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ANNOTATION 

The new concept of structural health monitoring of composite parts during its assembling, 

transportation, and exploitation is presented. This concept is realized by the developed Damage 

Visual Indication System (DVIS). The system visually indicates the place of a composite structure 

where the applied load has overcome the safety threshold. Proposed DVIS includes a mixture of 

microcapsules with dye and colour activator fixed on a fabric substrate. The idea of the DVIS is 

based on the approach, that shells of microcapsules burst under external loads, dye and colour 

activator get in contact, and chemical reaction is accompanied by the change of colour. For the 

fixation and protecting microcapsules from the unwanted effects of external factors, a polymer 

adhesive and lamination process were suggested.  

The DVIS was studied out at different structural levels. At the micro-level, the mechanical 

and physical properties of an individual microcapsule were evaluated. At meso-level, the DVIS 

was studied as a whole element. The manufacturing technology of the DVIS was developed for 

different applications, and the durability of it was tested. At macro-level, composite structures 

containing the DVIS were investigated. The technology of the DVIS was developed in two ways, 

as the internal and as the external layers. The functionality of the DVIS was evaluated: 

- The ability to be glued to the surface and to be replaced after using it for the DVIS as an external 

layer was confirmed;  

- The effect of the integrated DVIS on the mechanical properties of the composite was evaluated;  

- Kinetics of colour change after the applied load, the effect of storage temperature and durability 

of the DVIS were evaluated. 

Presented approach for GFRP composites will allow to minimise the inspection time and 

simplify non-equipment permanent inspection of large surfaces, thus improving exploitation safety 

and simplifying the structural health monitoring process of polymer composites in constructions. 

The doctoral thesis of Olga Bulderberga is presented in the form of dissertation in the field 

of Physics and Astronomy, Subfield of Physics of Materials. 

The results of the research were published in 3 peer-reviewed scientific papers in journals 

indexed by Scopus, 8 international conference proceedings, and 2 patent applications. The results 

of the work were presented at 14 international conferences by the author. The thesis consists of an 

introduction, 3 chapters, and conclusions. The list of references contains 146 papers and internet 

sources.  

Keywords: damage visual indication, polymer composites, structural health monitoring, 

microcapsules.  



ANOTĀCIJA 

Darbā tiek piedāvāts jauns koncepts tehniskā stāvokļa monitoringam kompozītmateriāla 

elementiem to izgatavošanas, transportēšanas un ekspluatācijas laikā. Koncepta realizācijai tika 

izstrādāta ‘Bojājumu Vizuālās Indikācijas Sistēma’ (BVIS). Šī sistēma sastāv no auduma 

pamatnes, kas piesūcināta ar krāsvielu mikrokapsulu maisījumu, krāsu aktivatoru un aizsarg 

adhesīvu uz polimēra bāzes. Adhesīvs notur mikrokapsulas uz virsmas un aizsargā tās no apkārtējo 

faktoru ietekmes. BVIS darbības princips ir šāds: no pieliktas ārējas slodzes mikrokapsulu apvalks 

tiek sabojāts, to saturs nonāk kontaktā un ķīmiskās reakcijas rezultāta notiek krāsu izmaiņa. Šādi 

pieliktas slodzes vieta var tikt vizuāli identificēta.  

BVIS tika pētīts dažādos līmeņos. Mikro līmenī tika noteiktas individuālo mikrokapsulu 

fizikālās un mehāniskās īpašības. Meso līmenī BVIS tika pētīts kā vesels elements. Tika izstrādāta 

BVIS izgatavošanas tehnoloģija, kas būs derīga dažādiem pielietojumiem, kā arī tika novērtēta 

BVIS izturība. Makro līmenī tika pētītas BVIS kompozītu struktūras. Pētījuma gaitā tika izstrādāti 

divi BVIS tehnoloģijas varianti: ar BVIS kā ārējo un kā iekšējo slāni. Pārbaudot BVIS 

funkcionalitāti tika noteikta: 

- iespējamība pielīmēt BVIS kā ārējo slāni un pēc lietošanas to noņemt.  

- kā BVIS ietekmē kompozīta mehāniskās īpašības, ja tas ir novietots kā iekšējais slānis.  

- BVIS krāsu izmaiņas kinētika pēc pieliktas slodzes, uzglabāšanas temperatūras ietekme uz 

BVIS un BVIS izturība.  

Piedāvātais BVIS koncepts ļaus samazināt ar stikla šķiedrām armēto kompozītmateriālu 

tehniskā stāvokļa pārbaudes laiku, vienkāršos lielu virsmu pārbaudi bez aparatūras. Šādi tiks 

paaugstināta ekspluatēšanas drošība un vienkāršots polimēru kompozītu iekšējās struktūras 

tehniskā stāvokļa monitoringa process.  

Olgas Bulderbergas izstrādātais darbs ir prezentēts disertācijas veidā Fizikas un astronomijas 

zinātnes nozarē, Materiālu fizikas apakšnozarē. 

Darba rezultāti ir publicēti 3 recenzētos zinātniskos rakstos indeksētos Scopus datu bāzē, 8 

starptautiskos konferenču materiālos. Darba autore prezentēja rezultātus 14 starptautiskās 

konferences un līdzautorībā pieteica 2 patentus. Darbs sastāv no ievada, 3 nodaļām un 

secinājumiem. Literatūras sarakstā ir 146 zinātniskas literatūras un interneta avoti.  

Atslēgvārdi: bojājuma vizuāla indikācija, polimēra kompozīts, tehniskā stāvokļa 

monitorings, mikrokapsulas.   



ABBREVIATIONS 

AFM  atomic force microscopy 

CC shell  closed cylindrical shell 

CVL  crystal violet lactone 

DVIS  damage visual indication system 

E_1  series 1 of water-based epoxy resin mixed with hardener samples 

GFRP  glass fibre reinforced plastics 

ICR  integral colour response 

MC  microcapsules 

MF  melamine formaldehyde 

NDT  non-destructive testing 

PU  polyurethane 

PVAc  poly (vinyl acetate) 

PVAc_1  series 1 of poly (vinyl acetate) samples 

RGB  red, green, blue colours of visual responce 

SEM  scanning electron microscope 

TT ball  table tennis ball 

UV  ultraviolet light 
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INTRODUCTION 

Composites are widely used in various industries due to the specific combination of 

properties, but the main scientific challenges are related with polymer composites, especially, glass 

fibre reinforced plastics (GFRP) used as structural elements [1]. Structural health monitoring and 

damage diagnosis are most topical for aviation and aerospace, boats and marine, automobile and 

wind power industries, where constructions are subjected to high loads and have high costs. One 

of the most applicable ways to control structure condition during its manufacture and exploitation 

is to perform non-destructive testing (NDT). It is clear from the name that these tests are performed 

in a manner that does not affect the future use of the object or material. In other words, NDT allows 

parts and material to be inspected and measured without damaging them. Because it allows 

inspection without interfering with a product's final use, NDT provides an excellent balance 

between quality control and cost-effectiveness [2]. The existing methods of NDT allow one to 

assess the state of a structure during its operation through continuous monitoring, and not only 

locate a defect, but also to measure defect’s size, shape, and orientation. Some of the most often 

used methods of NDT for composite structures are listed below [3-5]. 

Ultrasonic Testing - high-frequency sound waves are transmitted into a material to detect 

imperfections or to locate changes in material properties. For ultrasonic testing, a pulse-echo 

method is most common. Here waves are introduced into a test object and reflections (echoes) 

from internal imperfections returns to a receiver. Applying ultrasonic testing, defects like 

delamination [6] and porosity [7] could be detected in multi-layered composite materials. 

Radiographic Testing involves using penetrating γ - or x-radiation on materials to look for 

defects or examine internal or hidden features. Depending on the thickness of the tested object low 

voltage radiography (for thin) and γ-rays (for thick) are used, while an x-ray is most useful when 

the parts are neither too thick nor too thin [8]. 

Acoustic Emission may be defined as a transient sound wave that is generated by a short, 

rapid release of energy, in the form of an elastic wave, produced by the movement of a dislocation 

or a change in the structural integrity of the material. The change in the structural integrity of a 

fibre reinforced composite could be caused by fibre breakage, matrix cracking, and debonding [9]. 

The main difference of this method, compared with other NDT, is that signals are emitting from 

the material, not from an equipment source. The main damage mechanisms can be ranked in 

ascending order of acoustic emission amplitude signal as following: matrix cracking, delamination 

and debonding, and fibre fracture [10]. The advantage of the present method is that internal change 

in the material integrity could be detected on a real-time not post factum like with other NDTs.   
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Infrared Thermography Testing, in general, is based on the detection and measuring of 

electromagnetic radiation emitting from the objects. It could be passive, an infrared camera detects 

only emitted electromagnetic radiation of the tested object and active when external heating 

sources are used [11]. In the case of composite structures, an active infrared thermography testing 

is applied. Thermal waves propagate through the sample, and in the case of defects, due to the 

thermal conductivity difference between the defects and the sample material,  the diffusivity 

coefficient changes [12]. The advantages of this method are detection of different type of defects 

and damages, an inspection of a large area in a very short time, and the possibility to inspect objects 

with the various geometries. As well, any damage caused by impact could be detected online, due 

to the temperature change at the place of damage [13].  

In general, all NDT methods mentioned above could be named as passive. A signal source 

is an external device, not a test sample. For each NDT measurement, specialised equipment, data 

analysis procedure, and trained personnel are required. Each technique has specific limitations 

mainly related to the shape of a tested sample. As well as a significant difference between NDTs 

methods is the time taken to set up the experimental device and to analyse the results [14], thus 

some progressive result in fast and user-friendly systems is required, both in equipment and data 

processing methods [15].  

In contrast to the use of passive NDTs, composites with built-in sensors are created. In this 

case, active NDT is mainly realized by an in situ method, by embedding various sensors (detecting 

impact, delamination, or fatigue) in the design elements and the use of specialised equipment to 

decode these signals [16-20]. Obviously, embedding foreign objects in a system leads to the 

degradation of its mechanical properties. Therefore, the so-called self-reporting materials have 

become popular, where the size of the sensing elements embedded in a matrix is on nano- or micro- 

level. In this case, self-reporting is realized by incorporation into a structure conducting elements 

like carbon nanotubes, carbon nanoparticles, etc., thus implementing piezoresistivity. Forming a 

conductive network, deformation, or damage could be detected by the change in the electrical 

resistivity [21-23].  

Despite a wide choice of NDT methods, the visual testing – the oldest and most common, is 

still actual for composite structures. It is, in many cases, quite informative and is the cheapest 

method of control. From the Visual inspection for aircraft - “Visual inspection is defined as the 

process of using the eye, alone or in conjunction with various aids, as the sensing mechanism from 

which judgment may be made about the condition of a unit to be inspected” [24]. However, due 

to the unchangeable form of composites after the damage, for the simplification of the visual 

inspection process, some improvements are required. Especially for the types of damages referred 

to as barely visible impact damage, where small indentation on the surface may lead to significant 
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delamination or other internal damages [25, 26]. Inspired by nature, some biomimetic approaches 

were already implemented in fabrics [27]. For example, like a bruise in the human body pointing 

out the place of microscopic tears in blood vessels under the skin [28], self-reporting composite 

with the inherent function of damage visualization could perform the same. This approach was 

described in several patents, and patent applications, where it is proposed to use fluorescent dye-

loaded capsules [29], the film of thin skin with embedded microcapsules capable of being added 

onto the said substrate [30], foam expanded with a nontoxic, coloured gas [31], polymer coating, 

pressure-sensitive films and paints with incorporated one type of dye and one type of activator 

[32-37]. In all cases, when the material undergoes stress deformation, capsules burst and release 

the colour agent. For two-component colour agents, under the action of applied load shells of 

capsules burst, components come into the contact, and a chemical reaction following with colour 

change occurs, thus indicating the place of structure damage.  

Problem Statement 

Despite the existing patents, in practice, this approach using the encapsulated dye or 

encapsulated dye and colour activator is not implemented convincingly enough [38-40]. The 

commercial solution – paints [41] is not suitable for all surfaces. It has not a sufficiently contrast 

visual response, and the current offers of encapsulated dye on the market [42-44] do not have 

specific solutions for polymer composite materials. Possible applications of microcapsules for 

structural health monitoring of various materials [45-47] are well presented in the scientific 

literature. However, there is lack of investigations dedicated to deep study of mechanical and 

physical properties of such microcapsules. Also, the durability under different environments of 

these microcapsules is not studied well [48]. For each application case, the complex study is 

needed, starting the study from the separate microcapsule and ending with a general system. 

In this work, an attempt to adapt the existing NDT methods for fibre reinforced plastics and 

place microcapsules inside the material will be made. For these microcapsules, the complex study 

of the properties will be performed, including the examination of microcapsules and composite 

systems in different environments. Two component’s colour agent will be selected – colour 

former (microencapsulated dye) and colour activator. Microencapsulation ensures that the 

components get in contact above a certain level of the applied load that will damage the shell of 

the microcapsule.   

Obviously, before the damage, the surface colour must be neutral and different from that 

after the damage. For this, the leuco dye is a proper choice. Leuco dye molecules can acquire two 

forms, one of which is colourless. An example of leuco dye is the crystal violet lactone. This dye 

while in its lactone form is typically colourless, but in conditions of low pH, as it is protonated, it 
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shows the colour that is intense violet [49]. For the protection of leuco dye from the pH of the 

surrounding matter, usually, a microencapsulation process is applied. 

Analysing the existing solutions for self-reporting materials and proceeding from the listed 

NDT, alternative, proposed here NDT method for polymer composites should be accessible 

(equipment is not used), understandable (no special algorithm and data proceeding needed), fast 

(the visual response after material damage should be identified in some seconds), and simple (no 

specialised training is needed to identify the damaged place). 

Proposed damage visual indication system (DVIS) corresponds to the requirements put 

forward and will include: 

1. Colour former - microencapsulated leuco dye. 

2. Colour activator (in encapsulated or particle form). 

3. Base - fabric to be coated with two components’ colour agent (former + activator). 

4. Substance / or method that holds the colour agent on the surface of the base. 

The concept of the damage visual indication system and its components is presented in 

Figure 0.1. 

 
Figure 0.1. The concept of the DVIS. 

Aim and Main Tasks of the Research 

The general aim of the study was to improve exploitation safety and simplify structural 

NDT process of polymer composites in constructions. 

The specific aim of the study was to develop a damage visual indication system for 

polymer composites and validate it.  

For this purpose, the following tasks were formulated.  

T1: Development and study of the microcapsules for the DVIS. 

Colourless microcapsules containing dyes should be synthesized in the laboratory and compared 

with the industrial ones. Physical and mechanical properties of microcapsules, used as a main 

component of the DVIS, should be estimated. Ability to change colour should be evaluated under 

different factors like ultraviolet irradiation, high temperatures. 

T2: Development and optimization of technology for manufacture of the DVIS. 

Colour
former

Colour
activator

Base

Damage visual 
indication system

Applications
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Technology to apply the colour agent on the base should be developed. The damage visual 

response measuring procedure should be developed for the verification of the DVIS. 

T3: Manufacture of a model composite with an integrated DVIS.  

Composite with an integrated DVIS should be presented as two demonstrators: a) DVIS as a 

separate layer, which could be placed on a surface of existing construction or element, b) DVIS 

integrated into a composite by vacuum bagging method.  

T4: Verification of the model composite with an integrated DVIS.  

Model composite should be tested by various methods. For example, the DVIS as an external layer 

should be tested on the ability to be glued on the polymer surface and removed from it. An effect 

of the DVIS integrated into the composite on the mechanical properties of the system should be 

evaluated by tensile tests. For both demonstrators, a visual response on applied load, the kinetics 

of colour change, and durability should be estimated.  

Concept of the Research  

The concept of the research is based on the sequential, multidisciplinary study of the 

proposed DVIS on different structural levels starting from the micro to macro. The general 

concept of the work is presented in Figure 0.2.  

• Micro-level 

Microcapsules, as a part of the DVIS will be studied on the micro-level. Beginning from the 

synthesis of microcapsules, evaluation of the size and surface morphology will be studied, and 

further evaluation of mechanical and physical properties of microcapsule as a separate unit will be 

performed.  

• Meso-level  

The DVIS, as an integral object, will be studied on the meso-level. The manufacturing technology 

of the DVIS will be developed for different applications. For the qualitative (as a selection of the 

colour) and quantitative (determination of the necessary amount of microcapsules) characteristics 

of the DVIS, the methodology of the estimation of visual response on the applied load will be 

developed. For the use of the DVIS for various applications, the durability and stability of the 

DVIS under different environmental factors will be evaluated. 

• Macro-level 

On the macro-level, a composite structure containing the DVIS will be investigated. The 

manufacturing technology of the composite with integrated DVIS will be developed. The effect of 

integrated DVIS on mechanical properties of composite will be studied. The effectiveness of the 

DVIS will be evaluated for the structures with different rigidity.  
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Figure 0.2. The concept of the work includes research from micro-level (microcapsule), meso-

level (DVIS), and to macro-level – a composite structure containing the DVIS.  
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1 MICROCAPSULES FOR DAMAGE VISUALIZATION 

Since microcapsules are one of the main components of the planned DVIS, some 

investigations of the microcapsule nature, physical, and mechanical properties were performed. 

Microencapsulation is defined as a process of enclosing micron-sized particles of solids or droplets 

of liquids or gasses in an inert shell, which in turn isolates and protects them from the external 

environment [50]. The result of this process could be microcapsules, microspheres, or 

microparticles depending on morphology and with a size ranging from 2 to 2000 μm. The main 

difference between a microcapsule and a microsphere is that the first one has an inner core and 

outer shell, while the other is a matrix with an active ingredient dispersed inside [51, 52]. Various 

types of microcapsules exist, where size, structure and the shape of the microcapsules depends 

mostly on the materials used for production and on the process of production. According to 

morphology, they could be classified as 1) matrix; 2) mononuclear; 3) irregular; 4) multiwall; 5) 

polynuclear; 6) assembly of microcapsules, and as well combination of them [53], see Figure 1.1. 

 
Figure 1.1. Morphology of different types of microcapsules: matrix (1); mononuclear (2); 

irregular (3); multiwall (4); polynuclear (5); assembly of microcapsules (6). 

In the present work, only mononuclear microcapsules (MC) were studied. Such capsules are 

of micrometre size (>1 μm) and have a spherical shape. The structure of microcapsules can be 

divided into two parts, namely the core and the shell. The schematic of microcapsule type studied 

in the present work is presented in Figure 1.2. The core (the intrinsic part) contains the active 

ingredient (e.g., a hardener or a biocide). In contrast, the shell (the extrinsic part) protects the core 

permanently or temporarily from the external atmosphere [54].  

 

 

1                                       2                                    3  

4                                       5                                     6 
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 Figure 1.2. Schematic of the mononuclear microcapsule. 

Due to the ability of microcapsule to keep core substance isolated and unmodified for an 

extended period and be released only upon specific conditions, they are widely used in many 

applications for improving the performance of products. Applications of microcapsules are very 

diverse; some of the examples listed below. In the food industry, encapsulation of functional 

ingredients is used to improve flavour, colour, and texture properties and to extend the shelf-life 

of products, as well ingredients that have functional health benefits, such as antioxidants and 

probiotics. In a pharmaceutical industry for controlled release of drugs [55]. In the textile industry, 

intelligent textiles are developed with encapsulated moisturisers, therapeutic oils, and insecticides 

incorporated into fabrics [56]. For cosmetics and personal care products, experimental results 

showed that microencapsulation could be an alternative for the transdermal delivery of some active 

components. Thus microcapsule allows delivering of active components through several layers of 

the skin [57]. 

For the use of microcapsules as a part of the damage visual indication system, 

examination of the microcapsule as a main functional and structural element of DVIS is a 

requirement. The scheme of the study of the microcapsules is presented in Figure 1.3. 

 

Figure 1.3. Scheme of the study of the microcapsules. 
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As the first step microcapsules were synthesized in a laboratory. Such synthesis, in a case of 

its success, allows changing different parameters of capsules, like wall thickness or size. On the 

other hand, to produce commercial capsules, a well-established procedure is applied and resulting 

capsules all the time are expected to be the same. Synthesized and commercial capsules were 

compared by parameters like the regularity of the shape and size, capsules purity (lack of excess 

material after synthesis). Properties of selected microcapsules were unknown; thus, the literature 

review was done. The search for data was performed based on the information of materials used 

for capsule synthesis. Based on the review, the most suitable types of testing to get properties of 

selected capsules were defined. Furthermore, data about mechanical properties of microcapsules 

with the same shell material were summarized from the literature. To obtain mechanical properties 

of selected microcapsules, it was decided to test microcapsule directly by various methods like 

thermogravimetric analysis, atomic force microscopy, and optical microscopy, and to test shell of 

microcapsules by mechanical tests. As a second way of microcapsule testing, an indirect method 

was selected; microcapsules were placed into a matrix and then tested, from the data obtained by 

inverse calculation, effective properties of microcapsules were defined. Results from the direct 

and indirect testing were compared and applied for modelling.  

1.1 Synthesis of microcapsules 

In the present work, two groups of microcapsules were compared: commercially available 

microcapsules made for Carbonless copy paper and microcapsules synthesized in the laboratory. 

For the selection of the most suitable microcapsules for the DVIS, several requirements were 

outlined: bright colour response after the damage of the microcapsules’ shell, regular size, and 

spherical shell. Since the synthesis process is similar for the two-component colour agent, here the 

synthesis process for the one component colour agent is presented.  

Two types of capsules were prepared via in situ polymerization [58]; with polyurethane (PU) 

[59] and melamine-formaldehyde (MF) [60] shell materials. Synthesis process and analysis of 

microcapsule morphology were performed on a scanning electron microscope (SEM) (Hitachi SU-

70) in the laboratory of Aveiro Institute of Materials, University of Aveiro, Portugal in 

collaboration with colleagues from CICECO. Microencapsulation via in situ polymerization could 

be performed in four steps, see Figure 1.4: 1) Emulsifying the core material in the aqueous phase 

(water, hydrophobic core material, protective colloid); 2) Addition of the wall former by 

condensation and phase separation through pH reduction; 3) Wall formation by encapsulating the 

emulsion droplets with wall material; 4) Cross-linking the wall material by addition of melamine 

and hardening through temperature increase [43].   
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Figure 1.4. General scheme for microencapsulation via in situ polymerization: Emulsifying the 

core material in the aqueous phase (water, hydrophobic core material, protective colloid) (1); 

Addition of the wall former by condensation and phase separation through pH reduction (2); 

Wall formation by encapsulating the emulsion droplets with wall material (3); Cross-linking the 

wall material by addition of melamine and hardening through temperature increase (4). 

For PU and MF microcapsules, a colour agent – Umbelliferone was used. Before the rupture 

of microcapsules, they are colourless, after the rupture the colour agent release and it could be 

observed in ultraviolet light (UV). In addition to the reference synthesis, for each type of capsule 

were synthesized samples with modified basic components. For the modification of microcapsules, 

two parameters were selected – wall thickness and microcapsule size diameter. During the 

synthesis, the wall thickness could be controlled by monomer amount for PU and by pre-polymer 

for MF, respectively increase of monomer/pre-polymer amount leads to thicker microcapsule wall 

and vice versa. Microcapsule size diameter could be controlled by surfactant amount for PU and 

MF, respectively decrease of surfactant leads to the bigger size of microcapsules [61, 62]. 

1.1.1 Synthesis of Polyurethane microcapsules 

For the reference synthesis of microcapsules with PU shell material, an amount of used main 

components was 3 g of TDI, 2 g of DETA, 1 g of Span 85. All used components are listed in 

Table 1.1. The synthesis process of PU microcapsule could be divided into two stages; 1) 

preparation of the water phase, and 2) preparation of the organic phase. This was followed by the 

mixing of both phases for 30 min. Then, without interrupting the mixing, the monomer was added 

to the solution drop by drop to avoid sticking and the formation of big pieces of material. For the 

completion of the process of forming microcapsules, the solution was heated to 60 °C with constant 

stirring. Suspension of capsules was washed with the water of the remains of the raw materials. 

The resulting microcapsules were separated from the liquid by the vacuum filtration method. 

Process of the reference synthesis of microcapsules with PU shell material is presented in Figure 

1.5. After the reference synthesis, some modifications were introduced to the reference 

composition; the amount of used monomer and surfactant was changed to produce microcapsules 

with different walls thickness and different size. During the synthesis, two methods of stirring 

were tested to find the optimal solution for a deagglomeration of microcapsules; with a magnet 

capsule and using a high-speed mixer. Besides, the stirring speed directly affects the size of the 
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resulting microcapsules – speed increases lead to size reduction [63]. Summary of the used 

components and modifications of synthesised PU microcapsules are presented in Table 1.2. After 

filtration resulting capsules were visually evaluated, in the case of not successful synthesis - big 

agglomerates, solid pieces of undefined material were not explored. Synthesis N.9 and N.10 were 

not successful (highlighted in Table 1.2.). In the case of the uniform material, it was observed in 

SEM. It was noticed, that stirring using a magnet gave better results compared with the use of a 

mixer. During the testing on SEM, it was observed, that capsules are covered with the remaining 

materials of synthesis or not separate enough from each other. To address this, capsules were 

"washed" with 10% solution of ethanol in distilled water. Results of the SEM testing with some 

comments are presented in Table 1.3. After “washing” procedure, capsules were observed on SEM 

again, see Figure 1.6 and Figure 1.7. 

Table 1.1. List of the used components for the PU microcapsules synthesis. 

Name 
Designation in the 

scheme 

Span 85 Span 85 

Polyvinylpyrrolidone PVP 

Tolylene-2,4-diisocyanate TDI 

Cyclohexane CH 

Umbelliferone UMB 

1-Butanol, 99% Butanol 

Diethylenetriamine, 99% DETA 

Distilled water water 

Acetone acetone 
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Figure 1.5. The protocol of the reference synthesis process of microcapsules with PU shell 

material. 

Table 1.2. List of synthesised PU microcapsules. 

 

I Water phase

1 g of Span85 in 150 ml of water

(start of stirring with big speed ≈ 600 rpm)
+

0.25 g of PVP in 25 ml of water

                       
+

100 mg  of UMB in 10 ml of acetone
(add drop by drop)

+
1 ml of Butanol

II Organic phase

30 min of mixing

2 g of DETA in 20 ml of water
(add drop by drop)

washing with water/filtration 

3 h of stirring at 60°C

Microcapsules with PU shell material 

№ Modifications TDI, g DETA, g Span85, g Stirring T, °C Time, h 

1 Reference_1 3 2 1 

w
it

h
 m

ag
n
et

 

60 3 

2 (½) of monomer 1.5 1 R 

3 Reference_2  R R R 

4 (×2) of monomer  6 4 R 

5 (×5) of monomer 15 10 R 

6 (1/10) of surfactant  R R 0.1 

7 (1/5) of surfactant R R 0.2 

8 (×5) of monomer 15 10 R 

m
ec

h
an

ic
al

 

9 Reference_3  R R R 

10 (×2) of monomer 6 4 R 

11 Reference_4  R R R room 

conditions 

(≈ 22) 

24 12 (1/10) of surfactant R R 0.1 

13 (1/5) of surfactant R R 0.2 
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Table 1.3. Summary of the SEM analysis of PU microcapsules. 

№ Modifications 
Expected 

morphology 
SEM Image Comments 

Shell material - Polyurethane 

1 
Reference – 

regular synthesis 

Spheres with 

size diameter of 

100-1000 nm 

 

Two different 

“populations”; 

one small as 

expected and 

other very big. 

2 (½) of monomer 

Thinner 

microcapsule 

wall 

 

Capsules larger 

than expected. 

3 Reference 2 

Spheres with 

size diameter of 

100-1000 nm 

 

Expected size, but 

they were very 

agglomerated. 

4 (×2) of monomer 

Thicker 

microcapsule 

wall 

 

Correct size, but 

there was an 

excess of 

“polymer” 

around. 

5 (×5) of monomer 

Thicker 

microcapsule 

wall 

 

Correct size, but 

there was an 

excess of 

“polymer” 

around. 
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6 
(1/10) of 

surfactant 

Much bigger 

size diameter  

 

Larger size than 

expected, but only 

a few capsules 

were observed in 

the middle of an 

immense amount 

of polymer. 

7 (1/5) of surfactant 
Bigger size 

diameter  

 

There is 

something 

resembling 

capsules but in a 

minimal amount. 

8 

Repetition of N. 5 

- with mechanical 

stirring 

Thicker 

microcapsule 

wall 

 

Size and size 

distribution seem 

acceptable; some 

polymer between 

capsules is 

observed.  

11 

Reference 4 

- with mechanical 

stirring (24 h) at 

room T 

Spheres with 

size diameter of 

100-1000 nm 

 

Size and size 

distribution seem 

acceptable, but 

capsules are not 

separate.  

12 

Repetition of N. 6  

- (1/10) surfactant 

amount;  

- with mechanical 

stirring (24 h) at 

room T. 

Much bigger 

size diameter 

 

Difficult to 

identify capsules.  

13 

Repetition of N. 7  

- (1/5) surfactant 

amount,  

- with mechanical 

stirring (24 h) at 

room T. 

Bigger size 

diameter 

 

Difficult to 

identify capsules. 
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Capsules from the reference synthesis (№ 11), comparing them before and after "washing" 

looked similar, but they were not so agglomerated, see Figure 1.6. Capsules from the synthesis № 

13 with a decreased amount of surfactant before and after "washing" have not changed. Capsules 

remained covered with unknown material, and it was difficult to identify separate capsules, see 

Figure 1.7. 

 

Figure 1.6. PU capsules obtained by the synthesis № 11; before (1) and after (2) “washing”. 

 

Figure 1.7. PU capsules obtained by the synthesis № 13; before (1) and after (2) “washing”. 

Conclusions of the synthesis of capsules with PU shell materials could be following. 

Synthesis with the reference amount of the main components allows getting separate capsules. 

With the modification of the amount of monomer or surfactant, obtained capsules were covered 

with a significant amount of remaining material. With a mechanical stirring separate capsules were 

not obtained at all. 

1.1.2 Synthesis of Melamine formaldehyde microcapsules 

For the reference synthesis of microcapsules with MF shell material, an amount of main 

components was 75 ml of pre-polymer and 3.25 g of surfactant. All used components are listed 

in Table 1.4. Synthesis of MF microcapsules was performed in three steps [64]; for the first step, 

1    2  

1    2  
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MF pre-polymer was synthesized, see Figure 1.8. For this purpose, melamine powder and 

formaldehyde solution in 250 mL distilled water were adjusted to pH 8.8 using sodium hydroxide 

solution. The MF was prepared by 1.5 hrs of stirring at alkaline conditions and temperature 90 °C. 

For the next step, sodium dodecyl sulphate surfactant was dissolved in 35 ml of distilled water, 

see Figure 1.9. The last step included the mixing of the organic phase and water phase with the 

later adding of MF pre-polymer, see Figure 1.10. A solution with the main ingredients of 

Cyclohexane and solvent as an organic phase was mixed up. The solvent was chosen according to 

the material, which was preferred to be stored in the final capsules. Here Umbelliferone was 

selected. The organic phase was mixed with 30% of sodium dodecyl sulphate. Due to the specific 

chemical structure of SDS, where one side of the molecule is hydrophilic, and other is hydrophilic, 

organic parts became trapped within the water phase. With the increasing temperature up to 40 °C 

and permanent mixing, MF pre-polymer was evenly distributed. For faster polymerisation, the 

temperature was raised to 85- 90 °C and catalyst Magnesium chloride hexahydrate was added. To 

obtain the necessary pH level (≈ 4) to finish polymerization, acetic acid was added. After 2 h of 

mixing at 90 °C, capsules were washed with water and filtered through the paper filter using the 

vacuum pump. With the experience from the PU synthesis, here only magnetic mixing was 

applied. The summary of the used components and modifications of synthesised MF 

microcapsules are presented in Table 1.5. A here similar procedure was applied: resulting capsules 

were visually evaluated, good ones were tested on SEM if required, capsules were additionally 

cleaned with a 10% solution of ethanol in distilled water. Results of the SEM testing with some 

comments are presented in Table 1.6. 

Table 1.4. List of the used components for the MF microcapsules synthesis. 

Name Designation in the scheme 

Sodium dodecyl sulphate SDS 

Sodium carbonate Na2CO3 

Cyclohexane CH 

Umbelliferone UMB 

Distilled water water 

Magnesium chloride hexahydrate MgCl2 
. 6H2O 

Sodium hydroxide NaOH 
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Figure 1.8. Preparation of MF pre-polymer. 

 

Figure 1.9. The protocol of the preparation of the surfactant. 

Table 1.5. List of synthesised MF microcapsules. 

Microcapsules with MF shell material 

№ Modifications Pre-polymer, ml Surfactant, g Stirring T, °C Time, h 

1  Reference 75 3.25 

with 

magnet 
90 2 

2  (×2) of pre-polymer  150 R 

3  (1/2) of pre-polymer 37.5 R 

4  (×5) of pre-polymer  375 R 

5  (1/2) of surfactant R 1.625 

6  (1/5) of surfactant  R 0.65 

 

6.3 g of Melamine + 11 ml of Formaldehyde solution 37 wt. %
+

250 ml of water

pH measurement
*pH≤8.8 add 0.5M solution of NaOH 

distillation system

1.5 h of distillation at 90°C

I Synthesis of 
MF pre-polymer

 0            a  a  

II Surfactant
15 g of SDS

+
35 ml of water
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Figure 1.10. The protocol of the reference synthesis process of microcapsules with MF shell 

material. 

 

 

 

Water phase

Organic phase

heating till 40°C 

75 ml of MF pre-polymer

heating till 85°-90°C 

37.5 g of MgCl2 
. 6H2O in 125 ml of water

(add drop by drop, alternately)

5 ml of acetic acid in 25 ml of water

 he k pH (≈4)

2 h of stirring at 90°C

washing with water/filtration

100 mg of UMB in 70 ml of CH
+

5 ml of Hexadecane
(add drop by drop)

5 ml of Butanol

2.5 g of Na2CO3 in 250 ml of water
+

3.25 g of SDS 30%
(start of stirring)
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Table 1.6. Summary of the SEM analysis of MF microcapsules. 

№ Modifications 
Expected 

morphology 
SEM Image Comments 

Shell material - Melamine formaldehyde 

1 
Reference – 

regular synthesis 

Spheres with 

size diameter 

~5m 

 

Capsules/particles 

smaller than 

expected. Good size 

distribution. 

2 
(×2) of pre-

polymer  

Thicker 

microcapsule 

wall 

 

Capsules/particles 

smaller than 

expected with a bit 

of polymer in the 

middle. 

3 
(1/2) of pre-

polymer 

Thinner 

microcapsule 

wall 

Not observed on microscope 
Brown “powder” in 

a minimal amount.  

4 
(×5) of pre-

polymer  

Even thicker 

microcapsule 

wall 

 

Capsules with the 

expected size, 

covered with 

“particles” that 

needs to be 

identified. 

5 
(1/2) of 

surfactant  

Bigger size 

diameter 

 

Particles or capsules 

covering a matter 

that needs to be 

identified. Capsules 

should be bigger. 

6 
(1/5) of 

surfactant  

Much bigger 

size diameter 

 

Capsules with 

correct size, but with 

a matter on top 

(particles, capsules 

or just powder) of 

something. 
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MF capsules from the Reference synthesis were also “washed”, like PU capsules, with the 

idea to get separate capsules. After “washing” or because of it, it was possible to see that there 

were not any separate capsules at all, see Figure 1.11.  

 

Figure 1.11. MF capsules obtained by the synthesis № 1; before (1) and after (2) “washing”. 

Conclusions of the synthesis of capsules with MF shell materials could be following. 

Synthesis with the reference amount of the main components did not allow obtaining separate 

capsules. With the modification of the amount of pre-polymer or surfactant, some not 

agglomerated, well-identified capsules were obtained, see № 4 and № 6 in Table 1.6. In other 

synthesis, capsules/particles were covered with a considerable amount of remaining material.  

For the comparison, available commercial microcapsules [43], used for Carbonless copy 

paper manufacturing [65], were selected. Microcapsules with leuco dye and microcapsules with 

dye activator, as water-based dispersions were supplied by Papierfabrik August Koehler Ag., 

Germany. The shell of the microcapsule was made from melamine-formaldehyde resin. The 

nominal concentration of the microcapsules in the dispersion was ≈ 40 wt.% (data from the 

manufacturer). SEM photographs of commercial microcapsules are shown in Figure 1.12. On the 

photographs, the surface of the most microcapsules with leuco dye and microcapsules with dye 

activator is smooth, and the shape is very regular, some size distribution could be observed.  

 

Figure 1.12. Commercial microcapsules with leuco dye (1) and with dye activator (2).   

1      2   

1      2   
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After comparing three types of microcapsules by parameters like the smoothness of surface, 

spherical shape, a small variation in size, commercial microcapsules were selected for further 

work. 

1.2 Physical properties of microcapsules 

For the use of commercial microcapsules in further work, it was necessary to evaluate the 

physical properties of it. Two types of microcapsules were studied; microcapsules with leuco dye 

(MC-dye), and microcapsules with a colour activator (MC-activator). The microcapsules produced 

by Koehler Ag. are made from melamine-formaldehyde resin. The core of the capsules contains 

the solution of colourless leuco dyes.  The oil was a mixture of diisopropylnaphthalene and 

dearomatized hydrocarbons, and their boiling points are higher than 200 °C. The most widespread 

colour former is Crystal violet lactone (CVL). When an acid substance cracks the lactone ring, the 

outcome is a brilliant blue. However, similar colour formers are also available (all of them 

lactones), which generate other colours (black, green, red, orange). The capsules for black-copy 

carbonless paper contain one dye black mixed with smaller amounts of the blue, red and green 

colour former. Colour activator could be encapsulated or presented as particles. Here colour 

activator was presented as a mixture of Zn-donated phenolic resins and Zn-salicylates (data from 

the manufacturer). 

1.2.1 SEM analysis 

Microcapsules with dye and activator were examined by the SEM (Hitachi SU-70). Single 

and agglomerated capsules images were obtained. To separate agglomerated capsules, at first, the 

suspension of microcapsules was diluted with water and after dispersed with an ultrasonic method. 

It was concluded that it was not possible to measure the wall thickness of microcapsules. Before 

repeated microscopy, MC were damaged with a scalpel. The microcapsules were examined by the 

SEM (Hitachi S - 4100). Using a micro photo of damaged microcapsules, a wall thickness was 

measured, see Figure 1.13. The average wall thickness of the microcapsules from 6 measurements 

of broken microcapsules was defined h = 0.10 ± 0.01 m. 
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Figure 1.13. Micro photo of damaged microcapsules. 

1.2.2 Size distribution analysis 

The size distribution of MC-dye and MC-activator, see Figure 1.14, was measured by the 

particle size analyser (Coulter LS – 230), based on dynamic light scattering. 

 

Figure 1.14. MC-dye and MC-activator size distribution obtained by the particle size analyser. 

To verify the validity of the result, the measurement results of particle size analyser were 

compared with results obtained previously by an optical microscope. By image analysis, it was 

concluded, that the result obtained by particle size analyser was influenced mostly by 

agglomerations of microcapsules, and the result was not precise. Therefore, the size of the 

microcapsules was measured, and its size distribution was calculated from the images in automatic 

and manual modes using ImageJ software [66]. MC-activator sizes calculation in automatic mode 
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gave a significant mistake. A cause of this mistake was non-correct agglomerated particles image 

processing by ImageJ in automatic mode, Figure 1.15. The program divided the agglomerates into 

separate units along with a clear interface, which in most cases was not correct. Microcapsules did 

not lie side by side but rather were partly on top of each other. Besides, not all spherical objects 

were capsules; in some instances, they were bubbles. In the case of MC-activator, SEM image 

processing also could not give correct results. For MC-activator, the manual mode for the size 

distribution was applied. Measuring results and size distribution for MC-activator is shown in 

Figure 1.16. 

 

Figure 1.15. Image of MC-activator by optic microscope (1). The same image after processing in 

ImageJ (2). 

 

Figure 1.16. The size distribution of MC-activator performed in automatic and manual modes for 

photos in scales 10 and 50 µm. 

ImageJ processing for MC-dye image in automatic mode gave a better result than one for MC-

activator. Example of the SEM image processed in ImageJ is presented in Figure 1.17. Measuring 

results and size distribution for MC-dye is shown in Figure 1.18. 
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Figure 1.17. SEM image of MC-dye (1). The same image after processing in ImageJ (2). 

 

Figure 1.18. The size distribution of MC-dye performed in automatic mode for photos in scales 

10 and 50 µm. 

Summarizing, it could be concluded that capsules have some evident distribution by size. 

The average diameter of MC-dye was D = 7 ± 0.5 m while MC-activator was D = 2 ± 0.2 m 

(both results of SEM photo developed manually). Automatic counting and results of light 

scattering measurements gave essential errors in the case of not sufficient deagglomeration of 

microcapsules. 

1.2.3 The ratio of colour agent – dye/activator 

Historically, the manufacturer of microcapsules produces encapsulated only leuco dye, not 

the activator. Moreover, for this colour agent, the ratio of leuco dye and activator was known, and 

it was 2:1 by volume.  

Since MC-activator was specially microencapsulated for this study, the manufacturer did not 

have any information about the optimal component ratio. For the colour response, this information 

is crucial, since, with the optimal ratio of components, more significant colour change will be 

observed [67]. For the evaluation of this, mixtures of MC-dye and MC-activator with different 

ratio (from 1:1 till 1:10) were prepared. Nylon and glass fabric were impregnated with ready 
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mixtures and subjected to load after the liquid evaporation. From Figure 1.19 and Figure 1.20 it is 

seen that increasing the MC-activator did not lead to a brighter colour response. Moreover, on the 

fabric, especially on the glass fabric, it was rather difficult to destroy microcapsules because of the 

fabric surface. To deal with this, and make experiment “purer”, flatter surface was necessary, so 

the paper was used. Here mixtures with an increased amount of MC-dye were also prepared. 

Mixtures with different ratio of MC-dye and MC-activator were applied to a paper, dried, and with 

a flat end of tweezers, microcapsules were crashed. The brightest spot was obtained in the centre 

of the mixture where the most microcapsules were located, thus for comparison, only the central 

part of the photo was used. Experiment results are presented in Figure 1.21. By increasing the 

amount of MC-activator, it was possible to see an intensive visual response. When comparing 

results for the ratio 1:1 and 1:2 the difference was noticeable but not critical. An amount of the 

mixture onto the paper might be different, the same as the applied force to break the capsules. 

Thus, for the future work ratio 1:1 was applied. 

 

Figure 1.19. Nylon fabric impregnated with different ratio of MC-dye and MC-activator: before 

(1) and after (2) applied load. 

1  
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Figure 1.20. Glass fabric impregnated with different ratio of MC-dye and MC-activator: before 

(1) and after (2) applied load. 

 

Figure 1.21. Paper impregnated with different ratio of MC-dye and MC-activator. 

1.2.4 Thermogravimetric analysis 

For the use of microcapsules in composite materials, it is necessary to know if they are stable 

after the rising of temperature because many composites are cured or used at elevated 

temperatures. Since the microcapsules are presented as dispersion, they can exhibit a weight 

change due to dehydration, or decomposition of shell material. The weight change of 

microcapsules as a function of increasing temperature was measured, using Thermogravimetric 

Analyzer Q500 (TA Instruments). Weight change of the MC-dye and MC-activator as a function 

of temperature is presented in Figure 1.22. A sharp change in weight around the temperature of 

100 °C can be explained by the evaporation of water in which the microcapsules are dispersed. 

The next major weight loss step occurs above 350 °C when the methylene bridges start to 

breakdown. Above 400 °C, the three-dimensional polymer structure of MF resin continues to 

decompose slowly. From this temperature ammonia, formaldehyde and other volatile 

decomposition products are released [68]. However, microcapsules added to a material, may not 

1  

2  

A    

B    

A    

B    
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be exposed to such temperatures directly, and therefore, it can be assumed that the material with 

capsules can withstand higher temperatures. 

  

Figure 1.22. Weight change of MC-dye and MC-activator as a function of increasing 

temperature. 

1.2.5 High-temperature limits for the colour change 

Despite the Thermogravimetric analysis test results, where microcapsules showed thermal 

stability up to 350 °C, it was necessary to evaluate temperatures when the colour response is still 

observed. For this, a mixture of MC-dye and MC-activator with the ratio of 1:1 was prepared and 

placed into an oven. When heated, the liquid evaporated from the mixture and left the dry capsules 

in the powder form. As the temperature increased, part of the powder was selected from the oven 

and using paper as the substrate microcapsules were crashed with a flat end of tweezers. The first 

portion of the dried powder of microcapsules was selected from the oven at 50 °C and tested. Every 

hour small portion of microcapsules was taken off the oven and tested. After this, the temperature 

was increased by 25 °C for the next hour. In this manner, microcapsules were tested at 50, 75, 100, 

125, 150 and 200 °C. Increasing temperature till 150 °C good stable visual response was still 

observed, Figure 1.23. The microcapsule filler – CVL is not stable at high temperatures and UV 

light, and temperatures above 200 °C lead to the full pigment degradation [69, 70]. In this case, 

more stable to high temperatures MF microcapsule shell did not protect CVL pigment.      

 
Figure 1.23. Colour response of destroyed microcapsules, stored at different temperatures. 

0

20

40

60

80

100

0 100 200 300 400 500 600 700 800

W
e

ig
h

t,
 %

Temperature, ˚C 

MC-dye

MC-activator

        50 ˚C                75 ˚C               100 ˚C             125 ˚C               150 ˚C              200 ˚C 

 



34 

 

1.3 Mechanical properties of microcapsules 

1.3.1 Single microcapsule testing methods and analytical models 

Applying microcapsules for specific tasks like damage indication requires understanding not 

only their physical but also mechanical properties. If the shell wall is too thick, the capsule will 

not rupture readily, preventing the release of the colour agent. On the other hand, if the shell wall 

is too thin, the capsules are not only fragile but also not suitable for storing colour agent inside the 

matrix. Microcapsules are located into materials to provide specific function - storage of colour 

agent until the defined critic stress. An optimal combination of microcapsule and matrix and 

properties of shell material is necessary to ensure mechanical triggering when the material is 

damaged. It is necessary to implement conditions for rupture of the microcapsule and to trigger of 

damage indication; thus the stiffness of the sphere relative to the matrix should be taken into 

account, meaning that crack should not be deflected away from the inclusion [71]. For these key 

parameters for efficient colour agent storage are the elastic modulus of the shell material and burst 

strength of the capsules [72]. Mechanical properties of capsules could be defined by various 

methods in general divided into two groups: methods for the measurement of an ensemble of 

capsules and methods for a single capsule.  

Methods used for an ensemble measuring such as direct pressure mechanical strength test 

performed by placing different weight on the layer of microcapsules [73] and shear breakage 

microcapsules in a turbine reactor [74] allows to measure a batch of capsules simultaneously, but 

results are averaged. Such parameters like diameter or shell thickness are not considered. Due to 

the existing size distribution of microcapsules, in practice, estimated value corresponds to capsules 

that survive the smallest breaking force. Ensemble measurements are more suitable for 

microcapsules with monodisperse size, what is not our case, see section 2.2.2 Size distribution 

analysis. In the present work for the microcapsule ensemble, another approach was selected; 

effective properties of microcapsules were evaluated by indirect calculation. Microcapsules were 

placed in different matrices and systems were tested, see results in section 2.3.4 Effective 

properties of microcapsule ensemble. 

For the characterisation of the mechanical properties of a single microcapsule different 

technique based on the measurement of deformation under well-defined stress are applied. Due to 

the small size and usually wide size-distribution, there are few instruments and methods available 

for the investigation of microcapsule’s mechanical properties [75]. Micromechanical parameters 

(elastic modulus, strength, deformations, forces required to rupture the microcapsules, etc.) of 

microencapsulated particles are mostly determined by nanoindentation as atomic force microscopy 

(AFM) [76-80], and micromanipulation technique as single-capsule compression between two 
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parallel plates [72, 81-83], or combination of both methods [84]. Methods’ main limitations are 

understandable from the titles - nanoindentation and micromanipulation, and they depend mostly 

on the size range of the tested object and applied loads, see Figure 1.24, as well resolution of the 

image of the tested sample, basically, micromanipulation technique uses optical microscopy. 

These methods are well studied and widely available to scientists. Some other methods mentioned 

in the literature, like optical tweezers, deformation of microspheres in a spinning drop apparatus, 

and micropipette aspiration are more suitable for the study of living cells, are usually lab-adapted 

and not widely available [85]. Thus in the present work, these methods will not be explored in 

details.  

 

Figure 1.24. Schematic representation of single-capsule measurement techniques, each with 

typically available force range. Arrows indicate the directions in which forces are acting. Figure 

adapted from [75].  

In general, nanoindentation and micromanipulation methods are based on recording the load 

and displacement; but acquired experimental data does not represent the intrinsic mechanical 

properties of a microcapsule. Several models for the calculation of elastic modulus from the 

experimental data are applied. Elastic moduli for the single microcapsules, defined by different 

techniques and applying various analytical models, are summarized in Table 1.7. For some 

microcapsules, tested with nanoindentation and micromanipulation methods, parameters that need 

additional data processing with analytical models were defined, but are not included in the 

summary table. Some examples of these parameters are; rupture force and rupture deformation 

obtained from the load-displacement curve [86-89], nominal wall tension [90] or nominal rupture 

tension [86] defined as /r r mT F D= , where, Fr is rupture force of a single microcapsule and Dm 

is a diameter of a single microcapsule before compression. The nominal wall tension, Tr, is 

interpreted as tension or stretch of wall at rupture. The nominal wall tension assumes that 

microcapsules have uniform wall thickness and allows to compare the mechanical strength of 

microcapsules in two samples with different mean size. The nominal rupture stress (p) is given by

( )2  /rp F R= , where Fr is rupture force, and R is the initial radius of the microcapsule [86]. The 

contact stiffness (S), which is defined as the slope at the beginning of the unloading curve, is given 
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by   /S dp dh= , where p is the indentation load and h is the indentation depth for the determination 

of the slope [91]. 

Table 1.7. Summary of the tested single microcapsules by different techniques. 

Microcapsule (core/ 

shell) 
Diameter, D  

Shell wall 

thickness, h 

Elastic 

modulus, E 
Method Model Ref. 

dicyclopentadiene 

liquid monomer/ 

poly(ureaformaldehy

de) 

213±12 μm 

187±15 μm 

65±7 μm 

175±33 nm 3.7±0.2 GPa compression 

between two 

parallel plates 

analytical 

membrane 

theory 

[72] 

melamine–

formaldehyde resin 

with core/shell ratio 

1/3 and 1/1 

• 22.5 μm 4.50±0.50 µm 

0.50±0.10 µm 

2.71–1.90 GPa 

2.25–1.64 GPa 

 

nanoindentation -  [78] 

dicyclopentadiene/ 

urea-formaldehyde 

• 100.25 μm 0.15 μm 

0.40 μm 

4.56 GPa 

2.40 GPa 

 

compression 

between two 

parallel plates 

finite 

element 

modelling 

[92] 

tetradecane/chitosan • 5-25 μm 134±10 nm 

511±73 nm 

6.5±1.2 MPa 

0.4±0.1 MPa 

 

AFM Reissner’s 

theory 

[80] 

alginate-

poly(L)lysine-

alginate 

• 8.8 μm 1.22 μm 0.58 MPa compression 

between two 

parallel plates 

Reissner’s 

theory 

[81] 

paraffin wax/ acrylic • 6 μm - 1.51±0.37 GPa 

0.21±0.05 GPa 

nanoindentation - [79] 

dicyclopentadiene/ 

poly(phenol–

formaldehyde) 

• 100-500 μm 10-40 μm 2.2±0.8 GPa nanoindentation - [93] 

dicyclopentadiene/ 

phenolic aldehyde 

• - - 2.46 GPa nanoindentation continuous 

stiffness 

model 

[94] 

poly(vinyl alcohol)/ 

silica 

• 140 μm 

• 190 μm 

10-20 μm 

10 μm 

1.57±0.02 GPa 

1.61±0.04 GPa 

compression 

between two 

parallel plates 

finite 

element 

modelling 

[95] 

dicyclopentadiene/ 

poly(urea–

formaldehyde) 

• 168 μm 

• 95 μm 

• 115 μm 

- 2.78 GPa  

3.17 GPa 

4.07 GPa 

nanoindentation Oliver 

and Pharr 

method 

[91] 

epoxy or mercaptan/ 

poly (melamine-

formaldehyde) 

• 50 μm 

• 100 μm 

0.2 μm 4.66 GPa 

2.83 GPa 

nanoindentation Oliver 

and Pharr 

method 

[96] 

hexyl salicylate/ 

melamine–

formaldehyde 

• 5-35 μm 0.20±0.05 μm 1-2.5 GPa compression 

between two 

parallel plates 

finite 

element 

modelling 

[97] 

agarose • 15.4±0.3 μm 

• 22±0.5 μm 

- 0.34–0.58 MPa 

0.06–0.13 MPa 

compression 

between two 

parallel plates 

Hertz 

theory/ 

Tatara 

analysis 

[98] 
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protein/ 

alginate–chitosan 

• 15-25 μm - 12-43 kPa nanoindentation Hertzian 

half-space 

contact 

mechanics 

model 

[99] 

water-oil multiple 

emulsion/ poly-

urethane elastomer 

• 50-100 μm 1-2 μm 2.7 MPa compression 

between two 

parallel plates 

Mooney-

Rivlin law/ 

the neo-

Hookean 

law 

[82] 

 

For the calculation of the elastic modulus of the microcapsule shell materials, various models 

are applied. The selection of the proper model is defined by the method of the experiment. Testing 

of spherical capsules by nanoindentation and micromanipulation is mainly performed in three 

ways, see Figure 1.25, a capsule is placed on the flat substrate and 1) is indented by a sharp probe, 

2) is compressed between sphere and substrate 3) is compressed between two parallel planes.  

Some explanation of the experimental data treatment by various models is presented below. 

 

Figure 1.25. Capsule before testing (left) and indented by a sharp probe (1), compressed between 

sphere and substrate (2), and compressed between two parallel planes (3). With a dotted line, the 

initial shape of the capsule is shown. 

Reissner’s theory 

Reissner’s analytical result fits well if the deformation of a spherical shell under point loads on its 

poles. The value of the modulus was calculated according to the thin shell theory [76]. The normal 

displacement of the pole d under point loading with force F is given by  

 
( )2

2

3 1

4

v FR
d

Eh

−
=  , (1) 

where E is the elastic modulus of microcapsules, h the shell thickness, R the radius of the capsule, 

ν the Poisson ratio.  From the Eq. (1), displacement d, or indentation of the microcapsule is related 

to the applied load 
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 

. (2) 

For the utilization of thin shell theory, two assumptions are necessary to be fulfilled: the shell 

thickness needs to be less than 1/10 of microcapsule radius, and low forces (deformation) should 

be applied. 

Pogorelov’s theory 

Under the assumption that the deformation energy is localized on the rim of the formed dimple, 

for the large deformation behaviour of spherical shells under a point load F, Pogorelov obtained 

the following result: 

 
( )

2
2 2 2

2 5

1
 

3.56

v F R
d

E h

−
=  , (3) 

where E is the elastic modulus of microcapsules, h the shell thickness, R the radius of a capsule, ν 

the Poisson ratio. Hereafter buckling and formation of a dimple the deformation is no longer linear 

with force, but quadratic [76]. 

Modified Reissner’s theory 

This modification of the Reissner’s theory is suitable for the case when a spherical microcapsule 

is compressed by a sphere which is highly rigid compared to microcapsules, and its deformation 

is neglected. Here indentation defined by AFM dAFM is proposed as a sum of the indentation on 

the top dT and bottom dB, because of the capsule deformation from both sides during the loading 

process. Applying modification an indentation of the microcapsule is related to the applied load 

 

( )

3

2

4

3 1

AFMdh
F E C

hR v




 

=    
 −

, (4) 

where E is the elastic modulus of microcapsules, h the shell thickness, R the radius of the capsule, 

ν the Poisson ratio. The correction factor is C = 0.5, β and α = 1, for a very large radius probe 

Rp/R>>1 and small shell thickness h/R<<1 [80].  

Hertz’s theory 

For a linearly elastic spherical particle compressed between two flat rigid surfaces, the relationship 

between the force, F, and the relative displacement of the plates, Δ, could be described by 
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−
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where R, E, and ν are the radius, elastic modulus and Poisson's ratio of the capsule. The relative 

displacement Δ is equal to 2δ where δ is the local compression at each contact point [98].  

For the case, then the spherical particle is compressed by a spherical probe, the force on a particle 

as a function of (small) applied indentation defined by Hertz is described by 

 
( )

1

2
3/2

2

4

3 1

ER
F

v
= 

−
. (6) 

Here the effective radius is ( )1 2 1 2   /R R R R R=  + , the probe radius R1 and the particle radius R2. 

Eq. (6) is valid for the elastic modulus of the indenter E1 is much greater than E2. Otherwise, the 

effective elastic modulus must be used [100].  

Tatara’s analysis 

Tatara proposed the following relationship between the force and displacement for linear elastic 

deformation 

 
( ) ( )

23 1   2

2

v F Ef a

Ea E

−
 = − , (7) 

where the contact radius is given by Hertz theory 

 
( )

1/3
23 1  

 
4

v FR
a

E

 −
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, (8) 

and the function f(a) is given by 

 ( )
( )

( )

( )

( )

22

3 1/2
2 2
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44

vv R
f a

a Ra R

−+
= +

++

. (9) 

For a given force, the displacement determined by the Tatara model is always smaller than that 

from the Hertz theory since the value of f(a) is always positive [98]. 
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The Hertzian contact model 

The Hertzian contact model gives an approximation for the relation between the acting force Fc 

and the indentation d12 appearing when two homogeneous elastic spherical half-spaces are pressed 

together. The Hertzian contact model assumes the adhesion between the two half-spaces to be 

negligible and the appearing strains to be linear. Therefore, d12 should be small compared to the 

involved radii. The model is described by 

 

2/3

12 1/2

12 12

3 1
 

4

cF
d

E R

 
=  

 
, (10) 

with 
12 1 2

1 1 1

R R R
= +  and

2 2

1 2

12 1 2

1 11
 

v v

E E E

− −
= + . Here E1 and E2 are the elastic moduli of the two 

spheres (indenter and tested particle), the Poisson's ratios of the spheres are given by v1 and v2, and 

their radii by R1 and R2 [101]. 

Oliver’s and Pharr’s method 

In contrast to other models, Oliver and Pharr’s method states that the elastic modulus can be 

measured by analysing the unloading part of the load-displacement curve. The elastic modulus 

can be calculated from the slope of the linear portion, dp/dh upon unloading, where p is the 

indentation load and h are the indentation depth for the determination of the slope. Here 𝐸𝑟 is the 

reduced modulus of the indentation contact: 

 
1

     
2

r

c

dp
E

dh A


= . (11) 

𝐸𝑟 is related to the elastic moduli of the sample E and the indenter 𝐸𝑖 by  

 
22 11 1

    i

r i

vv

E E E

−−
= + , (12) 

where 𝑣𝑖   and 𝑣 are Poisson’s ratio of the indenter and the sample [91, 96]. 

All microcapsules listed in Table 1.7 have different core/shell materials, are tested by various 

methods, and elastic modulus was calculated by applying different models. Listed models are 

based on the crucial assumption that the capsule deformations are elastic. In all cases, small 

deformation measurements were observed; thus deformations in the order of the shells’ wall 

thickness should be applied [76]. For the testing of microcapsules in the present work, the 

nanoindentation with AFM was selected to obtain a load-displacement curve, and Reissner’s 

theory was applied for further data treatment. 
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1.3.2 AFM and nanoindentation results 

The topology of the dried microcapsules was monitored by AFM on the mica substrate. The 

separated microcapsules kept their original almost spherical character after drying with the height 

1.6 µm and the width 1.8 µm, see Figure 1.26. AFM analysis was carried out on the device ICON 

(Bruker) with a probe SCANASYST-AIR, and resonance frequency 70 kHz, k = 0.4 N/m. The 

measurements were carried out in the Peak Force QNM mode. The samples were prepared by spin 

coating on freshly stripped mica and dried on air [102].  

 

Figure 1.26. Topological image (1) and corresponding topological profile (2) of microcapsules. 

Nanoindentation measurements were carried out at room temperature with the NEXT AFM 

(NT-MDT, Russia) equipped with a nanoindentation set-up and acoustic shelter. The indenter was 

a diamond Berkovich tip, the three-sided pyramid with a half angle of 30° with a nominal tip apex 

radius of curvature less than 30 nm, having a spring constant 10.2 ± 0.3 kN/m. 

The nanoindentation measurement was used for both the maximal force loading necessary 

for rupture and the real quantification of the elastic modulus. The typical nanoindentation curve 

loaded until rupture of the microcapsule is illustrated in Figure 1.27. The force decreased quickly 

as the microcapsule was broken (ruptured) as it was observed on the microscope. The mean load 

necessary for rupture was determined as 107 ± 10 µN. 

 

Figure 1.27. Applied force dependence on deformation until the rupture of the microcapsule. 
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Schematically deformation of a spherical shell under a point load is illustrated in Figure 1.28.  

Experimental data, force versus indentation curves, obtained from AFM/nanoindentation 

tests are used. The calculation was done from the linear part of the nanoindentation curve obtained 

in a small deformation regime. Values of the force 2.1 µN and deformation 40 nm were obtained 

from Figure 1.29, and h = 0.103 m was defined from the SEM image of broken microcapsules. 

The Poisson ratio ν = 0.3 was applied [72].  

 

Figure 1.28. Deformation of a spherical shell under a point load: loading situation before 

deformation (grid) and curving after deformation (solid). 

 

Figure 1.29. Nanoindentation curve in the small deformation regime. 

Close to the pole, the modulus was calculated applying equation found for shallow spheres by 

Reissner, Eq. (1) [76], where the elastic modulus of microcapsules is (13):  

 
2

0.43
FR
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=  , (13) 

where d is half of the measured deformation, h is a shell thickness, R is a radius of a capsule, F is 

a loading force.  

Elastic modulus of shell material for the individual microcapsule with the diameter D = 1.5 

µm was estimated using Eq. (13) as E = 1.6 GPa. The same procedure was carried out on the 10 

individual particles. The mean elastic modulus was determined as E = 1.7 ± 0.2 GPa [103]. 
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1.3.3 Testing of the microcapsules’ shell material 

From the manufacturer of the microcapsules used in the present work, two types of shell 

material were supplied: 

A - Only shell material resin (cross-linked); 

B - Shell material and additives used for microencapsulation (cross-linked).  

Shell materials A and B before testing are shown in Figure 1.30. According to the data from the 

manufacturer, the properties of original shell material might be somewhere between A and B. 

Samples of the material were not fully cured and become brittle and had an irregular form after 

the full drying.  

 

Figure 1.30. Microcapsules’ shell material: cross-linked (1), cross-linked with additives (2). 

Samples A and B were tested on compression test on universal testing machine ZWICK 2.5 with 

test speed 0.5mm/min: 

• with cylindrical indenter (  6.115±0.136 mm); 

• without indenter (only grips for compression tests). 

Sample area, for the testing without indented, was calculated by image treatment in Adobe® 

Photoshop®. Example of the sample, tested on compression without indenter, is shown in Figure 

1.31. Totally, 34 samples were tested: 5 samples of shell material A with indenter, 9 samples of 

shell material B with indenter, 10 samples of shell material A, and 10 samples of shell material B 

without indenter. Typical stress-strain curves for the shell material A and shell material B with and 

without indenter are presented in Figure 1.32. Summary of the compression tests, including 

Young’s modulus - E, strength - σ*, and corresponding deformation - ε*, is presented in Table 1.8. 

1      2   
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Figure 1.31. Example of the sample shell material A tested on compression without indenter. 

 

Figure 1.32. Typical stress-strain curves for the shell material A (blue), and shell material B 

(orange), where (–) is compression with and (– –) is compression without indenter. 

Table 1.8. Summary of the compression tests of the shell material A and B. 

Material Test method E, MPa σ*, MPa ε*, % 

A 
with indenter 53 ± 8 8.1 ± 0.7 20 ± 2 

without indenter 61 ± 16 6.2 ± 1.4 13 ± 2 

B 
with indenter 19 ± 3 2.6 ± 0.2 12 ± 4 

without indenter 17 ± 1 1.5 ± 0.1 15 ± 1 

 

Comparing the results of the compression tests with and without indenter, there was no 

noticeable difference, and the values fell within the standard deviation, see Table 1.8. At the same 

time, there was a difference in the value for shell materials A and B. Thus, the true value of the 

elastic modulus of the shell material was expected to be in the interval from 17 ± 1 to 61 ± 16 

MPa.   

For the comparison of the results, in the laboratory of SMALLMATEK company, Aveiro, 

Portugal, melamine-formaldehyde samples were prepared and tested. The procedure like MF 

microcapsules synthesis was applied. To produce melamine-formaldehyde based rigid samples, it 

was decided to exclude the use of Sodium dodecyl sulphate and organic solvent to prevent the 
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formation of capsules. The high temperature over 70 °C and pH lowering (below pH 6) were used. 

Water was mixed with pre-polymer Saduren 163 with adding the catalyst MgCl2 for faster 

polymerisation. During the mixing, acetic acid was added, and the temperature was raised to 80 

°C. The components were mixed for 40 min before polymerization occurred and in 10 min, almost 

all pre-polymer got viscous. Viscous material was removed from the water and placed on a flat 

surface in a dry room for 15 h. The final material was very hard and had a porous structure; 

however, it still could be tested to characterize the capsule shell material using mechanical testing, 

see Figure 1.33.  Samples with the size - 4×4×3 mm were cut for the testing. Material quasi-static 

compression tests were performed on the universal testing machine Zwick Roell 2.5kN under the 

test speed of 0.5 mm/min.  

 

Figure 1.33. MF resin after drying (1) and samples for compression tests (2). 

Sample between ZWICK testing machine grips and some representative melamine-

formaldehyde samples after compression tests are shown in Figure 1.34. Tests were done for two 

groups of 3 replicate samples. Compression force was applied to each group in mutually 

perpendicular directions. Quasi-static compression test graphs are represented in Figure 1.35. 

Summary of the compression tests, including the elastic modulus E, strength σ*, and corresponding 

deformation ε*, is presented in Table 1.9. The difference in the elastic modulus values along and 

transverse directions of the whole sample could be explained by the manufacturing process; before 

the final polymerization, the sample was pulled from the mixer. Thus some polymerizations chains 

along the pulling direction could appear. The value of the elastic modulus of melamine-

formaldehyde samples should be in the interval from 490 ± 77 to 635 ± 56 MPa. It is quite different 

from the values obtained from the samples of the shell material received from the microcapsule 

manufacturer, as well from the value of the shell material obtained from AFM testing and 

calculated by the analytical model.  

In literature, there is not a significant amount of experimental data about the mechanical 

properties of the MF material, because it is not exactly a material, but rather a chemical component 

used in a synthesis and polymerization process to obtain other materials. The value of E = 6-7 GPa 

[104] for the MF material is even more different from the values obtained in this research. Value 

1     2  



46 

 

for the MF microcapsule shell material, E = 1-2.5 GPa, defined from the testing of the single 

capsule and calculated by FEM [97] is close to the value obtained in this study. A similar difference 

between tested material and value obtained from the capsule testing is described in [93], where 

poly(phenol-formaldehyde) were tested. Applying the analytical model for the capsule, the 

modulus was two times lower than obtained experimentally for the pure shell materials (2.2 ± 0.8 

and 5.5 ± 0.8 GPa, respectively). 

 

Figure 1.34. Melamine formaldehyde samples before (1) and after (2) compression tests. 

 

Figure 1.35. Typical stress-strain curves for the melamine-formaldehyde material samples. 

Table 1.9. Summary of the compression tests of the melamine-formaldehyde material samples. 

Direction E, MPa σ*, MPa ε*, % 

Along 635 ± 56 39 ± 9 8 ± 2 

Transverse 490 ± 77 37 ± 9 11 ± 3 

 

After testing three types of pure melamine-formaldehyde material samples, three different results 

were obtained. It could be assumed that the mechanical properties of the material directly depend 

on the method of manufacture. Thus, the results cannot be correlated with the results obtained by 

calculation from the AFM experimental data of the single microcapsule. 
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1.3.4 Simulation of shell-core systems  

Proceeding from the assumption that the hollow system and the system filled with fluid 

under the load behave differently, it was necessary to choose a model system for further 

investigation. Since the model system must simulate a filled microcapsule, some requirements 

have been put forward regarding the model system. In the ideal case, it must be sphere, shell – 

core, with a brittle shell. As a result, a partially compliant with the requirements available option 

was selected - a Table Tennis ball (TT ball). Empty and filled with the water TT balls were tested 

on compression, see Figure 1.36 and Figure 1.37.  

 

Figure 1.36.Empty TT ball before (1), during (2), and after (3) the compression experiment. 

 

Figure 1.37. Water filled TT ball before (1) and during (2) the compression experiment. The 

shell cracked after the compression (3).  

From Figure 1.38, obtained during the experiments, it is possible to see, that on the initial stage of 

loading, the deformation depends only on the properties of the shell material. Further, with 

increasing load, the deformation depends on the filler. 

 

Figure 1.38. Force-displacement curves for the empty model system (– –) and filled with the 

water (–); the full load cycle to failure (left) and the initial stage (right). 
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A similar experiment was repeated with the closed cylindrical shell (CC shell), which in the 

cross-section has the form of a circle (before load) and the form of the ellipse (after applied load).  

In the course of the experiment, it was necessary to evaluate how the volume of the object changes 

during compression, considering the change in volume is in proportion to the change in the cross-

sectional area and the circumference is constant. For the calculated curve, the Ramanujan 

approximation was used 

 ( ) ( )( )( )3 3 3l a b a b a b + − + + , (14) 

where l is a circumference of an ellipse with semi-major axis a and a semi-minor axis b [105]. The 

area of the cross-section was calculated from 

 S a b=   , (15) 

where 
2 2 23 4 b 20 12 3

6

l b bl l
a

  



− + − + +
= , with the further determination of the change in the 

cross-sectional area – ds. 

Empty and filled with the water CC shells were tested on compression. The results of the 

experiment were compared with the calculated curve, see Figure 1.39.  

    

Figure 1.39. Force-displacement curves for the empty and filled model system compared with 

the calculated curve of the change in the cross-sectional area; the full load cycle (left) and the 

initial stage (right).  

At the initial stage of loading, the deformation depends only on the properties of the shell 

material. Further, with increasing load, the deformation depends on the filler properties. For further 

calculation, it is necessary to consider the change in the volume of the microcapsule. 

1.3.5 Effective properties of microcapsule ensemble 

Mechanical properties of a single microcapsule obtained during AFM tests could be used in 

further calculation and modelling. While, this does not represent real behaviour of microcapsules 

in the DVIS, where MC are used in large quantities and have some variation in size. The 
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mechanical properties of the heterogeneous polymer blends depend on many parameters. 

Properties are determined by the ratio of the elastic moduli of the phases, adhesion between the 

phases, the particle diameter of the dispersed phase, and others. The existing approach to analyse 

such composite structures is to use the effective (homogenized) material properties rather than to 

consider all the details of the individual constituent properties and geometrical arrangement [92]. 

To date, few studies have investigated mechanical properties of incorporated polymeric shell-core 

microcapsules as fillers in matrices since these fillers usually decrease the strength and stiffness 

of matrix, on the contrary to solid particles. Results of such experiments are predominantly 

described not as a focus of the research, but rather as a part of the study of shell-core microcapsules 

devoted to obtaining extra functionality of the system, like self-healing or similar. Here, for the 

evaluation of the effective mechanical properties of microcapsules, the indirect method was 

applied. By tensile tests [106] or dynamic mechanical analysis [92, 107], properties of composite 

(films with integrated microcapsules) with the known concentration of microcapsules were 

measured. Further, experimental results were applied for the modelling. 

Materials  

Theoretical models describe cases then particles are soft or hard in comparison with the 

matrix material. In this work, only one type of aggregate was used, thus, to observe both situations, 

matrices with different mechanical properties for the evaluation of the effective properties of 

microcapsules were selected.  

For the preparation of samples and testing the following materials were used as matrices in this 

work:  

1. PVAc glue – Klebstoff 811/2504. One-component adhesive based on poly (vinyl acetate) and 

additives, bought in the market (further referred as PVAc_1). 

2. PVAc glue - TDS WOODMAX SW 12.47. One-component adhesive based on poly (vinyl 

acetate) and additives, provided by company Synthos S.A (further referred as PVAc_2). 

3. Water-based epoxy resin and hardener Verniz Epoxi 2K, used in ratio 2:1, provided by 

University of Aveiro (further referred as E_1).  

4. Water-based epoxy resin CHS 200 V 55 epoxy and Telalit 180 hardener, in ratio 100:27, 

provided by company SYNPO (further referred as E_2). 

5. Water-based epoxy coating Sikafloor - 2540 W.  It is grey, two-part, water dispersed, epoxy 

resin-based coating, used in ratio 7:3, provided by company SYNPO (further referred as E_3). 

Preparation of films with microcapsules 

Since microcapsules were in the water-based liquid, for the preparation of films, it was 

necessary to use a matrix with a water base. In order to manufacture qualitative thin films of water-
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based polymer specific conditions of the manufacturing method were experimentally checked. 

During the work, several matrices were tested: different types of water-based epoxy resins and 

different types of polyvinyl acetate (PVAc) commonly referred to as ‘wood glue’.  

Firstly, the substrate was chosen to obtain a smooth and flat surface of the sample and from 

which the sample could be easily removed without the use of additional release agents. Secondly, 

the applicator’s thickness was selected; and lastly, the mixing method to obtain maximally well-

mixed solution without bubbles was chosen. All factors were checked, and, at the end, the final 

manufacturing conditions were chosen: 

• The substrate – it was placed on the horizontal table with an adjustable level. For the water-

based epoxy mixtures, glass substrate covered with PE film was used. For samples with PVAc 

matrix Teflon substrate was selected. 

• Mixing – matrix material was mixed with microcapsules in the necessary proportion. In the 

case of two-component epoxy resin, microcapsules were pre-mixed before with epoxy resin 

and hardener was added later. Here two options are possible; by hand-mixing and by a magnetic 

stirrer, both methods allow to get the homogenous mixture, and there are no obvious benefits 

of one. After the mixing process for an epoxy mixture, some presence of bubbles was noticed - 

this can be fixed by the vacuuming process. To reduce air bubbles that emerge after mixing for 

epoxy resin CHS 200 V 55, except vacuuming method the other one was applied. For this, the 

defoamer BYK 1710 was used. Defoamer BYK 17100 should be added into an epoxy 

component in the maximal weight content 0.3 wt.%, mixed and left for 24 h. Then, the epoxy 

component can be mixed with hardener and filler by a magnetic stirrer, and after 10 min mixture 

could be applied to the substrate. 

• Applicator – a form with a cubic profile and with slits of a given height at the base, see Figure 

1.40 (left). On each side of the applicator, there are slits of different depths (0.2 – 0.6 and 0.8 – 

1 mm, in 0.1 mm increments). Depending on the viscosity of the mixture, it is possible to select 

a suitable thickness for samples. For the sample preparation, sides with the slot depth 0.5 and 

0.8 mm were selected. The mixture of matrix material and microcapsules were placed in the 

middle of the applicator, see Figure 1.40 (middle). Slowly moving the applicator over the 

surface of the substrate, a certain amount of the mixture passes through the slit, creating a film 

of a given thickness. After the curing of the film, samples with the size 7×1 cm were cut, see 

Figure 1.40 (right).  
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Figure 1.40. The applicator to produce thin films with a given thickness (left). Used material is 

placed in the middle (middle), and by slowly moving the applicator, the material with a constant 

thickness is applied to the surface. Samples cut from the film are shown with a dashed line 

(right). 

• Curing time – for PVAc samples, it was 4-5 h at the lab temperature (22-24 °C). For epoxy 

samples, it was 24 h at the lab temperature. Samples with epoxy matrix were additionally 

checked by DSC if the polymer was fully cured. Post curing temperatures were checked (at 

60 °C for 3 h and 80 °C for 2 h) as well, but the results did not show that the material would be 

fully cured even after the post-curing. Probably due to water content into samples.  

• The maximal filler content – it was determined experimentally. Cured films showed that after 

increasing microcapsules’ content over 50 wt.%, the films become brittle and with non-

homogeneous thickness due to low viscosity caused by higher water content.  

• The concentration of microcapsules in sample was recalculated, considering that microcapsules 

are presented by weight as 40% suspension in water. The non-volatile substance of water-based 

epoxy resin was 55% and of PVAc was 50%. The concentration of MC in PVAc and in water-

based epoxy resin by weight was calculated by Eq. (16) and Eq. (17), respectively.  

 
( ) ( )

0.4
100%

0.5 0.4

MC

PVAc MC




 + 
 (16) 

 
( ) ( )

0.4
100%

0.55 0.4

MC

Epoxy MC




 + 
 (17) 

In the results, a sample with a constant thickness was obtained, which was cut later in the form of 

strips for tensile tests. Several samples before and during the tensile test are shown in Figure 1.41.  
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Figure 1.41. Samples for tensile tests made from PVAc as a matrix with different concentration 

of microcapsules (1). On the samples are indicated the mass fraction of the solution with 

microcapsules and not the concentration of them. Sample fixed into machine grips before 

testing (2). 

Testing and results 

Let's consider the behaviour of filler in a polymer matrix under tensile load. Depending on 

the ratio of the elastic modulus of filler and matrix, two limit cases are possible.  

The first case is when the elastic modulus of the matrix is much lower than that of the filler

m fE E . As an example of such system PVAc glue matrix and MC could be considered. 

Behavoiur of such system under tension is illustrated in Figure 1.42.  

 

Figure 1.42. Matrix and microcapsule before (1) and after (2) applied load.  

Using PVAc_1 as a matrix, 7 samples for each concentration were prepared and tested. 

Typical stress-strain curves obtained for the PVAc_1 sample with different concentration of 

microcapsules is presented in Figure 1.43.  As was expected by adding microcapsules in the 

PVAc_1 matrix, the strength of the composite increased, see Figure 1.44 (left). From the 

experimental data, the elastic modulus of composite for different concentrations of microcapsules 

was calculated, see Figure 1.44 (right). The composite modulus consistently increases with 

increasing microcapsule loading. 

1       2  

1      2  
A    B  A    B  
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Figure 1.43. Typical stress-strain curves obtained for the PVAc_1 sample with different 

concentration of microcapsules.  

 

Figure 1.44. The correlation between the strength (left) and elastic modulus (right) of the 

composite with matrix PVAc_1 vs the microcapsule’s concentration.  

Using PVAc_2 as a matrix, 5 samples for each concentration were prepared. During the 

mixing process, increased blistering was observed. Since samples are undergoing drying, meaning 

that water or solvent evaporates, there is a risk for warm and cold creep in physically drying 

adhesives and limited thermal stability. Prepared samples were inhomogeneous in the thickness; 

thus, these samples weren't tested.  

The second case is when the elastic modulus of the matrix is much higher than that of the 

filler m fE E . As an example of such system water-based epoxy resin matrix and MC could be 

considered. The behaviour of such a system under tension is illustrated in Figure 1.45.  

 
Figure 1.45. Matrix and microcapsule before (1) and after (2) applied load.  
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In composite MC-dye and MC-activator were used as a mixture, in the same ratio. Therefore, 

by preparation of two series of matrices with different concentration of MC-dye and MC-activator 

is possible to evaluate whether microcapsules have similar mechanical properties or not and apply 

this data in modelling. Using E_1 as a matrix, at least 5 samples for each concentration and type 

of microcapsules were prepared and tested. Typical stress-strain curves obtained for samples with 

epoxy matrix and with different concentrations of microcapsules are presented in the left part of 

Figure 1.46. As it was expected by adding microcapsules in the epoxy matrix, the strength of the 

composite decreased, see the right part of Figure 1.46. From the experimental data, the elastic 

modulus of composite for different concentrations of microcapsules was calculated, Figure 1.47. 

The composite modulus consistently decreased with increasing microcapsule loading. For E_1 

obtained result demonstrated that composite filled with MC-dye and MC-activator has different 

effective elastic modulus for different concentrations of microcapsules.  

 
Figure 1.46. Typical stress-strain curves obtained for the E_1 sample with different 

concentration of MC-dye (–) and MC-activator (- -). The concentration of microcapsules 

increased in matrix going from the top curve to bottom (left). The correlation between the 

strength of the composite and the microcapsule’s concentration (right). 

 

Figure 1.47. Elastic modulus of the composite with matrix E_1 vs the concentration of two types 

of microcapsules.  
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Using matrix E_2, at least 5 samples for each concentration filled with MC-dye, MC-

activator, and the mixture of both were prepared and tested. By increasing the concentration of 

microcapsules in the epoxy matrix, the strength of the composite decreased. The composite 

modulus as well consistently decreased with increasing microcapsule loading, see Figure 1.48. 

The title E_2.1 was given to the first series of samples made with E_2 matrix. Comparing the 

values of the effective elastic modulus for the E_2.1 matrix filled with different microcapsules and 

the mixture of both, it is not possible to unequivocally ascertain which capsules influenced the 

properties of the composite more. At low concentration (5 wt.%), the moduli values coincide. At 

20 wt.% the module of the composite with MC-activator coincides with the module of the 

composite with a mixture of capsules. In contrast, at 30 wt.% the module of the composite with 

MC-dye coincides with the module of a composite with a mixture of capsules. For E_2.1 samples, 

these changes probably could be related to unfixed changes in moisture or temperature during 

curing time or unfinished curing process affected on sample properties. Here defoamer BYK 

17100 was not used. Also, the size of errors indicates poor repeatability. 

 

Figure 1.48. Elastic modulus of the composite with matrix E_2 vs the concentration of two types 

of microcapsules and a mixture of both. 

For the second series, E_2.2 samples were prepared using defoamer BYK 17100. At least 5 

samples for each concentration filled with MC-dye were tested. Typical stress-strain curves 

obtained for samples with epoxy matrix and with different concentration of microcapsules are 

presented in the left part of Figure 1.49. As it was expected by adding microcapsules to the epoxy 

matrix, the strength of the composite decreased, see the right part of Figure 1.49. With E_2.2 

samples with good repeatability were obtained, except samples with MC-dye 42 wt.%. To obtain 

samples with such high concentrations of microcapsules, a high amount of water is also added. 

The resulting samples are heterogeneous in thickness. The reference sample E_2.2 (without 

microcapsules) has elastic modulus higher compared to reference E_2.1, see Figure 1.50. It can be 
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assumed that the samples preparation process was performed more accurately, and curing process 

in samples has finished. 

 

Figure 1.49. Typical stress-strain curves obtained for the E_2.2 sample with different 

concentration of MC-dye (left). The correlation between the strength of the composite vs the 

microcapsule’s concentration (right). 

 

Figure 1.50. Elastic modulus of the composite with matrix E_2 vs the concentration of MC-dye 

microcapsules. 

Using matrix E_3, at least 5 samples for each concentration filled with MC-dye were 

prepared and tested. Typical stress-strain curves obtained for samples with epoxy coating and with 

different concentration of microcapsules are presented in the left part of Figure 1.51. As it was 

expected by adding microcapsules in the epoxy coating, the strength of the composite decreased, 

see right part of Figure 1.51. Samples with good repeatability were obtained using E_3 matrix. 

Elastic modulus of the composite with matrix E_3 vs the concentration of MC-dye microcapsules 

is presented in Figure 1.52.  
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Figure 1.51. Typical stress-strain curves obtained for the E_3 sample with different 

concentration of MC-dye (left). The correlation between the strength of the composite vs the 

microcapsule’s concentration (right). 

 

Figure 1.52. Elastic modulus of the composite with matrix E_3 vs the concentration of MC-dye 

microcapsules. 

The value of the average elastic moduli obtained for different concentrations of 

microcapsules in PVAc and epoxy matrices were used for the calculation of effective elastic 

modulus of microcapsules applying different analytical models.   

1.3.6 Effective elastic modulus of microcapsules by different models 

The elastic modulus of polymer composite filled with capsules is generally determined by 

the elastic properties of its components - capsules and matrix, and its volume fraction. The 

effective elastic modulus of microcapsules applying empirical or semi-empirical equations could 

be recalculated using data obtained experimentally; mechanical properties of the matrix and matrix 

with the filler and the volume fraction of the latter [108].  

Some empirical or semi-empirical equations for the experimental data treatment are 

presented below using the notations listed in Table 1.10. 
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Table 1.10. Notations used in equations. 

 Composite Matrix Filler 

Elastic modulus Ec Em Ef 

Volume V Vm Vf 

Volume fraction 1 ϕm ϕf 

 

The volume fractions f and m are expressed by 
f

f

V

V
 = , m

m

V

V
 = , and 1f m + = .  

Einstein’s equation 

Einstein’s equation (18) was originally derived for the effective shear viscosity for dilute 

suspensions of rigid spheres and was extended to study the effective viscosity of concentrated 

suspensions of mono-sized spheres. The simple Einstein’s equation based on the rigid particle 

assumption [109] is valid only at low concentrations of fillers. For high concentrations, the 

interaction between fillers takes place and this effect is not considered [110].  The equation 

assumes perfect adhesion between filler and matrix, and perfect dispersion of individual filler 

particles  

 / 1 2.5c m fE E = + .  (18) 

This equation implies that the composite modulus is independent of particle size and predicts a 

linear relationship between Ec and 𝜙𝑓  [111].  

Guth’s equation (Einstein-Guth-Gold equation) 

Here a particle interaction term was added in the Einstein equation (18) which becomes 

 2/ 1 2.5 14.1c m f fE E  = + + . (19) 

The linear term is the stiffening effect of individual particles and the second power term is the 

contribution of particle interaction [111]. This equation is applicable only to matrix reinforced 

with spherical inclusions [110].   

Another Guth’s equation has been developed for other shapes and is not restricted to spherical 

particles. It was developed for rod-like shapes characterized by the ratio of the length to the width 

of the particles or the filler aggregate structures [112] 

 ( )
2

1 0.67 1.62c
f f f f

m

E
g g

E
 = + + , (20) 
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where gf  is a shape factor related to the length/diameter ratio of the particles [113]. This model 

attempts to account for the fact that particle aggregation has a significant impact on stiffness at 

higher volume fractions (i.e. ϕf ≥ 0.15) [112].  

Mooney’s equation 

This modified equation (21) is reduced to Einstein’s equation (18) at low volume fractions of 

spherical particles and represents test data at high volume fractions 

 

2.5

1

f

fsc

m

E
e

E





 
 
 − = , (21) 

where s is a crowding factor for the ratio of the apparent volume occupied by the particle to its 

own true volume, 1.0 ≤ s ≤ 2.0 [114]. For close sphere packing s = 1.35 [108].  

Voight and Reuss equations 

The composite scheme by Voigt (uniform strain) and Reuss (uniform stress) models is the simplest 

arrangements of fibres in a two-phase material containing continuous fibres and matrix. Such 

laminates are anisotropic since they represent an identical structure subjected to a different 

orientation of stress, see Figure 1.53. It is a simple model for elastic two-phase composite. There 

is no restriction on the shape of the two phases. Adhesion and particle diameter are not considered 

and could be used for an approximate result also for the system with spherical inclusions. Applying 

Voight and Reuss equations, also known as “Rule of mixture” and “Inverse rule of mixture” – 

ROM, it is possible to define the theoretical upper limit - Voight model, Eq. (22), which fits better 

to soft particles embedded in a hard matrix, i.e. low-density aggregate polymer and lower limit - 

Reuss model, Eq. (23), which fits better to hard particles embedded in a soft matrix, i.e. normal-

density aggregate polymer, and where the real values are located between the limits [115] 

 c f f m mE E E = +  , (22) 

 

1

f m
c

f m

E
E E

 
−

 
= + 

  

. (23) 

In practice, at the microscopic level, see Figure 1.54, the microcapsules are not separated from 

each other and consideration of uniform stress/strain is a simplification [110]. Despite the fact, 

that ROM provides an only rough estimation of the effective elastic properties of composite 

materials, these are the most widely used models in engineering calculations due to their 

simplicity. 
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Figure 1.53. A composite scheme by Voigt (1) and Reuss (2) models.  

 

Figure 1.54. The fracture surface of the epoxy matrix filled with microcapsules.  

Voigt-Reuss-Hill model 

The arithmetical mean of the Reuss and Voigt equations can be used as an approximation within 

these bounds, often referred to as the Reuss-Voigt-Hill average 

  
2

R V

c c
c

E E
E

+
=  , (24) 

where R and V superscripts refer to Reuss and Voigt equations.  

The stress and strain are generally unknown in the composite and are expected to be nonuniform. 

The Voigt and Reuss averages are interpreted as the ratio of average stress and average strain 

within the composite [116]. 

Hirsch model  

This is a combination of Voight and Reuss models, where bound is expected to be somewhere in 

the middle of upper and lower limits [117] 

 
( )

11 1
0.5 0.5

1

f f

c m ff m f f
E E EE E

 

 

   −
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. (25) 
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Hashin-Hobbs model 

This model assumes equal Poisson’s ratio for two phases, and no particle interaction [117] 

 
( ) ( )
( ) ( )

1   1  

1   1  

f m f f

c m

f m f f

E E
E E

E E

 

 

 − + +
 =

+ + −  

. (26) 

Hashin-Shtrikman equations 

In contrast to ROM, where the bounds do not typically give a close prediction of the effective 

elastic moduli of composites with spherical geometry [118], closer bounds for the elastic moduli 

have been developed for multi-component composites by Hashin and Shtrikman (H-S) [108]. 

Moduli given by the H-S formulae are exactly attainable by several hierarchical structures. One is 

the coated sphere morphology. In this composite the full volume is filled with spheres of different 

sizes of one phase; each sphere has a coating of a given fraction of the sphere radius, made of a 

material of the second phase, see Figure 1.55 [119]. For the H-S model, the shape of the filler is 

not a limiting factor and estimated the upper and lower bounds of the composite based on 

variational principles of elasticity. The upper K+ and lower K- bounds of the bulk moduli and shear 

moduli G+
 and G-

 of the composite are given as Eq. (27)-(30) [120]: 
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The upper and lower bounds of the elastic modulus are simplified to the following relationships 

 
9

1 3 /
c

K
E

K G
=

+
. (31) 

For the case when the filler particles are almost incompressible, and the load is transferred to the 

filler through deformation of the matrix, H-S upper bound equation can be written as  
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and the H-S lower bound is [112]  
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Figure 1.55. Composite by H-S model; the full volume is filled with spheres of different size of 

one phase (2); each sphere has a coating of a given fraction of the sphere radius, made of a 

material of the second phase (1).  

Counto equations 

Counto proposed a simple model for a two-phase particulate composite by assuming perfect 

bonding between filler and matrix [108, 111, 121]. The composite modulus is given by 

 
( )

1/2

1/2 1/2

11 1

1 /

f

c m f f m f
E E E E



 

−
= +

−  +
 (34)  

and is generally applied for a full range of aggregate stiffness [117]. 

Kerner’s equation 

Composite scheme by Kerner’s model is presented in Figure 1.56. Key considerations in this 

model are that the composite inclusions are perfectly bonded to the matrix, and they are isolated 

from each other. In Kerner’s equation assumes that the spherical particle 2 is embedded in a 

spherical shell of matrix 1 surrounded by an "infinite" body with the average composite properties 
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where ν is the Poisson’s ratio, and G is the shear modulus.  

 

Figure 1.56. The composite scheme by Kerner’s model; the spherical particle 2 is embedded in a 

spherical shell of matrix 1 surrounded by an "infinite" body with the average composite 

properties. 

Kerner’s model for estimating the modulus of a composite filled with spherical particles for the 

case Ef >> Em is simplified to [108] 
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For the experimental data treatment by models listed before the correlation between the weight 

fraction ϕwt and the volume fraction ϕ should be defined as 
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Here f  and fm  are densities of filler and matrix. In the case, when densities of the filler and 

matrix are similar f   
m , i.e. f  ≈ 

wt , values of a fraction by weight and volume fraction 

could be equated. For the epoxy resin, PVAc and microcapsules values of densities were 1.1-1.2, 

1.1, and 1, respectively. Thus, experimental data could be used in analytical models without 

recalculation to the volume fraction.  

In the result of the experiment for all tested epoxy matrices filled with two types of 

microcapsules, a significant decrease of the elastic modulus was observed. Comparing elastic 

modulus of the neat epoxy-based matrix to the matrix filled with 20 wt.% of MC-dye 

microcapsules, the average decrease in the value of elastic modulus of about 40% was observed, 

see Figure 1.57 

 

Figure 1.57. Values of elastic modulus for neat epoxy-based matrices comparing with the same 

matrices filled on 20 wt.% with microcapsules.  

The decrease in the value of elastic modulus could be related to the weak bonding between 

filler and matrix. In that case, the conditions for using analytical models are not fulfilled, and an 

effective elastic modulus of microcapsules could not be defined correctly. 

In the result of the experiment for the PVAc_1 matrix filled with two types of microcapsules 

following average elastic moduli for different concentrations were obtained, see Table 1.11. These 

data were used for the prediction of the effective elastic modulus of microcapsules applying some 

analytical models described before, see Figure 1.58.  
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Table 1.11. Summary of the experimental results: elastic moduli of PVAc_1 films filled with 

different concentration of microcapsules.  

Concentration, wt. % 0 10 20 30 50 

E average, GPa 0.29 0.35 0.38 0.43 0.47 

Standard deviation 0.04 0.02 0.02 0.03 0.04 

 

 
Figure 1.58. Experimental results of elastic modulus of PVAc films filled with different 

concentration of microcapsules and curves obtained for different analytic models. 

By fitting experimental results between the upper and lower interval obtained by Reuss and 

Voigt models, the effective elastic modulus of microcapsules was defined as E = 1.4 ± 0.2 GPa.  

1.4 Main results of Chapter 1 

• As a part of damage visual indication system, the mononuclear microcapsules with a spherical 

shape were selected.  

• The comparative SEM analysis of laboratory synthesized, and commercially available 

microcapsules was performed. Commercial MC were selected as a more suitable for the DVIS 

based on shape regularity, smoothness of the surface and absence of the remaining material. 

• An average diameter of MC-dye D = 7 ± 0.5 m and MC-activator D = 2 ± 0.2 m, and the 

average wall thickness of broken microcapsules h = 0.10 ± 0.01 m was defined by SEM images 

analysis.  

• The optimal ratio of MC-dye and MC-activator was defined as 1:1. With this ratio, the visual 

response after the damage of microcapsules and the chemical reaction of components was the 

brightest. 

• Thermogravimetric analysis revealed that microcapsules are stable till 350 °C, but the stable 

visual response after the damage of microcapsules was observed till 150 °C.  

• Mechanical properties of the microcapsules shell material were defined by testing samples of 

pure melamine-formaldehyde material. The experiment demonstrated that mechanical 

properties depend on the way of synthesis of the samples; the values of the elastic modulus E = 
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17 - 61 MPa for samples obtained from microcapsule manufacturer and E = 490 - 635 MPa for 

laboratory-made samples were defined.  

• For the single microcapsule tested by nanoindentation on AFM, the average load necessary for 

rupture of a microcapsule was determined as 107 ± 10 µN. 

• The average elastic modulus for similar size microcapsules was determined as E = 1.7 ± 0.2 

GPa through the application of Reissner’s analytical model.  

• Mechanical properties of an ensemble of microcapsules in polymer films with different 

concentrations were evaluated by tensile tests. As a result, the dependence of the elastic 

properties of the film on the concentration of MC were defined.  

• The effective elastic modulus of microcapsules was defined as E = 1.4 ± 0.2 GPa by applying 

analytical models like Reuss and Voigt models, Hashin-Shtrikman, Counto, Hirsch, etc.   
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2 THE DAMAGE VISUAL INDICATION SYSTEM 

For the development of the DVIS, the colour agent was supplied in two variations: A) MC 

with dye and MC with an activator, B) MC with dye and particles of activator. In both cases, all 

components were supplied as water-based dispersion. In work, both approaches were applied, 

because each of them has its advantages and specificity of application. The concept of colour 

change after the mechanical damage of capsules both for cases with encapsulated activator and in 

particles is schematically illustrated in Table 2.1. Additionally, the same table presents some cons 

and pros of each variation. The use of a fabric base is also critical since impregnation of fabric 

with a mixture of colour former and activator ensures the contact between them.  

Table 2.1. Encapsulated activator and activator as particles; pros and cons of application.  

 A 

  
 

B

 

Pros 

• Microcapsule protects colour activator 

from the influence of the surrounding 

environment. 

• System B is cheaper compared to A 

because there is no need to encapsulate 

activator additionally. 

Cons 

• For A to ensure visual response with a 

similar colour intensity as B, there is a 

need to use more activator (for A ratio of 

components is 1:1, for B 2:1).  

• By using A, the total amount of 

microcapsules in a composite increase, 

this could negatively affect mechanical 

properties of it.  

• Activator is sensitive to the pH level of 

the environment; thus, applications of B 

are limited. 

 

When the colour former and colour activator for the DVIS were selected, for the manufacture 

of the DVIS, it was necessary to solve the following tasks:  

- select a base for the DVIS (fabric to be coated with the two-component colour agent); 

- select a substance / or a method that holds the colour agent on the surface of the base;  

- develop a technology for the DVIS manufacture following the chosen base and a method to 

hold the colour agent on the surface.  
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The choice of the base depended on the DVIS further application. For this reason, two directions 

of applications were defined: the DVIS for external use and the DVIS for internal use. 

2.1 Visual response measuring procedure 

In the present work, the main reason for utilising of colour agents was to visualize a place 

of damage. Thus, it was necessary to develop a procedure for the quantitative evaluation of the 

visual response during the development, testing, and optimization of the DVIS. Visual response 

on the applied load was observed immediately; however, a two-hour pause was afforded to ensure 

that all released dye gets into the contact with activator and colour reached saturation. In the current 

study two methods were used for the quantitative evaluation of the visual response: image data 

analysis in Adobe® Photoshop® software and in Mathcad® software written algorithm (further 

in text Photoshop and Mathcad respectively). In Mathcad algorithm was developed first and 

adapted for the visual response evaluation of the presented DVIS. In Photoshop procedure was 

developed later as faster and user friendly. Both procedures showed a good correlation between 

results. 

2.1.1 Image data analysis in Photoshop 

The RGB (red, blue, green) colour mode was selected for data treatment. These are basic 

colours; thus, any colour is a combination of RGB in different ratios. Colours are defined in an 

interval from 0 to 255. When the value of each colour is 255, the white colour is observed. When 

colour equals 0, the resulting colour is black [122]. For the data treatment in Photoshop, it was 

necessary to scan samples before and after applied load. The scan of the samples before the applied 

load was used as a background and the scan after applied load – as an object under study. For a 

quantitative estimation, the parameter Mean, characterizing the average brightness value of the 

image, was selected. The difference between the reference image (before compression) and 

experimental image (with visual response) was measured Figure 2.1. The value of Mean from 

Histogram was used for further data analysis. Here Mean – the average level of image brightness, 

which is obtained by multiplying each level of brightness by several levels, and then divided by 

the total number of brightness levels. The higher the average value is, the higher the lightness of 

the image [123].  
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Figure 2.1. Data treatment procedure; scan before compression (1), scan after compression (2), 

the difference between (2) and (1) is a scan (3). 

In our case, the bigger light area is in the image after Difference procedure; the more capsules are 

destroyed – the bigger load was applied. In the case where two layers are completely identical, the 

value of Mean is equal to 0.  

Data treatment procedure consists of the following steps:  

- lay on of 2 images (images of the sample before and after the load); 

- subtraction of one layer from another by Difference option, Figure 2.2; 

- collection of Mean data from the histogram, Figure 2.3.  

 

Figure 2.2. Print screen from the Photoshop Layers menu; Difference option is selected for 

two layers. 

 

1       2       3  A    B     C  A    B     C  A    B     C  
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Figure 2.3. Print screen from the Photoshop Histogram menu; Mean value for the difference of 

two layers could be defined. 

2.1.2 Image data analysis in Mathcad 

In the programme, an image is presented as a matrix, where each element of the matrix refers 

to 1 pixel, namely, for each pixel (px) the value is defined. From these, the time of a data treatment 

directly depends on an image size; when the size of the image increases – the processing time 

increases [124]. The image size 400 on 400 pixels was defined as optimal for further work.  

Applying in Mathcad written algorithm, developed in the Institute of Polymer Mechanics, 

University of Latvia [125], for data treatment it is not necessary to scan sample before a load 

(image for the background). At the same time, for the data treatment using in Mathcad written 

algorithm, there are following requirements for the image: 

- it is necessary to crop each place of applied load; 

- size of the image in pixels must be an even number;  

- a shape of the cropped image must be square, and positioning of the colour change must be in 

the middle; 

- the area of the colour change must be surrounded by some free space with no colour change.  

All requirements listed above are possible to complete using any image editing software. Sample 

after applied load with the selected area for data treatment is shown in Figure 2.4. 

 

Figure 2.4. Sample after applied load; selection of the area for data treatment (1), cropped area 

400 on 400 pixels for further calculations (2). 

 

1         2  
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In details, image data treatment applying in Mathcad written algorithm is following. The 

first step in the algorithm is to define which colour is dominating in each pixel – R (red), G (green), 

or B (blue). An example of the colour distribution where the red colour is dominating is shown in 

Figure 2.5. 

 

Figure 2.5. Print screen from the Mathcad calculation results; an example of the colour 

distribution in the selected area of the sample. 

The next step is to calculate the difference between red colour and grey colour in each pixel, 

where grey colour is defined from R, G, B minimal value – min (R; G; B).  The difference is in 

the range from 0 till 255 and is calculated by  

 ( ), , , , ,min ,   ,  i j i j i j i j i jBC R R G B= − ,  (38) 

here BC is the coloured place (“bruise” colour), in pixel with coordinates i and j. ,i jR  , , , i jG  ,i jB  

are red, green, and blue colours numerical values in the range from 0 till 255, in pixel with 

coordinate i and j. 

To reduce the influence of light fluctuations in each pixel of the image the transition to relative 

values is applied 

 
( )

( )
, , , ,

,

, , ,

( min ,   ,   )

min , 1,   1,   1

i j i j i j i j

i j

i j i j i j

R R G B
BCR

R G B

−
=

+ + +
. (39) 

Here BCR is a coloured place in relative values (“bruise” colour relative).  

The next step in the algorithm is to define the background for further calculations. As it was 

mentioned before, the place of the colour change must be in the middle, since the algorithm by 

itself cannot define where the background is and where is the coloured place. For simplicity was 

decided that coloured place has to be in a circle inscribed in a square of the image, space outside 

the circle (blue squares in corners) is defined as background, see Figure 2.6. 
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Figure 2.6. Selection of a coloured place and background for calculations. 

When the background location is defined, the average value for the background relative 

colour (mean BCRbg) and a standard deviation (stdevBRCbg) are calculated.  

According to the probability theory, for the normal distribution, 99.7% of the data are within 

3 standard deviations of the mean and is in the range    3 ;  3x x − + , where   is the mean of the 

squared deviation [126]. For the signal separation, the parameter 3  was used. For all matrix (for 

each pixel) the difference between coloured place and background in relative values is calculated 

– BCR- BCRbg.  

If the difference value is larger than 3𝜎, the signal is real: BCR- BCRbg > 3𝜎 – real signal and the 

numerical value of the signal is determined. 

If the difference value is smaller than 3𝜎, the signal is noise: BCR- BCRbg < 3𝜎 – signal is not 

real, is defined as noise with the value – 0.  

After the separation of the noise, the clear signal - colour response (CR) total value above 

zero is calculated. Schematically, BRC value distribution and the “clear” signal after the separation 

of the noise is shown in Figure 2.7.  

 

Figure 2.7. Schematically, BRC value distribution of an image (1), and “clear” signal CR after 

the separation of the noise (2). 

After data treatment, the resulting signal distribution - CR image represents a “clear”  signal 

and signal distribution of all image area in two dimensions. Images before the data treatment and 

“clear” signal distribution are shown in Figure 2.8.  

Background mean value – BCRbg 

 

 

1           2  

3σ 
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Figure 2.8. Image before the data treatment (1) and signal distribution of all image area in two 

dimensions after data treatment (2).  

The next step in the algorithm is to calculate the total signal value above zero - Integral colour 

response (ICR), 

 
 

,

1 1

rows cols

i j

i j

ICR CR
= =

 
=   

 
  . (40)  

This value is shown as the result of image processing and can be further used for quantification of 

damage visual indication. 

2.2 Technology for the DVIS as an external layer 

Since the DVIS for external applications is not a structural element, a nylon fabric was 

selected as a base for the DVIS. Nylon fabric using rubber roller was impregnated on the Teflon 

substrate with a mixture of two components (MC-dye and P-activator) in the volume ratio 2:1. 

After impregnation, the nylon fabric was dried for at least 5 h at room temperature to remove the 

excess liquid. Nylon fabric samples before and after impregnation with microcapsules are shown 

in Figure 2.9. 

 

Figure 2.9. Nylon fabric samples before (1) and after (2) impregnation with colour formers.  

1        2  

1     2  
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To ensure repeatability of the DVIS manufacturing method, this procedure was repeated five 

times. Before and after drying of the fabric it was weighed, the density values of the microcapsules 

on the fabric were compared. In the result, 40 g/m2 ± 3 % of colour agents was observed on the 

nylon fabric [127].  

The laminating process was selected as a method that holds the colour agent on the surface 

of the base. Thus, the appearance and barrier properties of the DVIS were improved. It was more 

"friendly" to manipulations, such as transportation and fixating. Here in Figure 2.10, an example 

of the laminated DVIS is presented. The piece of paper was covered with microcapsules and dried. 

It is noticeable that the surface of the paper is not perfectly clean. Dark stains are detectable in 

many places that appeared as a result of contact between the fingers and the sample. Therefore, 

the lamination of such samples immediately after manufacture avoids the unnecessary visual 

response to touching the sample. It is possible to compare the visual response to applied load 400 N 

with the ring indenter. The first line of rings in Figure 2.10 was obtained as a visual response 

before the lamination of the sample. The second line was obtained after lamination and with the 

same load. Thus, it is possible to conclude that the lamination increased the visual response 

sensitivity threshold of the sample on the applied load.  

 

Figure 2.10. Example of the laminated DVIS; the sensitivity of the sample to external load 

before and after lamination was compared. 

Comparing film laminated DVIS of different thicknesses, it is notable that by increasing the 

thickness of the film, the load needed to gain visual response increase as well. In Figure 2.11, at 

the top example of the DVIS laminated with 80 µm thick film, in the middle – 125 µm, below – 

175 µm. Comparing, for example, the visual responses in all samples after 200 N applied load it 

was observed that in the first sample the stable, bright ring was seen, in the middle, the ring did 

not appear completely. On the last, only a weak outline could be seen. Thus, by using cover sheets 

with different thicknesses, it was possible to vary the threshold of the DVIS sensitivity to external 

loads. 
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Figure 2.11. Samples of the DVIS laminated with films with different thicknesses (left). The 

visual response obtained after ring indenter applied with 200 N load (right). 

2.2.1 Selection of the load for testing 

Samples were tested on compression with the ring indenter to obtain controlled visual 

response. Zwick 2.5 universal testing machine with a rate of 2 mm/min at a temperature of 22 ± 

2 °C was used for this purpose. The applied load was ranging from 0 to 400 N to find a necessary 

load for the good visible indication. The DVIS tested with different loads is shown in Figure 2.12. 

For subsequent measurements, the load of 400 N was selected as minimal to ensure good visible 

indication. 

 

Figure 2.12. The DVIS tested on compression with the ring indenter ranging from 0 to 400 N. 

2.2.2 Selection of colour 

For the selection of the dye colour to ensure a better perception of visual response after the 

applied load, the following steps were done. The DVIS samples with red, green, blue, and black 

dye colours in microcapsules were manufactured and tested. For the compression test, 400, 500, 

and 600 N loads were selected. Samples with different dye colours in microcapsules after 

compression tests are shown in Figure 2.13.  

  

    0 N             100 N        150 N         175 N         200N          250 N        300 N         400 N 
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Figure 2.13. Samples with different dye colour in microcapsules after compression tests. 

It was identified that the treatment of the data with the same applied load leads to different 

colour responses for different colours. Samples with blue and green dye colour in microcapsules 

showed a more bright visual response after applied load, Figure 2.14, comparing to other colours 

[127].  

  

Figure 2.14. Samples with different dye colour in microcapsules; colour response vs applied 

load. 

2.2.3 Selection of concentration of microcapsules for maximal visual response 

Due to the fact, that colour agents are used initially in paper production with the density 

approximately 2 g/m², but after impregnation of the nylon fabric were obtained a density of colour 

agents 40 g/m², it could be suggested that amount of the colour agent on the nylon was with a 

surplus. The nominal concentration of the microcapsules in the dispersion was 40% (data from the 

manufacturer). The DVIS samples with microcapsule concentrations from 2.7% to 40% were 

prepared and tested on compression with 400 N load to determine the minimal quantity of 

microcapsules for the DVIS on nylon base which ensures maximal visual response after applied 
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load. Four samples of the DVIS with different concentration of microcapsules after compression 

test are shown in Figure 2.15. 

 

Figure 2.15. The DVIS samples on nylon base after compression tests; colour response vs 

different concentration of microcapsules. 

The result of this experiment showed that the decrease of the concentration of microcapsules 

down to 16% in the DVIS samples on a nylon base, by adding water to the dispersion before nylon 

fabric impregnation, did not affect the brightness of the visual response, Figure 2.15. Thus, it is 

more reasonable to use ~ 20 % microcapsule concentration in the manufacture of the DVIS on 

nylon base; the layer is lighter and the manufacturing costs are lower [127]. 

2.2.4 Kinetics of colour change at different temperatures 

The DVIS samples were tested to estimate colour change (visual response) vs time after 

loading at different temperatures. Before this, the test samples were laminated. Samples were 

subjected to a load, destroying the capsules. Immediately after applied load series of photos were 

taken, starting from 5 photos/sec and to 1 photo/min. The same procedures were implemented for 

temperatures -20, +11, +21, +38 °C. Typical visual response curve vs time after the applied load 

is shown in Figure 2.16. 

  

Figure 2.16. Typical visual response curve vs time after applied load. 
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It was defined that temperature in the range from -20 till +38 °C does not affect the kinetics 

of colour change (visual response) after applied load. For all samples, the maximal visual response 

was reached in 10-15 s, and the brightness practically remained unchanged [127].   

2.3 Technology for the DVIS as an internal layer 

Since the DVIS for internal applications is a structural element, as a base of the DVIS, the 

glass fabric was selected. The glass fabric Aeroglass plain, 130 g/m2 (Havel Composites CZ s.r.o., 

Czech Republic) was impregnated on the Teflon substrate using rubber roller with a mixture of 

three components: dispersion of MC-dye, P-activator, and HALWEDROL UV 20/40 W an epoxy 

modified polyurethane-acrylic emulsion (Koninklijke DSM N.V, The Netherlands) in the volume 

ratio 6:3:2. After impregnation, the glass fabric was dried for at least 5 h at room temperature in a 

vertical position to remove the excess liquid and then irradiated with ultraviolet light for 30 min 

on each side to complete polymerization of the third component. The resulting DVIS was a dry 

glass fabric containing microcapsules with colour former and particles of colour activator on its 

surface and was ready for further use as the structural element of a composite. 

2.3.1 Epoxy modified polyurethane-acrylic polymer  

In the present work, epoxy modified polyurethane-acrylic polymer (further an adhesive) was 

selected for two reasons: 

- to be used as a substance that holds the colour agent on the surface of the base, 

- to isolate encapsulated colour former and particles of activator from the alkaline environment 

of hardener in the case of manufacture composite with epoxy matrix [128]. 

Since the ratio of the colour agent was 2:1, and it was known before, to define the ratio of 

adhesive mixtures with the colour agent and a different ratio of adhesive were prepared and tested. 

Glass fabric pieces were homogeneously impregnated with a mixture of MC-dye, P-activator, and 

epoxy-modified polyurethane acrylic polymer, using components ratios ratios 6:3:0.2, 6:3:0.5, 

6:3:1, 6:3:1.5, 6:3:2, 6:3:2.5, 6:3:3, and 6:3:4 respectively. Summary of the components 

combinations and indenters used for the testing is presented in Table 2.2. After impregnation, the 

fabrics were dried until full removal of the water basis. Dried fabrics were exposed to the ultra-

violet irradiation for 30 min from each side to provide polymerization of the adhesive. The DVIS 

samples with different adhesive concentrations were tested by quasi-static compression tests. For 

each component combinations, 5 measurements were performed with two types of indenters – ring 

and lens. An example of the tested sample is presented in Figure 2.17. Using digital image analysis 

for data processing, an average brightness of the coloured response depending on the concentration 

of adhesive was estimated, see in Figure 2.18.  
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Figure 2.17. Sample after compression test with two types of indenters. 

Table 2.2. Summary of components combinations. 

Component Amount, ml Indenter 

MC-dye 6 - 

P-activator 3 - 

adhesive 0.2 0.5 1 1.5 2 2.5 3 4 lens 

adhesive 0.2 0.5 1 - 2 - - 4 ring 

adhesive, % vol. 2.2 5.3 10 14.3 18.2 21.7 25 30.8 - 

 

  

Figure 2.18. Average brightness vs adhesive concentration after compression with ring (♦) and 

lens (■) indenters. 

In the result, it was experimentally determined that the most intensive coloured response 

under load was obtained using the ratio of the components 6:3:2. 

2.3.2 Polymerization of the adhesive by ultra-violet irradiation 

After the ratio of the adhesive in the mixture was defined, it was necessary to define the time 

of adhesive polymerization process. For this, impregnated with the mixture and dried samples were 

subjected to ultraviolet irradiation by the SVD-120A mercury-quartz lamp for the times from 5 to 

45 min with an interval of 5 min. The exposure rate, measured in the range of wavelength 280-320 

nm, was 10.5 W/m2. UV irradiation provided polymerization of the adhesive and isolation of 

particles of colour activator from the alkaline environment of hardener simultaneously. DVIS 
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samples with different time of irradiation were tested by quasi-static compression tests. For each 

irradiation time, 5 measurements were performed with lens indenters with the load of 250 N. Using 

digital image analysis for data processing, an average brightness of the coloured response 

depending on irradiation time was estimated. From the data, see in Figure 2.19, it is difficult to 

define after what duration of UV irradiation the visual response to the applied load was maximal. 

On the other hand, it was defined that the ability to change colour after the applied load even after 

UV irradiation has been preserved, see Figure 2.20. Analysing other data from the images, it was 

noted that the colour of the DVIS after irradiation changed from the white to light orange, see 

Figure 2.21. After data treatment, it was defined that colour change is dependent on the duration 

of irradiation, see Figure 2.22. Image analysis revealed that when using a UV lamp, minimal 

irradiation time is 15 minutes. Thus, when the irradiation time is reduced by 50% relative to the 

time was used at the beginning, DVIS is obtained with a similar visual response to the applied 

load. The irradiation time reduction could save on electricity consumption and extend the lamp 

lifetime. 

  

Figure 2.19. Average brightness vs UV irradiation time after compression. 

 

Figure 2.20. Sample of the DVIS after 45 min UV irradiation and compression test.  

 

Figure 2.21. Samples of the DVIS after UV irradiation from 2 till 45 min. 
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Figure 2.22. Colour change of the DVIS vs UV irradiation time. 

2.4 Main results of Chapter 2 

• The damage visual indication system (DVIS) was developed for applications as an external and 

an internal layers.  

• It was defined that for the manufacture of the DVIS, it is possible to use two combinations of 

colour agent: (1) mixture of microcapsules with leuco dye and microcapsules with dye activator, 

(2) mixture of microcapsules with leuco dye and particles of dye activator.  

• The procedure of the quantitative estimation of the visual response on the damage was 

developed. It includes two algorithms of digital image analysis in the software Adobe® 

Photoshop® and Mathcad®. These algorithms allow evaluating relative changes of the visual 

response obtained under applied loads. 

• The technologies for the manufacturing of the DVIS in laboratory conditions were developed 

for both applications. Those included selection of the base, impregnation and drying methods, 

and method of fixation the colour agent on the base. The minimal concentration of 

microcapsules, which ensures maximal visual response after the applied load was defined. 

• Operational characteristics of the DVIS were evaluated. DVIS kept the ability to change colour 

in the temperature interval from -20 to +38 °C.  

• Kinetics of colour change for DVIS samples was evaluated. It was defined that the maximal 

visual response was reached in 10-15 s and after the brightness practically remained unchanged. 

The temperature in the tested interval does not affect the kinetics of colour change after the 

applied load.  

• The brightest visual response after applied load was obtained for microcapsules containing blue 

and green dyes, comparing to the DVIS samples with red and black ones.   
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3 MODEL COMPOSITES WITH INTEGRATED DVIS  

Prepared in advance, the DVIS could be placed as one of the top layers during the assembling 

of composite or on the already existing one. In the present work model composites with the 

integrated DVIS are presented as two demonstrators: a) the DVIS integrated into a composite by 

vacuum bagging method, b) the DVIS as a separate layer, which was placed on a surface of existing 

construction or element.  The concept of demonstrators is presented in Figure 3.1. Manufacture 

technologies and testing of the mechanical and physical properties are described below for both 

types of model composites. 

 

Figure 3.1. The concept of the model composite with the integrated DVIS; the DVIS is 

integrated into the composite during it assembling (left), the DVIS is placed on a surface of an 

existing composite element (right).  

3.1 Model composite with the DVIS as an external layer  

The DVIS as an external layer could be prepared by the technology described in 3.2 

Technology for the DVIS as an external layer and could be stored unused for a long time, observing 

the minimum requirements for the storage of material (deposited on a flat surface and the absence 

of an external load on the surface). In this case, the DVIS “waiting time” before usage could be 

months or even years. The option to make the DVIS ready for the immediate usage upon 

requirement is available; it is to make the DVIS as a prepreg.  

3.1.1 Technology for the DVIS as a prepreg 

Here, the technology for the preparation of the DVIS for the immediate usage upon 

requirement is presented. "Prepreg" is the common term for a reinforcing fabric which has been 

pre-impregnated with a resin system. This resin system (e.g. epoxy) already includes the proper 

curing agent. As a result, the prepreg is ready to lay into the mould without the addition of any 

more resin. For the laminate curing, it is necessary to use a combination of pressure and heat [129].  

A laboratory method of the prepreg manufacture included several steps: 
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1. The selected fabric was impregnated with a mixture of components (dye, activator, adhesive) 

and polymerized. This step was entirely identical to the manufacture of the DVIS for internal 

applications.  

2. Epoxy and hardener were mixed in the appropriate ratio.  In addition to this mixture, acetone 

in the amount of 5 and 20 wt.% was added.  

Acetone added to a mixture of epoxy and hardener, to thin the mixture, to reduce the viscosity, 

thus to provide deeper penetration into the fabric [130]. Here acetone was used mostly to delay the 

start of the curing process. The presence of acetone in the mixture influenced the physical and 

mechanical properties of epoxy after curing [131], but for the prepreg, epoxy was used only as a 

binder. 

Two types of epoxy resin based on bisphenol A and corresponding hardeners based on 

cycloaliphatic polyamines suited to the production by hand layup were used to make DVIS 

prepregs Table 3.1. 

Table 3.1. Epoxy binders for prepregs. 

Sample series Designation Binder composition 

DVIS I A room-temperature cured LH 289 epoxy resin and H 289 hardener 

in the ratio of 100:33 (Havel Composites CZ s.r.o.). 

DVIS II A high-temperature performance epoxy resin EL160 and EL160 

hardener  (use at service temperatures up to 170 °C) in the ratio of 

100:35 (Easy Composites Ltd.). 

 

3. The DVIS was saturated with an epoxy binder using a brush. After even distribution of the 

binder, its excess was forced out by the Teflon roller on the Teflon board, Figure 3.2. 

 

 

Figure 3.2. Saturation of the DVIS with an epoxy binder.  

4. Saturated DVIS was placed on a polyethylene terephthalate (PET) film, which has the 

properties necessary for the storage of the prepreg, such as the anti-sticking effect, resistant to 

moisture, high tensile strength, resistance to punctures and other mechanical stress. The width 

of the prepared film must be several times the width of the sample. It was necessary to wrap the 

sample in the film several times. 
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5. After placing the sample inside the film, it is necessary to align the sample and remove possible 

bubbles. The most suitable way to do this is by using a soft rubber roller, Figure 3.3. 

6. Then the ends of the strips tightly wrapped and packed in the film were sealed by adhesive tape. 

The packages were tightly wound on cardboard reels and fixed with adhesive tape, Figure 3.4.  

 

Figure 3.3. Sample aligning and bubble removal.   

 

Figure 3.4. The ready DVIS as a prepreg.  

For the ready DVIS as a prepreg, see Figure 3.4, the time of storage in different conditions 

was defined. Part of the DVIS was used for the peel resistance evaluation. The other part was glued 

on the top of the composite object, as a demonstrator. The DVIS as a prepreg was glued on the top 

of the composite wind turbine blade and after it was tested on the ability to change colour in the 

place of the applied load, see Figure 3.5. 
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Figure 3.5. Composite wind turbine blade with the DVIS as an external layer; the DVIS as a 

prepreg is located on the top of the blade (1), using rubber roller it is pressed to the surface (2), 

blade with a glued DVIS was covered by PET film and left for the curing of the resin (3), wind 

turbine blades with and without the DVIS (4), place of the applied load is identified with a 

colour change (5). 

Another part of the DVIS as a prepreg was glued on the top of the safety helmet. Safety 

helmet before and after the impact is presented in Figure 3.6.  

 

Figure 3.6. Safety helmet with the DVIS as an external layer before (1) and after the impact (2). 
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For these demonstrators, wind turbine blade and safety helmet were defined that the DVIS 

saved function of damage visualization for at least 7 years of storage at laboratory conditions. 

3.1.2 Determination of the DVIS prepreg time of storage 

The shelf life of the prepreg is an important exploitation property and storage conditions 

strongly affect it [132]. During the research, the storing conditions efficiency was determined by 

the possibility of prepregs to be sticky to an electro-technical textile laminate used as a substrate 

material and storing the impact-indication ability (colour changing).  

For the experiment, 5 DVIS prepreg samples in a shape of the strip with approximately one-

meter length and with 2 types of the epoxy binder with or without acetone were prepared. Samples 

were placed into the refrigerator temperature (+2 °C) and freezer (-18 °C). Summary of samples 

and storage conditions is presented in Table 3.2. 

Table 3.2. List of samples for shelf-life testing. 

Binder composition notations Storage T, °C Acetone, % wt. 

DVIS I, 20% +2 20 

DVIS I 

-18 

-  

DVIS I, 5% 5 

DVIS I, 20% 20 

DVIS II - 

 

Starting from the first day, samples of the prepregs were cut off with scissors from the 

samples. The remainders of the samples, after sealing in the film, were returned to continue the 

storage at the reduced temperature. The cut pieces were glued to the substrate using a soft rubber 

roller. If the glued piece stayed fastened on the substrate on the next day, it was thought that the 

prepreg could continue to be successfully stored. The above check of prepregs was conducted 

every day for the first 10 days, then for the following 10 days – every 3-4 days and then once a 

week. The expiration of the storage period was noted when the prepreg ceased to adhere to the 

substrate. Results of the storage experiment for the DVIS prepregs made from different binders 

and stored at +2 and -18 °C with an addition of acetone and without it are shown in Figure 3.7. 

Experimentally it was defined that prepregs with the addition of acetone or without it, as 

well as both types of binders’ compositions, kept the ability to be glued to the substrate, for around 

20 days regardless of the storage temperature. By adding acetone, the ability to be glued to the 

substrate was prolongated to 43 days when stored at -18 °C. At the same time, the amount of added 

acetone 5 or 20 wt.% does not make any difference. 
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Figure 3.7. Comparison of the storage times for different types of DVIS prepreg samples 

(notations see in Table 3.2). 

3.1.3 The DVIS prepreg peel resistance 

Since the DVIS is a single-use product, it is important not only to quantify how long the 

prepreg keeps the ability to be glued on the surface but also it is essential to establish whether it is 

possible to remove it from the surface after usage without causing damage to the object’s integrity. 

To quantify the performance of adhesion or peel ability of the DVIS prepregs test analogous to 

ASTM D 6862 was used [133]. A peel angle 90° was chosen for tests because peel force usually 

reaches the highest value at this angle [134], besides, it is easy to set an angle of 90° on the testing 

machine.  

Considering the previous results that the presence of 5% or 20% acetone does not affect the 

number of days when the layer’s ability to glue is retained, samples of the DVIS I with 5% acetone 

were made and tested. To check the influence of the type of fabric as a prepreg, three types of 

fabric were used: 

• Stitch Ply A (AIRTECH Europe Sarl.) nylon with density 88 g/m2. It is traditionally used in 

preforms as a peel ply because it could be easily stripped off of cured laminate, it has red tracers 

with high visibility to reduce the risk of peel ply being left on the part [135]. 

• E-glass fiber fabric (Valmiera SSR), density 125 g/m2. 

• E-glass fiber fabric (Valmiera SSR), density 160 g/m2. 

Samples of three types of fabrics with the size 15.5 mm width and at least 20 cm length were 

prepared by applying DVIS prepreg technology, see Figure 3.8 and placed in the freezer at 

temperature -18 °C. At certain time intervals, samples were taken from the freezer and adhered to 

the substrate, see Figure 3.9. Samples were stored 24 h at + 45 °C to cure the binder, see Figure 

3.10. After the samples were conditioned at room temperature, they were subjected to peel test.  

0 10 20 30 40 50
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Figure 3.8. The DVIS prepreg sample. 

 

Figure 3.9. The DVIS prepreg sample on the substrate.  

 

Figure 3.10. The DVIS prepreg sample glued on the substrate after 14 days at -18 °C and ready 

for the peel test.   

The universal electromechanical testing machine Zwick 2.5 was equipped with specifically 

designed grip to fix the substrate and to ensure the removal of the DVIS at an angle of 90°, see 

Figure 3.11. Speed displacement of grips was 2 mm/s. The typical force-displacement curve is 

shown in Figure 3.12. During the peel tests, the relation between peel force and time of sample 

storage in the freezer was studied. The results for the DVIS prepregs on a base of nylon and glass 

fibre are presented in  Figure 3.13.  

   

Figure 3.11. Peel test of the DVIS prepreg, the side and top views. 



90 

 

 

Figure 3.12. The typical load-displacement curve obtained during peel tests for the DVIS prepreg 

samples.  

 

Figure 3.13. Peel force vs time of storage in freezer for the DVIS prepreg nylon and glass fabric 

(g/f) samples. 

The peel tests confirmed results of the previous experiments dealing with the time of storage 

of the DVIS I prepregs with a nylon fabric base. In particular, the peel force decrease started after 

45 days. The prepregs with glass fabric base, especially glass fabric 125 g/m2 had a lower shelf 

life, comparing to nylon-based prepreg, but had higher peel strength. At yarns crossing points, 

existing cavities could be more filled with epoxy binder comparing to nylon. These points can 

work as mechanical interlocking sites with a surface of the substrate [136]. Peel forces obtained 

for the DVIS prepreg with a glass fabric base are in 2-3 times higher (200-300 N/m), compared to 

the DVIS prepreg with a nylon base (100 N/m). But these values are still lower than peel forces 

obtained for different types of peel plies on the base of polyester fibres 740 N/m, where a large 

number of tendrils left on the surface of material [134]. Such relatively low peel forces allow 

removing the DVIS prepreg (after an indication of the damage) from the inspected area without 

any consequences; the integrity of the upper layer of the material was not broken, the surface of 

the material remains smooth, without the residue of tendrils and adhesives. 
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3.1.4 Effect of substrates on the DVIS visual response 

Series of tests were performed to evaluate how the substrate effects on visual response of 

the DVIS after applied load. For the tests, the DVIS was prepared according to the 3.2 Technology 

for the DVIS as an external layer and laminated with a protective layer with a thickness of 100 

µm. The impact was imitated by free drop test of the steel balls. For a quantitative estimation of 

the visual response after an impact and comparison of results, image treatment in Photoshop, and 

the parameter Mean was used. 

Test №1 

During the test №1 the visual response on different substrates was evaluated. Substrates 

used: a) linoleum b) polyurethane foam c) polytetrafluoroethylene - Teflon. Three steel balls with 

masses 5, 8 and 130 g were dropped from a controlled height. The brightness of the visual response 

is affected by choice of the substrate, see  

Figure 3.14. Using a substrate of lower stiffness, the energy of the ball is absorbed upon 

falling while the area of damaged microcapsules is more significant compared with the stiffer 

substrates. 

 

Figure 3.14. The DVIS on Teflon (1), on linoleum (2), and polyurethane foam (3).  

Test №2 

During the test №2 visual response caused by different size of the balls was evaluated. For 

the Teflon substrate steel balls with the mass 5, 8, and 130 g were used. For all balls, the constant 

energy Ep = 0.03 J was selected. Photos after drop tests with different mass balls are presented in 

Figure 3.15. The average level of image brightness after free ball drop with different size balls, 

see Table 3.3. By data treatment, it was defined that for the DVIS placed on a rigid substrate like 

Teflon, the size of the ball did not affect the brightness of the visual response.     

1    2   3              
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Figure 3.15. Visual response after impact with an energy Ep = 0,03 J with 5 g (left), 8 g 

(middle), and 130 g (right) balls. 

Table 3.3. Mean value of the visual response after free ball drop tests with different size balls for 

the DVIS on the Teflon substrate. 

Selected Ep 0,03 J 

Height, m 0.5651 0.3651 0.0235 

Teflon 5 g ball 8 g ball 130 g ball 

Mean  18.16 16 14.4 

  14.94 18.42 16.66 

  18.02 17.64 16.19 

  19.11 16.72 16.04 

Average 17.36 17.59 16.30 

St. dev 2.16 0.85 0.32 

 

Test №3 

During the test №3 the influence of the impact energy on the visual response was evaluated.  

On the selected Teflon substrate tests were performed with a steel ball of mass 1 g. In the result, 

the effect of the energy of the impact on the average image brightness and on the diameter of the 

indentation was defined, Figure 3.16. The increase of the applied energy led to an increase in the 

diameter and average brightness of visual response. 

 

Figure 3.16. The average image brightness value vs energy of the impact (♦) and diameter of the 

indentation vs energy of the impact (■) for DVIS tested with the 1g steel ball on Teflon 

substrate.  
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3.2 Model composite with the DVIS as an internal layer 

For the manufacture of a model composite, the DVIS was prepared in advance, applying the 

approach described before in Sec. 3.3 Technology for the DVIS as an internal layer. The fabric for 

the base was selected depending fabric that was used to make the composite. For the model 

composite, with the DVIS as an internal layer, a method for regulating the sensitivity threshold of 

the composite was proposed and validated. In this case, the DVIS was placed as a top layer to get 

the visual response, after applied load, more distinct. To evaluate the effect of integrated DVIS on 

the mechanical properties of the composite, the sample with the DVIS integrated into a composite, 

and similar reference samples were prepared and tested. 

3.2.1 The threshold of damage visualization for composite with an integrated DVIS 

Protective epoxy coatings with different thicknesses were proposed as a method for 

regulating the sensitivity threshold of composite with an integrated DVIS. 

As a base of the DVIS, a polyamide (nylon) fabric, Stitch Ply A (AIRTECH Europe Sarl) 

without a coating with a surface density of 88 g/m2 was selected. The model composite with 

integrated DVIS was assembled by vacuum bagging with the subsequent applying of layers: a 

colourless nylon distributive mesh for the formation of a protective coating, the DVIS, and two 

load-carrying unidirectional glass yarns connected by a network with the surface density of 500 

g/m2 (Havel Composites). The DVIS and both yarns were preliminarily impregnated with an epoxy 

binder using a roller. As an epoxy binder, an LH 289 epoxy resin based on bisphenol A with the 

viscosity 500-900 MPa·s at 25 °C and an H 289 hardener based on cycloaliphatic polyamines (both 

Havel Composites CZ s.r.o.) in the ratio of 100:33 were used. The pressing and subsequent curing 

of plane composite samples were performed in a vacuum under 0.4 bars at a temperature of 40-60 

°C for 20 h. Such technology was applied to manufacture composites with a protective layer of 

thickness z less than 0.5 mm. 

For the composite with a protective layer thicker than 1 mm, the same package of layers was 

stacked on a preliminary moulded and cured plate of an epoxy binder of thickness varied from 1 

to 4.5 mm. The thickness of the protective epoxy coating was determined by measuring the cross-

section of the sample under a microscope near the place of indentation. 

For the determination of the dependence of the threshold of visual response on the thickness 

of the protective coating, a series of quasi-static compressions tests with spherical indenter were 

performed. Using Zwick 2.5 universal electromechanical testing machine with a constant indenter 

speed of 0.4 mm/min, samples with define thickness were tested with increasing load from 50 to 

2000 N. For each protective coating thickness, the minimal load causing visual response was 
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defined. The visual response was estimated by image data treatment applying digital image 

analysis. As a result, the correlations between integral colour response ICR and indentation load 

P for the defined protective epoxy coating thickness was established. As an example, the 

correlation between Integral colour response and indentation load P for the protective epoxy 

coating thickness d =1.26 ± 0.05 mm is shown in Figure 3.17. The intersection of the linear trend 

of the second section and the abscissa axis was defined as a threshold P* of visualization of the 

load for the given thickness of the protective epoxy coating.  

 

Figure 3.17. The correlation between integral colour response ICR and indentation load P for the 

protective epoxy coating thickness d =1.26 ± 0.05 mm. P* is the threshold of visualization of the 

load and images of samples after visual response on the applied load.  

Analysis of data collected from tested samples with different thicknesses of the protective 

epoxy coating allowed to determine, the correlation between the threshold P* of visualization of 

the load and protective epoxy coating thickness d, see Figure 3.18. During the experiments, the 

irreversible deformation of protective epoxy coatings 3 < d < 4.5 mm was detected. Besides the 

visual response, an indentation on the surface of the protective epoxy coatings was visible. 

 

Figure 3.18. The correlation between the threshold P* of visualization of the load and protective 

epoxy coating thickness d. For d > 3mm, an irreversible deformation was detected. 
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3.2.2 The effect of integrated DVIS on mechanical properties of composite 

Evidently, embedding foreign objects (here the DVIS), presumably with lower mechanical 

characteristics in comparison to the neat glass fabric layer, leads to the degradation of the 

mechanical properties of the composite. In this part of the work, the effect of the integrated DVIS 

on mechanical properties of the composite was evaluated. 

As a base of the DVIS, the glass fabric Aeroglass plain, 130 g/m2 was used. To manufacture 

the composite, UD, 511 g/m2 unidirectional glass fabric, LH 288 epoxy resin, and H 284 hardener 

in the ratio 100:23 (all components supplied by Havel Composites CZ s.r.o., Czech Republic), and 

the DVIS prepared previously were used. By vacuum bagging method, two series of composite 

panels 20×30 cm were made: with the integrated DVIS and reference ones without the DVIS. The 

thickness of the panels was h = 2.3 and 1.9 mm, respectively. In the reference samples, the DVIS 

was replaced with the same layer of glass fabric, but not impregnated with colour agents.  The 

composite was cured for 20 h at 40 °C in a vacuum oven and then for 72 h at 50 °C in an oven. 

Unidirectional reinforced 6-layer composite samples of length L = 120 mm and width x = 25 mm 

were cut from the panels. Two notches were made in the samples to test them for the interlaminar 

shear strength. According to the ASTM D3846 – 02 standard [137], notches are centred 

perpendicular to the length of the sample, reach half of the thickness, and are in a distance l from 

each other on opposite planes. The sample geometry is shown in Figure 3.19. In the case of the 

samples with the integrated DVIS, the notches were cut at a depth reaching the DVIS, which was 

confirmed by a change in colour. Samples with distances between the notches l from 5 to 21 mm 

were tested. 

 

Figure 3.19. General view of double-notch samples with the DVIS used in tests for the 

interlaminar shear strength. 

The interlaminar shear strength of the composite was determined in quasi-static tensile tests 

performed on the universal testing machine Zwick 2.5 with a rate of 2 mm/min at a temperature 

of 22 ± 2 °C. The shear strength in the plane was calculated as the ratio of the maximum load 

applied to the damaged area, ( )* /P lx = . The fracture was observed between the notches. The 

typical force-displacement curves obtained during the quasi-static tensile tests of reference 

samples and samples with the DVIS, with distances between notches l = 10 and 20 mm, are shown 

in Figure 3.20.  
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Figure 3.20. Typical force-displacement curves for the reference samples (– –) and samples with 

the DVIS (–), for l = 10 (1, 3) and 20 mm (2, 4). 

The interlaminar shear strength  of given a sample with certain distance l is a maximal 

value of shear stress  obtained in tensile tests and depends on stress concentrations near notches.  

The interlaminar shear strength of the composite
max   is considered as extrapolation for l = 0 and 

was defined as 

 *

maxτ τ θcotanθ= , (41) 

where ( )*τ /P lx= is the shear strength, Р is the tensile load, 
2l

k
h


 

=  
 

, ( )/ 2xz xk G E= , 
xzG  is 

the shear modulus, and
xE  is the elastic modulus [138, 139]. 

The experimental and calculated values of strength of samples as functions of distance 

between the notches and the ( )*τ f l= curve obtained by approximation according to Eq. (41), are 

shown in Figure 3.21. 

 

Figure 3.21. Sample strength τ* vs the distance l between notches for the reference samples (1) 

and samples with a DVIS (2): (●) – experiment and (––) – calculation. 
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By the extrapolation of the ( )*τ f l=  curve to 𝑙 = 0, the value of 
max  was determined. As 

a result, the values of 
max =  9.5 and 18.5 MPa were found samples with the DVIS and for the 

reference samples, respectively. As seen, the DVIS reduced the interlaminar shear strength roughly 

twofold, which is quite reasonable for non-crucial structures [140]. Such a significant reduction in 

the strength of load-carrying structures must be compensated, for example, by adding carbon 

nanotubes or other nanoparticles. However, in the number of cases, the opportunity for a quick 

structural health monitoring can be more critical than the priory known reduction in the strength 

of the material. 

It is important to bear in mind that the described experiment was the first attempt to evaluate 

the effect of the integrated DVIS on the mechanical properties of the composite. General 

enhancement of the material, such as improvement of the safety exploitation and simplification of 

the structural NDT process, involved the degradation of another property. Thus, all relevant 

properties must be considered, and trade-offs must be made [141]. For example, the mechanical 

properties of the pure polymer matrix are reduced when microcapsules are added; however, the 

addition of carbon nanotubes significantly improved these mechanical properties [142]. A similar 

approach could be implemented for the composites with the integrated DVIS in future work. 

3.2.3 Kinetics of colour change in the place of damage at room temperature 

The kinetics of colour change was measured for samples after quasi-static tensile tests up to 

fracture of the sample and quasi-static indentation tests without fracture.  

In the first case, after the fracturing of a sample with the integrated DVIS, the change of 

visual response in time was photo registered. The sample was immediately removed from grips, 

and the area of the shear plane was photographed at 5-second interval during the first minute, 

increasing the interval to 10 min for 30-150 min after a fracture. The visual response was 

determined by image processing using Photoshop. For a quantitative estimation, the RGB colour 

mode and parameter Mean, characterizing the average brightness of the image, were selected. 

Immediately after fracture, no colour change was observed, and therefore the first shot was used 

as a reference one 𝑅𝐺𝐵0. The variation in the visual response was calculated as the difference 

between the Mean of the reference image and that of images taken at certain time intervals.  

In the other case, the kinetic of colour response was estimated for the samples subjected to 

a quasi-static compression by a spherical indenter. Images of a sample before and after the test are 

shown in Figure 3.22. The figure clearly shows a darkening in the area of indentation. During these 

experiments, samples were not destroyed.  
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1     2  

Figure 3.22. Sample with an integrated DVIS before (1) and after (2) quasi-static indentation 

test. 

For the DVIS used as the damage indicator, it is necessary to estimate the time, when the 

visual response reaches its maximum brightness. The Fractional conversion α was used for 

estimating the brightness variation after damage.  Parameter α quantitatively characterizes solid-

phase reactions, i.e., reactions involving solid reactants or products. The value of α was found from  

 ( )
0

tN
t

N
 = , (42) 

where N0 and Nt are amounts of the reagent in the initial system and at a time t from the beginning 

of the reaction, respectively [143].  

The sequence of determination of the parameter α from the data obtained in processing the 

photos in the graphical editor followed: 

• In all images, the place of the expected change in colour is determined. These areas must 

coincide upon superposition of all images. 

• The average value of the brightness RGB of the selected area was determined for reference 

image t = 0 and each time t when an image was taken. 

• The degree of darkening was calculated as the difference between the brightness 
0RGB of the 

reference image, at t = 0, and at a definite instant of time
tRGB : ( ) 0  tRGB t RGB RGB = − . 

• The uncontrollable instability of lighting and imaging equipment introduces random errors into 

the measured value of the brightness RGB. To exclude the effect of these factors, the change in 

the brightness of image background for the reference image, 0

bgrRGB , at   t = 0, and at a definite 

instant of time bgr

tRGB , in a place where colour changes certainly were not expected (the area 

near the fracture of capsules) was evaluated by 

 0

bgr bgr

bgr tRGB RGB RGB = − . (43) 
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The degree of darkening after the reaction, considering the random errors, was evaluated as 

the difference between the intensity of darkening and its average deviation due to instability of the 

equipment 

 ( ) 0* t bgrRGB t RGB RGB RGB = − −  . (44) 

For the instants of time when the darkening reached saturation and the brightness practically 

remained unchanged, the average brightness corresponding to the end of the reaction, 
maxRGB , 

i.e., at α = 1, was calculated. 

Thus, the value of parameter α during the reaction was determinates as 

 ( )
( )

max

*RGB t
t

RGB



=


. (45) 

For the describing the process of formation of the visual response, a one-step nucleation 

model was selected, meaning by this the process of turning of a small amount of reagent into a 

stable particle [144]. In the present work, the potential nuclei are considered as particles of the 

colour activator. They were randomly distributed over the surface of the layer, and they were stable 

initial solid components. On the destruction of the microcapsules, spreading or diffusion of the 

leuco dye on the layer occurs. The nuclei were activated when being exposed to activator particles. 

The first-order differential equation can describe the rate of nucleation as  

 ( )1 0

dN
k N N

dt
= − . (46) 

Its solution is 

 ( ) ( )0 11N t N exp k t = − −  , (47) 

where N(t) is the amount of the activator particles contacting with the dye at an instant of time t at 

a given point and causing a change ( )RGB t  in colours, and N0 is the amount of the reagent, i.e., 

the total number of potential centres of colouring. 

It was assumed that in the case of ( ) maxRGB t RGB →  , all potential nuclei participate in 

the reaction and N(t) → N0. Therefore, the parameter α can be described by the Eq. (48) 

 ( )11 exp k t = − − . (48) 

Parameter α as a function of reaction time t is shown in Figure 3.23. 
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Figure 3.23. Fractional conversion vs the reaction time t after quasi-static tensile tests up to the 

fracture of the sample (♦) and quasi-static indentation tests without fracture (●). Experimental 

points (♦,●) and the approximation by Eq. (48) (––). 

Figure 3.23 shows that Eq. (48) does not completely describe the relation ( )t . For a more precise 

description of the experimental data, the following equation is more appropriate  

 ( )ln ln 1 lnn t C − = +  , (49) 

which can also be written in the form 

 ( )11 nexp k t = − − , (50) 

where the value of n is found empirically [144]. 

For practical use of the DVIS, it is necessary to determine the time when the visual response 

under the action of the applied load reaches a maximum value. Therefore, the kinetic equation (48) 

is suitable for describing the change in colour when  𝛼  is close to 1. Approximation of the relation 

α(t) after the quasi-static tensile tests up to fracture of the sample and quasi-static indentation tests 

without fracture has revealed that reaction rate constants are 1k =  2.72 and 5.47, respectively. It 

could be seen from Figure 3.23 that the parameter α reached saturation, i.e., the maximum visual 

response was observed after 1.5 h of quasi-static indentation tests and after 3.5 h of quasi-static 

tensile tests. Such a difference in the rate of parameter α may be due to the fact that during the 

indentation, the concentration of capsules remains unchanged. In turn, the shear fracture decreased 

the concentration of the capsules and activator particles per unit area of the DVIS. A sample after 

the quasi-static tensile tests up to fracture is shown in Figure 3.24. As seen, some portions of 

capsules and activator particles had remained on both parts of the sample [145].  
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Figure 3.24. Sample with the integrated DVIS after the quasi-static tensile test. 

3.3 Main results of Chapter 3 

• Model composites with the integrated DVIS were developed and presented as two 

demonstrators: a) the DVIS integrated into a composite, b) the DVIS as a separate layer, which 

was placed on a surface of a composite.  

• The DVIS as an external layer was developed as a prepreg. Exploitation parameters of the DVIS 

as a prepreg were defined, such as: type of fabric as a base, time and conditions of storage, and 

the ability to be removed from the surface after the use. 

• A visual response using the DVIS on different substrates was evaluated. The visual response 

depended on the substrate material - with a stiffer substrate, a more intensive visual response 

was obtained. For the different size balls, but the constant energy, the diameter of the place with 

a visual response was similar. Increasing energy led to increasing in the diameter of the place 

with a visual response and increasing in the average brightness of visual response. 

• For the DVIS as an internal layer, the correlation between the threshold of visualization of the 

load and protective epoxy coating thickness was defined.  

• The effect of the integrated DVIS on mechanical properties of composite was estimated. It was 

defined that the DVIS reduced the interlaminar shear strength roughly twofold when integrated 

into a composite. 

• Kinetics of colour change in the place of damage for composite samples with the integrated 

DVIS at the room temperature was measured. The maximal visual response could be observed 

in approximately 2 - 3 h, depending on the method of action on the composite sample – quasi-

static indentation tests without fracture and quasi-static tensile tests up to fracture.  

• The kinetics of darkening after the damage was described by a first-order differential equation 

of the reaction. The obtained values of reaction rate constants and allow to predict reaction’s 

run at room conditions. 
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GENERAL CONCLUSIONS  

The damage visual indication system for polymer composites was developed and 

validated.  

In the frame of the work, all tasks were fulfilled.  

Microcapsules for the DVIS were developed, their physical and mechanical properties were 

obtained experimentally and by analytical methods. Via in situ polymerization, two types of 

microcapsules were prepared with polyurethane and melamine formaldehyde shell materials. By 

varying synthesis parameters and amount of chemical components, microcapsules with different 

sizes and shell thickness were obtained. Laboratory synthesized and commercial microcapsules 

were compared by SEM images. By image analysis, shape regularity, smoothness of the surface, 

the presence of the remaining materials were compared, and as a result, for further work the 

commercial microcapsules were selected. Microcapsules size analysis was performed by dynamic 

light scattering, optical and SEM microscopy. Since microcapsules tend to agglomerate and 

additional sonication is needed before the measuring, image treatment in ImageJ in manual mode 

allowed to obtain the most precise results. Shell thickness was obtained from SEM images of 

manually broken microcapsules. Despite the stability of microcapsules till +350 °C defined by 

thermogravimetric analysis, stable colour response on the applied load was observed in the range 

-20 to +150 °C.  

Nanoindentation by AFM allowed to define mechanical properties of single microcapsules. 

Applying Reisner equation for shallow spheres, the elastic modulus was defined. This value 

showed a good correlation with the results of effective elastic modulus obtained by various 

analytical models (Reuss and Voigt models, Hashin-Shtrikman, Counto, etc.), known from the 

mechanics of composite materials and applied for the description of compression of spherical 

inclusions in a polymer matrix. However, elastic modulus values obtained by direct measuring of 

pure shell material could not be compared with previous results due to the great influence of the 

manufacturing method on material properties. 

Technologies for the manufacture of the DVIS as internal and external layers were developed 

and optimized. It was verified that in the manufacture of the DVIS it is possible to use two 

combinations of colour agent: microcapsules with leuco dye mixed with dye activator in 

microcapsules or as microparticles. For the quantitative estimation of the visual response on the 

damage, two algorithms of digital image analysis in the software Adobe® Photoshop® and 

Mathcad® were compared and used in the present work. By control of the fabric density after 

impregnation with microcapsules, the optimal impregnation procedure was developed. To make 

DVIS lighter by weight and decrease manufacturing costs, the quantity of microcapsules could be 
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decreased in two times, comparing to the nominal concentration of suspension. Fixation of 

microcapsules on the surface of the fabric could be realized by adding epoxy modified 

polyurethane-acrylic polymer which was polymerized by UV by mercury-quartz lamp with 

parameters 280-320 nm and 10.5 W/m2 for at least 15 min. 

For the DVIS as a separate layer, it was verified that it could be removed and exchanged 

after the use without any damage to the surface. Peel forces obtained for the DVIS prepreg with a 

glass fabric base (200-300 N/m) are in 2-3 times higher compared to that of with a nylon base (100 

N/m), but at least twice smaller than the usual forces for removing peel plies used in the 

manufacturing process of reinforced composites.  

DVIS allows indicate damage of the composite structure under compression and shear. The 

kinetics of darkening after the damage was investigated. The visual response was observed 

immediately after applied load (less than 1 s) and reaching the maximal response in 2-3 h. The 

kinetics of darkening after the damage was described by a first-order differential equation of the 

reaction. The reaction rate constants obtained allow one to predict its run at room conditions. 

The presence of the DVIS in the composite reduced the interlaminar shear strength roughly 

twofold. Such a significant reduction in the strength of load-carrying structures must be 

compensated, for example by adding carbon nanotubes or other nanoparticles. However, in the 

number of cases, the opportunity for a quick structural health monitoring can be more important 

than the priory known reduction in the strength of the material.  

The scientific novelty of the work could be described as follows: 

- The concept of the DVIS was firstly applied to structural composite materials and presented in 

two ways: as internal and external layers. 

- The DVIS was studied out from micro to macro levels, and fabrication technologies for both 

layers were developed.  

- The DVIS as an external layer was tested on the ability to be glued to the surface and to be 

replaced after use.  

- The DVIS as an internal layer was tested for the effect of this layer on the mechanical properties 

of the composite. 

- Kinetics of colour change after the applied load, the effect of storage temperature and durability 

of the DVIS were tested. 

For the practical application of the results of the research, Composite with the integrated 

DVIS was prepared as two demonstrators: a) the DVIS as a separate layer, which could be placed 

on a surface of existing construction or element, b) the DVIS integrated into a composite by 

vacuum bagging method. A Technology Readiness Level of the presented DVIS corresponds to 

TRL 4 – “Technology validated in lab” [146].   
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All experimental data and knowledge obtained during the work could be transformed into 

the future work with the next preliminary plans:  

- To apply experimental data for modelling of composite structure with the integrated DVIS.  

- To develop and test a composite structure with the integrated DVIS and with nanoparticles, thus 

compensating for the loss of mechanical properties. 

The significant finding to emerge from this study is that DVIS can improve exploitation 

safety and simplify the structural NDT process of polymer composites in constructions. The 

present DVIS approach can be used as one method of non-destructive testing, but it can be 

attributed to a broader concept - structural health monitoring. The DVIS indicates the existing 

problem, but other NDT methods may also be used to aid the interpretation of it. Presented concept 

of the damage visual indication system for GFRP composites allows to minimise inspection time 

and simplify non-equipment permanent inspection of large surfaces, promote the safe operation of 

composites for various applications. The opportunity of in-time refit or replacement opens. But in 

general, the DVIS as an external layer can perform a function of the sensor, fixing applied load for 

any object and the DVIS concept is not limited to composite structures only. 

Theses to be defended 

1. Effective elastic modulus of microcapsules can be evaluated using both Voigt and Reuss 

analytical models for the case of good bonding between microcapsules and matrix. 

2. The effectiveness of the developed Damage visual indication system for polymer composite 

structures (DVIS) have been demonstrated. DVIS as an external layer could be placed on top 

of the structure and removed after use without damage to the structural integrity. DVIS as an 

internal layer allows indicating damage of the composite structure under compression and 

shear. 

3. The visual indication efficiency of the DVIS have been demonstrated. Colour response is 

observed in seconds after the applied loads regardless of sample temperature in the range -20 

to +150 °C. The kinetics of darkening after the damage can be described by a first-order 

differential equation of the reaction. The reaction rate constants obtained allow one to predict 

its run and finish at room conditions.   
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