubber is usually in practice for different applications.

Thus, elastomers mixtures are often used in the rubber industry, aiming to obtain well-balanced physical and mechanical 
properties, easy processability and relatively low production cost. It has been reported in the literature that rubber mixtures that 
have differences in polarity are very useful for obtaining a high compatibility degree, due to their well-defined interface (Rigoli et al. 
2019; Chowdhury et al. 2016; Ding et al. 2015; Ahmed et al. 2012; Babbit 1978).

In this scenario, so that at least one of the characteristics is outlined or improved such as EPDM low adhesion, there is 
fundamental importance in studying and analyzing EPDM with CR (Fulin et al. 2007). With the inclusion of CR in the blend 
(from 15 to 20 phr) this problem tends to be overcome (Grison 2010).

On the other hand, CR with EPDM mixtures can improve the processability of CR and physicomechanical property of its 
vulcanizate (Fulin et al. 2007). Blend property depends on its ratio, among others. To improve CR processability, in the CR/EPDM 
blend, the usual ratio is from 90/10 to 70/30. Then, it is important to know the blend components content to predict its property.

These mixtures can be used, for example, in the automotive industry (Xu 2012). According to Ding et al. (2017), the combination 
of polychloroprene characteristics with those of ethylene-propylene-diene elastomer indicates a great potential for this blend 
application in various industrial and commercial areas.

As reported in these studies, the influence of both CR and EPDM elastomers content on the properties of their blends motivates 
quantitative study of these systems. However, there is not a satisfactory variety of published papers with qualitative analysis and 
even less with quantitative analysis on binary elastomer mixtures related to the EPDM/CR blend. Nevertheless, there are some 
studies on additives with the purpose to improve certain properties of this blend. Brotos and Moustafa (2002, 2003) characterized 
compatibilizers in order to improve the mixture properties, such as morphology and compatibility of the base elastomers.

Polychloroprene content effect in EPDM/CR blend was studied in a system containing cheaper additive in the formulation, 
such as Marble Sludge (MS) (Ahmed et al. 2012). It is exposed that MS powder can be used as a cheaper filler in EPDM/CR blends 
for the low cost of the final product. Marble Sludge filled EPDM/CR blends tend to reduce some properties, such as elongation at 
break, resilience, abrasion loss, among others. In contrast, it shows the opposite trend for scorch time, cure time, tensile strength, 
hardness values, for example, when increasing CR content in MS filled EPDM/CR blends.

Despite CR content determination was not the focus of the research, Ahmed et al. (2012) evaluated the influence of CR content in EPDM/
CR blends. This fact imposes that the development of a faster and more accurate methodology continues to be necessary for the study of 
EPDM/CR-based polymers. Fourier transform infrared spectroscopy (FT-IR) analysis in different regions can support this type of research.

Although infrared spectroscopy (IR spectroscopy) was applied as an auxiliary method for EPDM/CR mixtures morphology, 
miscibility and physical properties analysis in Dubey et al. (2008) study, nondetailed IR method was used to evaluate the mixture 
composition characteristics. Using the absorption band related to the C-Cl bond at 650 cm-1 with the relative band concept, CR 
content was estimated with good approximation to the expected value. Fundamental information about the methodology error 
was not included in the discussion about calculations precision.
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On the other hand, papers on rubbers characterization and quantification using instrumental methods and their couplings, 
such as thermal analysis, chromatography, mass spectrometry, generating a more robust methodology, but also more complex, 
can be found in the literature (Harada 2015). However, IR spectroscopy has shown satisfactory results in quantifying elastomer 
content in different elastomeric blends (Riba et al. 2019; Rigoli et al. 2019; Azevedo et al. 2018).

In general, it can also be noted that elastomers binary mixture quantitative FT-IR analysis uses spectra obtaining conventional mode, 
transmission, or even reflection by attenuated total reflection (ATR) (Riba et al. 2019). In spite of this, analysis condition details, such as 
sample preparation (treatment) or in ATR analysis case, the crystal type and analysis angle employed, number of analytical bands height or 
intensity measurements repetitions, as well as the developed methodology error, are usually not mentioned or are not properly explored.

In a recent research by Riba et al. (2019), a method using differential scanning calorimetry (DSC) was developed. It is based on 
a multivariate chemometric approach, compared to data obtained by FT-IR/ATR, by using algorithms to determine natural rubber 
(NR) and styrene butadiene rubber (SBR) blends content. However, in some cases where there are no bands overlapping and the 
absorption intensity increase is clearly related to concentration increase, chemometrics application is not needed (Mello et al. 2018).

The methodology error in Riba et al. (2019) was estimated in 2%. Although good results have been presented, a complex 
methodology was used to determine the rubber blend content and methodology error.

The last decades show a growing interest of the technological and scientific communities in polymer blend. This scenario is combined 
with the fact that sectors that are growing the most in this field are: automotive, electronics, packaging, construction, utensils, aeronautics 
and aerospace, encompassing very distinct characteristics. Therefore, this paper proposes a more modern quantitative FT-IR reflection 
methodology, universal attenuated total reflection (UATR), in comparison with transmission mode. While it discusses methodological 
errors, it purposes to minimize gaps observed in the existing methodologies developed for elastomeric systems quantification.

Good results were obtained by the simple proposed methodology in this actual paper, using UATR, showing good precision, 
confirmed by the analysis of test samples.

MATERIAL AND METHODS

Formulation preparation method
The EPDM/CR samples, formulation found in Table 1, were gently prepared and provided by Tenneco Automotive Brazil. 

Tenneco, an American company, is one of the largest manufacturers and suppliers of emission control systems, components for 
the suspension set, bushings, engine and transmission cushions, in addition to technical rubber metal parts for original equipment 
and aftermarket for the automotive industry.

Table 1. EPDM/CR formulation (90/10; 70/30; 50/50; 30/70 e 10/90).

Components Content (mass %)

EPDM Keltan 6950 (ET: 48% e ENB: 7.5%) 56.3; 43.8; 31.3; 18.8 e 6.3

Polychloroprene (Neoprene W) 6.3; 18.8; 31.3; 43.8 e 56.3

Naphthenic Oil NH-140 (plasticizer) 14.1

Carbon black N550 (charge) 19.7

Stearic acid (activator) 0.6

Zinc oxide (activator) 1.1

6PPD (antioxidant) 0.4

Sulfur (vulcanizing agent) 0.5

TMTD (activator) 1.1
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The processing took place with piston pressure of 4 kgf/cm2, rotation of 70 rpm and initial temperature of 40 °C. Initially, 
all components were added in the mixer, except for sulfur and accelerators. After mixture homogenization, these additives were 
introduced. Four steps were taken: step 1 – mixture of elastomers – 35 s; step 2 – mixture of carbon black and additives – 70 s; 
step 3 – mixture of accelerators and sulfur – 30 s; step 4 – homogenization and cooling of compound in the cylinder – 120 s.

The vulcanization process of all EPDM/CR blends samples was set with a 7.5 kgf/cm2 vulcanization press of steam for 6 minutes 
and closing pressure of 150 kgf/cm2. Finally, samples were produced with the aid of roller cylinders in order to make samples 
approximately 10 cm long by 10 cm wide and 2 mm thick.

Fourier transform infrared spectroscopy methodology
In this topic, the methodologies developed for EPDM/CR blends characterization and quantification were described.
The following conditions were applied: FT-IR PerkinElmer spectrometer, Spectrum One model, spectral range from 4000 to 550 cm-1 

[middle infrared region (MIR)], resolution of 4 cm-1, 20 scans. The applied spectra obtaining modes were reflection, by UATR (80N), as 
well as transmission. The samples were prepared in the form of liquid pyrolysates, obtained by Bunsen burner, constituting liquid films.

Figure 1 shows a diagram that summarizes the FT-IR developed methodology, including the preparation technique and the 
ways of obtaining spectra that were employed.

1

1

2 3

EPDM/CR

Destructive 
Analysis

Reflection FT-IR (UATR) 
After Pyrolysis

Transmission FT-IR 
Using KBr Crystal

Pyrolysis in 
Bunsen Burner

Figure 1. FT-IR qualitative analysis diagram of EPDM/CR samples, according to the developed methodology.

1. EPDM/CR blend was analyzed only using destructive technique to prepare samples, in this case, pyrolysis in Bunsen burner;
2. After treatment by pyrolysis, EPDM/CR samples were analyzed by UATR, a reflection technique; or
3. EPDM/CR samples were analyzed by transmission technique using potassium bromide (KBr) crystal or window.

Since pyrolysis is thermal degradation, the basic procedure consists of heating about 0.5 g of minced rubber sample. The sample 
is placed in a pyrolysis tube, similar to a thick-walled test tube. The rubber is heated in Bunsen burner to form a liquid product, the 
pyrolysate, which is collected in a KBr window. Another KBr window is placed on top in order to form a liquid capillary film, where 
the film thickness is defined. Then the film is analyzed by transmission (conventional way of obtaining IR spectra, where the IR ray 
passes through the sample, as a whole, revealing species in greater proportion; in the case of rubber, the base polymer, separated by 
pyrolysis). The liquid film pyrolysate was analyzed directly by reflection (UATR), also revealing the rubber base polymer.

Qualitatively, the materials were characterized by means of the characteristic bands of each elastomer. In other words, bands 
that define the characteristic functional groups were compared with the literature, according to Wake et al. (1983), and a reference 
spectra collection, so as to confirm what elastomer was involved.

As it is known, Lambert-Beer law (Smith 1979) governs the quantitative analysis in the infrared. It relates the height (intensity) 
of an analytical band, that is, to which one wants to determine the content of the corresponding functional group, to its content. 
The thickness control is important for the adequate measurement of the band intensity (height). In transmission experiments, 
this control can be done through the relative band.
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A relative band is composed of an analytical band and a reference band to eliminate sample thickness variation interference, 
which can cause errors in the band intensity measurement.

Given that the CR pyrolysates spectra show bands of variable intensity (Wake et al. 1983), the challenge for quantifying 
this mixture was choosing the proper band for this elastomer. According to Smith (1979), C-Cl bond presents itself as a weak 
band in the region of 560 to 830 cm-1 (υC-Cl). Thus, the analytical band was found at 814 cm-1 (υC-Cl). Regarding EPDM, the 
analytical band around 885 cm-1 was used [vinylidene angular deformation (ω)] for the transmission analysis with the relative 
band concept.

For the calculations, an already developed IR methodology was applied. This approach was also manipulated in several previous 
publications of the group, since Dutra et al. 1996 until Rigoli et al. 2019, and also used in other recent research (Ferreira et al. 
2020). The error data was calculated according to nonparametric statistical methodology for IR spectroscopy, as described in 
Horák and Vítek (1978), following a basic sequence of steps (Fig. 2).

Analytical Curve

Absorbance Data Median

Relative Bands in Absorbance

Analysing 5 Times

6
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3
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Measure Bands 
Intensity

EPDM/CR Sample

Figure 2. Fourier transform infrared spectroscopy quantitative analysis diagram 
of EPDM/CR samples, according to the developed methodology.

1. Analyze five times each sample which concentration is known;
2. Measure bands height or intensity (analytical and reference, which form relative bands) in absorbance;
3. Choose the best baseline;
4. Obtain the absorbance data median;
5. Calculate the errors involved in the methodology;
6. Elaborate calibration or analytical curve; and
7. Validate analytical curve when testing samples with unknown content, according to spectra obtaining mode and samples 

pretreating used, calculating the material content by means of the referred curve.
According to Horák and Vítek (1978), when there is a reduced number of experimental values, the median value (μ̂) should 

be used instead of the arithmetic mean. This way avoids the influence of values very different from others. Provided with such 
information, it is possible to calculate the methodology error or deviation with the following sequence: Eq. 1 (standard deviation), 
Eq. 2 (average standard deviation) and Eq. 3 (deviation or relative error).
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where, R is the difference between the highest and the lowest absorbance values (xn-x1), KR is the coefficient to calculate the 
standard deviation for 5 values (KR = 0.430), σ̂ is the standard deviation, n is the measurements number, σ̂ μ̂ is the average standard 
deviation and RD is the relative error or deviation for each sample.

The methodology error is the median of the relative error (RD) calculated for each sample (Dutra et al. 1996; Ferreira et al. 
2020). This variation is the limit allowed when measuring the analytical band intensity (height) of the same sample. It is associated 
to the spectrophotometer accuracy limit (Horák and Vítek 1978), under ideal conditions of thickness control (≤ 2%).

RESULTS AND DISCUSSION

Characteristics of the two infrared techniques applied
In conventional transmission mode, infrared ray passes through the sample. As a result, it reveals species of both interior and 

surface, providing information especially of what is in higher content. In reflection mode, surface species are better detected. 
However, if they do not exist, the technique can also be used for the sample interior analysis (Azevedo et al. 2018; Smith 1979).

In the UATR technique, the IR beam passes through a reflection element. This element has a high refractive index, which 
consists of zinc selenide (ZnSe) covered with diamond, and reaches the sample surface (Magalhães et al. 2020).

There are differences regarding the optical path of the techniques. While in transmission, the optical path is constant for every 
wavenumber, in reflection the path can be variable. In spectrum regions where the sample weakly absorbs, the light penetrates 
deeper into the matrix, while the opposite happens where there is strong absorption (Ferrão 2001).

Therefore, in the comparison of spectra, obtained by transmission and reflection, it can be observed that the bands relative 
intensities are different. In other words, the weak bands in transmission spectrum appear stronger in the reflection mode (Ferrão 
2001).

Universal attenuated total reflection technique allows an analysis of the sample as received, by means of a small quantity or with 
a minimum of sample preparation. However, one of the requirements of UATR reflection technique is the good contact between 
the crystal and the sample surface. Vulcanized rubbers are easily analyzed by UATR (Azevedo et al. 2018).

Because infrared ray does not penetrate deeply into the sample, UATR technique analyzes a very superficial layer of the 
sample, a few microns (Magalhães et al. 2020). Comparison of spectra and quantitative analyses need to be made under the same 
conditions, so becomes necessary to use the same torque to maintain pressure on the samples.

It is known that samples have to be prepared as thin films in order to measure their spectra in transmission (Magalhães et al. 
2020; Smith 1979). There is no such limitation on measuring spectra by reflection.

Due to the differences presented between the two ways of obtaining spectra, it was decided to use these two techniques for 
EPDM/CR blend quantitative evaluation. In the transmission experiments, the relative band was used. Universal attenuated total 
reflection was performed without using relative band, most needed for thickness control in transmission analysis.

FT-IR/UATR analysis of EPDM/CR pyrolysates obtained in Bunsen burner
Figure 3 shows FT-IR (UATR) spectra obtained after EPDM/CR samples pyrolysis in Bunsen burner. From Fig. 3 analysis, it 

can be noted that C-Cl bands intensities around 814 cm-1 increased with the CR content in EPDM. In conformity with Lambert-
Beer law, this behavior indicates that polychloroprene determination in the blend is possible by this band, even though according 
to Smith (1979), this band has weak intensity. In the UATR spectra, this band is better highlighted.
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Thus, proceeding to the CR content determination in the blend (analytical band around 814 cm-1), data for analytical curve 
elaboration, having A814 as a function of CR nominal content in the blend (Fig. 4), were calculated according to Eqs. 1-3 and 
displayed in Table 2.

Wavenumber (cm-1)

EPDM

814 cm-1

EPDM/CR
(90/10)

EPDM/CR
(70/30)

EPDM/CR
(50/50)

EPDM/CR
(30/70)

EPDM/CR
(10/90)

CR

5504000 3200 2400 1800 1400 1000

%R

Figure 3. FT-IR/UATR spectra obtained after EPDM/CR blends pyrolysis in Bunsen burner 
with different contents, compared to EPDM and CR reference spectra.

The methodology error (relative errors median), 2.1%, indicated that the methodology is accurate, as it presented an error 
very close to the precision limit of the equipment, ≤ 2% (Horák and Vítek 1978).

From Fig. 4 analysis, it can be noted that, on the analytical curve, the points satisfactorily approached the trend line 
(R = 0.996) with good linearity, R2 = 0.993. In other words, about 99% of the obtained results were explained by this developed 
methodology. This confirmed the methodology accuracy for quantifying EPDM/CR mixtures, also noted by the methodology 
error mentioned previously. Thus, FT-IR (UATR) quantitative analysis after Bunsen burner pyrolysis for the EPDM/CR blend 
showed significantly accurate results.

In sequence, in order to complete the quantitative process, analytical curve validation was performed by testing samples with 
unknown EPDM/CR proportions. This was justified, since UATR technique with sample treatment showed best results regarding 
methodology error, defining the best precision.

In this way, four samples were tested and identified as samples A, B, C and D (Tables 3-6). The samples were collected without 
the analyzer knowledge about each elastomer proportions in the samples.
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Table 2. FT-IR (UATR) results after EPDM/CR samples pyrolysis in Bunsen burner.

EPDM/CR (%) A814 Parameters

90/10

0.010 μ̂ = 0.011

0.012 R = 0.002

0.011 σ̂ ≈ 0.001

0.010 σ̂ μ̂ ≈ 0.0004

0.012 RD = 3.5%

70/30

0.018 μ̂ = 0.018

0.017 R = 0.002

0.018 σ̂ ≈ 0.001

0.018 σ̂ μ̂ ≈ 0.0004

0.016 RD = 2.1%

50/50

0.024 μ̂ = 0.022

0.021 R = 0.003

0.024 σ̂ ≈ 0.001

0.022 σ̂ μ̂ ≈ 0.001

0.022 RD = 2.6%

30/70

0.029 μ̂ = 0.029

0.029 R = 0.002

0.029 σ̂ ≈ 0.001

0.029 σ̂ μ̂ ≈ 0.0004

0.027 RD = 1.3%

10/90

0.036 μ̂ = 0.036

0.036 R = 0.004

0.033 σ̂ ≈ 0.002

0.037 σ̂ μ̂ ≈ 0.001

0.035 RD = 2.1%

Base line: 845 - 792 cm-1 - Analytical band: 814 cm-1

0.040

0.035

0.030

0.025

0.020

0.015

0.010

0.005

0.000

A
8
1
4

CR content (%)

0 10 20 30 40 50 60 70 80 90 100

Figure 4. FT-IR/UATR/pyrolysis in Bunsen burner analytical curve - band in function of CR content in EPDM/CR.
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Each sample was analyzed five times (five aliquots) so that the median absorbance value (A), A814 (CR C-Cl band), of each 
sample could be inserted in the calibration curve equation (Eq. 4). These values were tested with the following equation:

 y = 0.0003x + 0.0079 (4)

where, y is the median absorbance, A814, and x is the CR content in %.

Table 3. FT-IR/UATR/Bunsen burner pyrolysis analysis of EPDM/CR sample A.

A814 (5 measures) Parameters CR content – x (%)

0.014 μ̂ = 0.014 Applying Eq. 4:

0.014 R = 0.001
y = 0.014 → x = 20 %

0.015 σ̂ ≈ 0.0004

0.014 σ̂ μ̂ ≈ 0.0002 Calculated CR content: 20%

0.014 RD = 1.3% Calculated EPDM content: 80%

By applying Eq. 4 in sample A, it can be noted that the CR content value in the mixture was 20%. Consequently, the EPDM 
content was 80%, which indicates that this sample should have EPDM/CR in 80/20 ratio. This is the exact proportion informed 
by the sample supplier.

Table 4. FT-IR/UATR/Bunsen burner pyrolysis analysis of EPDM/CR sample B.

A814 (5 measures) Parameters CR content – x (%)

0.021 μ̂ = 0.020 Applying Equation 4:

0.020 R = 0.004
y = 0.020 → x ≈ 40 %

0.018 σ̂ = 0.002

0.020 σ̂ μ̂ ≈ 0.001 Calculated CR content: 40%

0.022 RD = 38 % Calculated EPDM content: 60%

In sample B, it can be noted that by applying Eq. 4, the value of “x” was very close to 40%, referring to the EPDM with CR 
mixture. This indicates that the sample should have EPDM/CR in the 60/40 ratio, which also represents the proportion reported 
by the sample supplier.

Table 5. FT-IR/UATR/Bunsen burner pyrolysis analysis of EPDM/CR sample C.

A814 (5 measures) Parameters CR content – x (%)

0.024 μ̂ = 0.024 Applying Eq. 4:

0.024 R = 0.001
y = 0.024 → x ≈ 54 %

0.024 σ̂ ≈ 0.0004

0.025 σ̂ μ̂ ≈ 0.0002 Calculated CR content: 54%

0.024 RD = 0.8% Calculated EPDM content: 46%

In sample C, 46/54 ratio was obtained by Eq. 4, approaching the sample supplier information, which is EPDM/CR in the 
40/60 ratio.
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Table 6. FT-IR/UATR/Bunsen burner pyrolysis analysis of EPDM/CR sample D.

A814 (5 measures) Parameters CR content – x (%)

0.031 μ̂ = 0.032 Applying Equation 4:

0.032 R = 0.002
y = 0.032 → x ≈ 80 %

0.033 σ̂ ≈ 0.001

0.033 σ̂ μ̂ ≈ 0.0004 Calculated CR content: 80 %

0.031 RD = 1.2% Calculated EPDM content: 20 %

In this last unknown sample analysis, the given result by applying Eq. 4 indicated an EPDM/CR sample with 20/80 ratio. 
This result also matches the information reported by the supplier.

Fourier transform infrared spectroscopy transmission analysis of EPDM/CR pyrolysates 
obtained in Bunsen burner 

Figure 5 shows FT-IR transmission spectra after pyrolysis of EPDM/CR samples in Bunsen burner.

EPDM

814 cm-1

855 cm-1

EPDM/CR
(90/10)

EPDM/CR
(70/30)

EPDM/CR
(50/50)

EPDM/CR
(30/70)

EPDM/CR
(10/90)

CR

5504000 3200 2400 1800 1400 1000

Wavenumber (cm-1)
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Figure 5. Fourier transform infrared spectroscopy transmission spectra obtained after EPDM/CR mixture 
pyrolysis in Bunsen burner with different contents, compared to both EPDM and CR reference spectra.

As in UATR methodology, although with less intensity, it can be seen in Fig. 5 that C-Cl bands intensities around 814 cm-1 
increased with the CR content in the mixture. On the other hand, the 885 cm-1 intensity band, relative to the vinylidene group, 
decreases with the EPDM content. 
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For the CR content determination in the mixture, the bands around 814 and 885 cm-1 for the analysis and the relative band 
(A814/A885) were used in an attempt to avoid errors due to sample liquid film thickness variation. Data for elaboration of relative 
absorbance curve as a nominal CR content function in the blend were calculated and are presented in Table 7 (Fig. 6).

Table 7. Fourier transform infrared spectroscopy transmission results after EPDM/CR 
samples pyrolysis in Bunsen burner.

EPDM/CR (%) A814/A885 Parameters

90/10

0.300 μ̂ = 0.450

0.555 R = 0.255

0.300 σ̂ = 0.110

0.473 σ̂ μ̂ ≈ 0.049

0.450 RD = 10.9%

70/30

0.720 μ̂ = 0.720

0.739 R = 0.137

0.613 σ̂ = 0.059

0.655 σ̂ μ̂ = 0.026

0.750 RD = 3.6%

50/50

0.893 μ̂ = 0.958

0.958 R = 0.178

0.950 σ̂ = 0.076

1.040 σ̂ μ̂ = 0.034

1.071 RD = 3.6%

30/70

1.167 μ̂ = 1.034

1.034 R = 0.167

1.062 σ̂ = 0.072

1.000 σ̂ μ̂ = 0.032

1.030 RD = 3.1%

10/90

1.172 μ̂ = 1.077

1.077 R = 0.064

1.114 σ̂ = 0.027

1.050 σ̂ μ̂ = 0.012

1.079 RD = 1.1 %

Base line: 845 - 792 cm-1 - Analytical band: 814 cm-1; Base line: 898 - 845 cm-1 - Analytical band: 885 cm-1

The methodology error calculation (relative errors median) resulted in 3.6%. This value indicates that the methodology was relatively 
accurate, as it presented an error just above the precision limit of the equipment, ≤ 2%. In this case, the errors presented higher values, as 
the absorbance values showed significant dispersion, probably due to the analytical band intensity not being as strong as in UATR analysis.

The error value (≤ 2%) is normally found in the literature for quantitative FT-IR studies, for liquids analysis, by transmission, 
in closed cell. In other conditions, in IR transmission analysis, with the samples prepared by pellet, for example, the error can 
reach up to 10% (Smith 1979), if there is no adequate thickness control. Transmission near infrared analysis (NIR) can show 
methodology errors up to around 4% (Vogelsanger et al. 2014).
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As a consequence, the value (≤ 2%) should be used as a reference to find the best error in the developed methodology, 
according to the best analysis conditions available for the analyzed system. Comparatively, the methodology error obtained by 
UATR/pyrolysis (2.1%) was more adequate for the determination of CR in EPDM/CR.
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Figure 6. Fourier transform infrared spectroscopy/transmission/pyrolysis in Bunsen burner 
analytical curve – relative band (A814/A885) in function of CR content in EPDM/CR.

The calibration curve for transmission/pyrolysis in Bunsen burner methodology is described by Eq. 5.

 y = 0.008x + 0.456 (5)

where, y is the median absorbance A814/A885 and x is the CR content in %.
From the analysis of Fig. 6, it can be noted that on the analytical curve the points were relatively close to the trend line 

(R = 0.947), with good linearity, R2 = 0.898. This result means that about 89% of the obtained results were explained by the developed 
methodology. The results were satisfactory but not as the previous case, UATR analysis, which confirmed a lower transmission 
analysis precision of pyrolyzed samples, regarding EPDM/CR mixtures quantification. 

Thus, FT-IR (UATR) quantitative analysis with treatment (pyrolysis) showed results significantly more accurate for EPDM/
CR blend, even though relative band concept was applied in transmission methodology.

CONCLUSION

This study showed that FT-IR/UATR/Bunsen burner pyrolysis methodology reported the most accurate results (lowest relative 
error), confirmed by the test sample analysis. Conceptually, it is possible to state that this developed methodology, CR content in 
EPDM/CR blends, will contribute significantly with quantitative data obtained through IR spectrometry, so limited in the current 
scientific community.

Thus, it is highlighted that the methodology developed in this research will provide an important contribution to aerospace 
and defense material quality control. As the propellant in rocket engines is in contact with thermal protection, the methodology 
is interesting in the investigation of pieces of propellant adhered to the thermal protection. In parallel, it can also give evidence 
of proprietary formulations of protections using reverse engineering of unknown items.

TRENDS

Near infrared spectrum is composed with a lot of information, such as combination bands (sum or difference of MIR fundamental 
bands) and overtones (multiples of MIR fundamental bands). Both combination bands and overtones make it difficult to evaluate 
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the samples quality attributes through visual analysis. Therefore, statistical techniques, as well as spectrum processing, are applied 
in parallel to complement and enable a better spectrum analysis (Pissar et al. 2013). However, recent studies on polymers by near 
infrared reflectance analysis (NIRA) without chemometrics application have been successfully performed, because there was no 
band overlap (Mello et al. 2018; Azevedo et al. 2018; Magalhães et al. 2020). Therefore, it can be used for analysis of other polymers 
such as rubber blends and can be the subject of future papers.

AUTHOR’S CONTRIBUTION

Conceptualization: Rigoli PS; Dutra RCL and Mattos EC; Methodology: Rigoli PS;Dutra RCL and Mattos EC; Investigation: 
Rigoli PS; Writing – Original Draft: Rigoli PS; Writing – Review & Editing: Rigoli PS, Barros AH, Magalhães RF and Dutra RCL; 
Funding Acquisition: Dutra RCL; Resources: Murakami LMS; Supervision: Dutra RCL, Dutra JCN and Carrara AE.

DATA AVAILABILITY STATEMENT

All data sets were generated or analyzed in the current study.

FUNDING

Comando da Aeronáutica
Project Code VSB-30 / Project No 528

Conselho Nacional de Desenvolvimento Científico e Tecnológico.
http://dx.doi.org/10.13039/501100003593
Grant No: 

Coordenação de Aperfeiçoamento de Pessoal de Nível Superior 
http://dx.doi.org/10.13039/501100002322
Finance Code 001.

ACKNOWLEDGEMENTS

The authors would like to thank Mr. Milton Faria Diniz for supporting experimental development in infrared spectroscopy analysis.

REFERENCES

Ahmed K, Nizami SS, Raza NZ, Shirin K (2012) Cure Characteristics, Mechanical and Swelling Properties of Marble 
Sludge Filled EPDM Modified Chloroprene Rubber Blends. Adv Mater Phys Chem 2(2):90-97. https://doi.org/10.4236/
ampc.2012.22016

http://dx.doi.org/10.13039/501100003593
http://dx.doi.org/10.13039/501100002322
https://doi.org/10.4236/ampc.2012.22016
https://doi.org/10.4236/ampc.2012.22016


J. Aerosp. Technol. Manag., São José dos Campos, v13, e0821, 2021

Rigoli PS, Barros AH, Magalhães RF, Murakami LMS, Carrara AE, Dutra JCN, Mattos EC, Dutra RCL14

Azevedo JB, Murakami LMS, Ferreira AC, Diniz MF, Silva LM, Dutra, RCL (2018) Quantification by FT-IR (UATR/NIRA) 
of NBR/SBR blends. Polímeros 28(5):440-449. https://doi.org/10.1590/0104-1428.00918

Babbit RO (1978) The Vanderbilt rubber handbook. Norwalk: R. T. Vanderbilt Company.

Brotos SH, Moustafa AF (2003) Preparation and characterization of acrylomitrile-styrene-methylmethacrylate terpolymer as 
a compatibilizer for Rubber Blends. J Appl Polym Sci 89(11):3143-3153. https://doi.org/10.1002/app.12508

Brotos SH, Moustafa AF (2002) Synthesis and application of AN-g-EPDM and AA-g-EPDM as compatibilizers for CR/
EPDM and NBR/EPDM Rubber Blends. J Elastom Plast 34(1):15-32.

Choi S-S, Kim Y-K (2011) Analysis of 5-ethylidene-2-norbornene in ethylene propylene diene terpolymer using pyrolysis-
GC/MS. Polym Test 30(5):509-514. https://doi.org/10.1016/j.polymertesting.2011.04.005

Chowdhury SR, Sharma BK, Mahanwar P, Sarma KS (2016) Vinyl acetate content and electron beam irradiation directed 
alteration of structure, morphology, and associated properties of EVA/EPDM blends. J Appl Polym Sci 133(21):43468. 
https://doi.org/10.1002/app.43468

Ding X, Wang J, Zhang S, Wang J, Li S (2015) Composites based on CB/CF/Ag filled EPDM/NBR rubber blends with high 
conductivity. J Appl Polym Sci 132(4):41357. https://doi.org/10.1002/app.41357

Ding Z, Li Y, He M, Wang W, Wang C (2017) The Combination of expandable graphite, organic montmorillonite and 
magnesium hydrate as fire-retardant additives for ethylene-propylene-diene monomer/chloroprene rubber foams. J Appl 
Polym Sci 134(23):44929. https://doi.org/10.1002/app.44929

Dubey KA, Bhardwaj YK, Panicker L, Chaudhari CV, Kumar V, Goel NK, Sabharwal S (2008) Radiation‐processed 
polychloroprene‐co‐ethylene–propene diene terpolymer blends: Evaluation of blend morphology, miscibility, and physical 
properties. J Appl Polym Sci 110(6):3552-3559. https://doi.org/10.1002/app.28919

Dutra RCL, Lourenço VL, Diniz MF, Azevedo MFP, Barbosa RV, Soares BG (1996) Poly(ethylene-co-vinyl alcohol-co-vinyl 
mercaptoacetate) (EVALSH)-determination of the vinyl mercaptoacetate content by thermogravimetric analysis and FTIR 
spectroscopy. Polym Bull 36(5):593-600. https://doi.org/10.1007/BF00342451

Ferrão MF (2001) Técnicas de Reflexão no Infravermelho Aplicadas na Análise de Alimentos. Tecnológica 5(1):65-85.

Ferreira AC, Diniz MF, Ferreira ACB, Sanches, NB, Mattos EC (2020) FT-IR/UATR and FT-IR transmission quantitative 
analysis of PBT/PC blends. Polym Test 85:106447. https://doi.org/10.1016/j.polymertesting.2020.106447

Fulin C, Lan C, Caihong L (2007) Study on the milling behavior of chloroprene rubber blends with ethylene–propylene–
diene monomer rubber, polybutadiene rubber, and natural rubber. Polym Compos 28(5):667-673. https://doi.org/10.1002/
pc.20328

George K, Panda BP, Biswal M, Mohanty S, Nayak SK (2020) Ethylene propylene diene monomer rubber‐based heat shielding 
materials for solid rocket motor: Impact of Kevlar fiber reinforcement on the thermal and mechanical properties. Polym Adv 
Technol 31(6):1280-1290. https://doi.org/10.1002/pat.4857 

Grison EC, Becker E, Sartori A (2010) Borrachas e seus aditivos: componentes influências e segredos. Porto Alegre: 
Letra & Vida.

Harada M (2015) Analytical methods for vulcanized rubbers. Journal of Japan Rubber Association 88(6):192-197. https://doi.
org/10.2324/gomu.88.192

Horák M, Vítek A (1978) Interpretation and processing of vibrational spectra. Hoboken: John Wiley & Sons.

https://doi.org/10.1590/0104-1428.00918
https://doi.org/10.1002/app.12508
https://doi.org/10.1016/j.polymertesting.2011.04.005
https://doi.org/10.1002/app.43468
https://doi.org/10.1002/app.41357
https://doi.org/10.1002/app.44929
https://doi.org/10.1002/app.28919
https://doi.org/10.1007/BF00342451
https://doi.org/10.1016/j.polymertesting.2020.106447
https://doi.org/10.1002/pc.20328
https://doi.org/10.1002/pc.20328
https://doi.org/10.1002/pat.4857
https://doi.org/10.2324/gomu.88.192
https://doi.org/10.2324/gomu.88.192


J. Aerosp. Technol. Manag., São José dos Campos, v13, e0821, 2021

Determination of Polychloroprene Content in Rubber Blend Containing Ethylene Propylene Diene Monomer by Infrared Techniques 15

Luna CBB, Silva DF, Basílio SKT, Araújo EM, Silva AL, Bezerra AFC (2015) Development of Polymer Blends in order to 
Toughening of Polymers: A review. Semin: Ciênc Exatas Tecnol 36(1):67-80. https://doi.org/10.5433/1679-0375.2015v36n1p67

Magalhães RF, Barros AH, Takematsu MM, Sanches NB, Quagliano JCA, Dutra RCL (2020) FT-IR surface analysis of 
poly [(4-hydroxybenzoic)-ran-(2-hydroxy-6-naphthoic acid)] fiber – A short review. Polym Test 90:106750. https://doi.
org/10.1016/j.polymertesting.2020.106750

Mello TSD, Diniz MF, Dutra, RCL (2018) UATR and NIRA evaluation in the quantification of ATBC in NC blends, Polímeros 
28(3):239-245. https://doi.org/10.1590/0104-1428.16816

Miguel ACG, Silva FC, Silva G, Sciamareli J, Mattos EC (2020) A Short Review about Aerospace Materials Characterization– 
Bonding Agents and Thermal Insulation. Propellants Explos Pyrotech 45(8):1175-1184. https://doi.org/10.1002/prep.201900407

Moraes JH, Sobrinho ASS, Maciel HS, Dutra JCN, Massi M, Mello SAC, Schreiner WH (2007) Surface Improvement of 
EPDM Rubber by Plasma Treatment. J Phys D: Appl Phys 40(24):7747. https://doi.org/10.1088/0022-3727/40/24/022

Murakami LMS, Azevedo JB, Diniz MF, Silva LM, Dutra, RCL (2018) Characterization of additives in NR formulations by 
TLC-IR (UATR). Polímeros 28(3):205-214. https://doi.org/10.1590/0104-1428.06317

Magalhães RF, Barros AH, Takematsu MM, Sanches NB, Quagliano JCA, Dutra RCL (2020) FT-IR surface analysis of 
poly [(4-hydroxybenzoic)-ran-(2-hydroxy-6-naphthoic acid)] fiber – A short review. Polym Test 90:106750. https://doi.
org/10.1016/j.polymertesting.2020.106750

Pissar A, Pierna JAF, Baeten V, Sinnaeve G, Lognay G, Mounteau A, Dupont P, Rondia A, Lateur M (2013) Non‐destructive 
measurement of vitamin C, total polyphenol and sugar content in apples using near‐infrared spectroscopy. J Sci Food Agr 
93(2):238-244. https://doi.org/10.1002/jsfa.5779

Riba J-R, Mansilla MÁ, Canals T, Cantero R (2019) Composition Determination of Rubber Blends by Applying Differential 
Scanning Calorimetry and SPA-PLS Treatment. Mat Res 22(1):e20180415. https://doi.org/10.1590/1980-5373-mr-2018-0415

Rigoli PS, Murakami LMS, Diniz MF, Azevedo MFP, Cassu SN, Mattos EC, Dutra CL (2019) Quantification of Aerospace 
Polymer Blends by Thermogravimetric Analysis and Infrared Spectrometry. J Aerosp Technol Manag 11:e0619. https://doi.
org/10.5028/jatm.v11.986

Santos RP, Oliveira Junior MS, Mattos EC, Diniz MF, Dutra RCL (2014) Técnicas FT-IR (PAS, UATR e Objetiva ATR) Aplicadas 
à Caracterização de EPDM Modificada com Plasma. Polímeros 24(3):411-416. https://doi.org/10.4322/polimeros.2014.015

Smith AL (1979) Applied Infrared Spectroscopy: Fundamentals, techniques and analytical problem solving. Chichester: John 
Wiley & Sons.

Vogelsanger B, Müller M, Trenka E (2014) Applications of NIR Spectroscopy for Fast Quantitative Analysis in the Explosives 
Industry. Best@Buchi. [accessed Oct. 7 2020]. https://www.johnmorrisgroup.com/Content/Attachments/150551/66_11595049_
NIR_Spectroscopy_en_a_v3_rgb_1.pdf 

Wake WC, Tidd BK, Loadman MJR (1983) Analysis of rubber and rubber-like polymer. London: Applied Science.

Xu M (2012) Introduction of EPDM, NBR and CR China market overview. Shanghai: Lanxess Energizing Chemistry. 
[accessed Jul 24 2020]. http://lanxess.cn/uploads/tx_lxsmatrix/120904_md3_mary_xu_en_presented_4-3.pdf

https://doi.org/10.5433/1679-0375.2015v36n1p67
https://doi.org/10.1016/j.polymertesting.2020.106750
https://doi.org/10.1016/j.polymertesting.2020.106750
https://doi.org/10.1590/0104-1428.16816
https://doi.org/10.1002/prep.201900407
https://doi.org/10.1088/0022-3727/40/24/022
https://doi.org/10.1590/0104-1428.06317
https://doi.org/10.1016/j.polymertesting.2020.106750
https://doi.org/10.1016/j.polymertesting.2020.106750
https://doi.org/10.1002/jsfa.5779
https://doi.org/10.1590/1980-5373-mr-2018-0415
https://doi.org/10.5028/jatm.v11.986
https://doi.org/10.5028/jatm.v11.986
https://doi.org/10.4322/polimeros.2014.015
https://www.johnmorrisgroup.com/Content/Attachments/150551/66_11595049_NIR_Spectroscopy_en_a_v3_rgb_1.pdf
https://www.johnmorrisgroup.com/Content/Attachments/150551/66_11595049_NIR_Spectroscopy_en_a_v3_rgb_1.pdf
http://lanxess.cn/uploads/tx_lxsmatrix/120904_md3_mary_xu_en_presented_4-3.pdf

