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Preface

This reprint compiles eight recent research papers and two review papers to provide insights
into the latest trends in geopolymer and alkali-activated materials (AAM). It introduces various
raw materials and manufacturing methods, covering diverse applications, such as lunar exploration
bases. Geopolymer cement, as opposed to conventional cement, is an alternative material with
superior properties, including heat resistance and acid resistance. Through this reprint, the
understanding and utilization of geopolymer and AAM as low-carbon emission alternatives to

traditional cement are expected to expand.

Sujeong Lee
Editor
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As efforts toward global sustainability converge with the imperative to reduce the
environmental impact of construction materials, extensive research and development is
underway in the field of geopolymers and alkali-activated materials (AAMs). This Special
Issue aims to comprehensively present the latest research findings, methodologies, and
crucial insights from leading researchers and practitioners in this field.

Our contributors, comprising outstanding researchers, scholars, and industrial experts,
have each brought forth new perspectives to enhance our collective understanding of
geopolymers and AAMs. Geopolymers and AAMs are gaining significant attention not
only for their potential to replace traditional materials but also for surpassing performance
expectations and serving as low-carbon, environmentally friendly technologies to address
climate change. The unique properties of geopolymers, such as their high strength, dura-
bility, and fire resistance, reinforce their position as eco-friendly alternatives. Moreover,
AAMs broaden the horizon of sustainable construction materials by incorporating a wide
range of raw materials, such as industrial by-products, waste, and biomass ash. This not
only makes a significant contribution to environmental sustainability but also enhances the
durability and overall performance of AAMs.

While past research primarily focused on understanding and improving the chemical
and physical properties of geopolymers and AAMs, recent studies actively explore the
utilization of various industrial by-products, waste materials, and biological sources as
raw materials. Research efforts are also directed toward predicting material properties
using machine learning, optimizing mix designs, and forecasting the characteristics of
geopolymers and AAMs. These materials find applications not only in construction but also
in diverse fields such as nanomaterials, aerospace, ceramics, and space exploration. Despite
these advancements, there is an ongoing need for fundamental research, standardization,
and specification improvements for geopolymers and AAMs.

This Special Issue features eight research papers and two review papers covering a
spectrum of topics. Ricciotti et al.’s [1] study demonstrates the production of metakaolin
geopolymer-based plaster by recycling waste generated in the production process of porce-
lain stoneware products, with excellent adhesion suitable for the restoration and preserva-
tion of artworks. Zue et al. [2] showcase the synthesis of low-temperature C-S-H using the
alkali activation of high-carbon biomass fly ash, a challenging material to recycle. Amin
et al. [3] employ machine learning to predict the mechanical properties of 156 geopolymer
concrete samples, exploring the efficiency of machine learning in enhancing the production
process of geopolymers. Kim et al. [4] investigate the positive influence of Ca additives
on the early strength of geopolymers, providing advanced insights into phase evolution
through a Rietveld refinement analysis. Ibraheem et al. [5] explore the diversification
of raw materials in AAMs by adding quarry rock dust and steel fiber, presenting effec-
tive ways to recycle waste resources and enhance strength. Kim et al. [6] manufacture
a porous alkali-activated material using zinc powder as a foaming agent, introducing a

Materials 2024, 17, 245. https:/ /doi.org/10.3390/mal7010245 1 https://www.mdpi.com/journal /materials
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novel reaction pathway compared to commonly used aluminum powder. Rozek et al. [7]
report on the performance of boroaluminaosilicate geopolymers in immobilizing heavy
metals, surpassing traditional cement concrete in metal fixation capabilities. Terrones-Saeta
et al. [8] demonstrate the production of ceramics with sufficient strength using chamotte
as an alumino-silicate raw material and potassium-rich biomass bottom ash as an alkali
activator. Ahmed et al. [9] provide a specialized analysis of geopolymer recycled aggregate
concrete made from recycled aggregates and geopolymers in terms of structural applica-
tions. Lee and Riessen [10] analyze the feasibility of manufacturing geopolymers from
lunar-simulant-based materials originating from lunar regolith, highlighting the growing
interest in lunar exploration.

This Special Issue highlights the synergy between academia, industry, and research
institutions, confirming their pivotal role in the continuous advancement of this field. The
collaborative efforts showcased on these pages signify the scientific community’s dedication
to adapting to ongoing global changes.

We extend our sincere gratitude to all the authors who contributed to this Special Issue.
Their invaluable research contributions made this Special Issue possible, and we genuinely
appreciate their efforts in advancing the sustainable development of construction materials.

In conclusion, we hope that this Special Issue serves as a comprehensive resource, fos-
tering innovation and dialogue among researchers, engineers, policymakers, and industry
experts in this dynamic field.

Conflicts of Interest: The author declares no conflict of interest.
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Abstract: Geopolymer cement (GPC) is a sustainable alternative to ordinary Portland cement (OPC)
that considerably cuts the emission of carbon dioxide linked to the building of concrete structures.
Over the last few decades, while a large number of papers have been written concerning the use of
GPC with natural aggregates and OPC with recycled aggregates, few papers have been devoted to
investigating the use of Geopolymer Recycled Aggregate Concrete (GRAC) in structural members.
Most of them show more interest in the mechanical strength of the material, rather than the structural
behavior of RC members. This review critically compiles the present and past research on the behavior
of structural members cast with different types and compositions of GRAC. The focus is on the few
research studies investigating the structural behavior of GRAC elements, with an analysis of the load-
bearing capacity, the load-deflection mechanism, shear behavior, tensile and flexural strength, and
ductility of GRAC structural members. This review aims to indicate the research and experimental tests
needed in the future for characterizing the behavior of structural members made up of GRAC.

Keywords: geopolymer cement; recycled aggregate; structural behavior; compressive strength;
flexural strength

1. Introduction

Ordinary Portland Cement (OPC) concrete is the world’s most common and most
widely used binding constructional material. It has a number of advantages as it is easily
available, has a low cost, and is durable. However, this cement is criticized due to the
emission of carbon dioxide during its manufacturing process. The production of OPC
accounts for 5% of the world’s CO, emissions; one ton of ordinary Portland cement releases
approximately 0.9 tons of CO; [1,2].

Moreover, the production of normal concrete requires a lot of natural aggregates, and
there are environmental impacts as a result of aggregate extraction, including conversion
of land use, erosion, loss of habitat of different species, etc. [3]. At the same time, a massive
amount of construction waste is produced every year due to the demolition of buildings
and other concrete structures [4].

To mitigate the environmental pollution due to the construction industry and the
excessive use of natural resources to produce OPC, the need arises for an alternative to
OPC made using natural waste materials, especially industrial by-products (i.e., slag).
In addition, it must also be efficient in terms of cost and characteristics [5].

The scientific community and the development sector are credited with developing
Geopolymer Cement (GPC) and the latest research shows that it is now one of the most
reliable alternatives to conventional constructional binding materials, i.e., OPC [6,7].

The material used for manufacturing GPC is mainly of geological origin and has
semicrystalline or amorphous aluminosilicate polymeric network structures. However,
different compositions and types of materials can be used for GPC production [8]. GPC pro-
duction involves mixing an optimum quantity of source materials and alkali activators,
then curing the prepared mixture at low or high temperatures. The source materials can be
metakaolin or coal-fired fly ash [9].

Materials 2022, 15, 8911. https://doi.org/10.3390/ma15248911 3
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GPC can also be produced when waste material such as fly ash, Ground Granulated
Blast Furnace Slag (GGBS), and clay containing aluminosilicate minerals are treated with
an alkali solution such as sodium hydroxide. The alkali solution helps reduce the setting
time of geopolymer cement [10].

GPC is promising as an effective alternative to OPC as it could limit the emission
of CO, gases and help reduce construction demolition waste [11]. Apart from being eco-
friendly, the use of GPC instead of OPC results in lower production costs with comparable
mechanical properties [12].

Geopolymer cement with aggregates produces geopolymer concrete. Due to the
compelling properties of geopolymer concrete, it is now used for various applications in the
construction sector, i.e., multifunctional plastering, and for thermal insulation [13]. It can
also be used for soil stabilization or coastal infrastructures [14].

The concept of a circular economy, which is playing an increasingly prominent role
in the definition of sustainable construction techniques and materials, promotes the use
of Recycled Aggregates (RA) for concrete production. The use of RA obtained from Con-
struction and Demolition Wastes (CDW) in the concrete industry can help preserve natural
aggregate resources and will reduce the need for landfill space, making the construction
industry more environmentally friendly and sustainable. The use of recycled aggregates
taken from CDW has more than two decades of tradition in the field of construction with
OPC concrete [15], as has been proven by various researchers [16].

However, the properties of recycled aggregate are not as effective as those of natural
aggregate. Indeed, the use of recycled aggregates for concrete structural members is
hindered by the attached mortar since it has some negative effects on the strength of the
mixture. It increases both the porosity of the recycled aggregate and the development of
two different Interfacial Transition Zones (ITZ)s, between the recycled aggregate and new
mortar and between the new mortar and attached mortar (Figure 1). The ITZ between new
and old mortar is the weak zone that causes the reduction in strength [17].

Natural Aggregate Interfacial Transition Zone (ITZ) Recycled Aggregate Attached Mortar
\ / % /
/

/

Cement Paste

Cement Paste Old Interfacial Transition Zone (ITZ) New Inferfacial Transition Zone (ITZ)

(a) (b)

Figure 1. (a) Interfacial Transition Zone between NA and cement paste; and (b) Interfacial Transition

Zone in the case of RA.

That is the reason behind the greater uncertainty about the mechanical properties
of concrete with RA, compared to that with NA, which limits the use of RA in OPC for
non-structural applications or structural use with a low replacement ratio. However, RA
efficiency can be significantly improved by treating the recycled aggregate with chemicals,
heat, and abrasion [18].

Geopolymer concrete makes it possible to use a larger amount of RA, as demonstrated
by research conducted in [19], where, with 100% use of recycled aggregates, concrete
compressive strength values in excess of 45 MPa were achieved, and thus it is certainly
compatible with the structural use of Geopolymer Recycled Aggregate Concrete (GRAC).

Le and Bui (2020) determined that the old concrete obtained from demolished construc-
tion waste can be mechanically crushed, sieved, cleaned, and sometimes also chemically
treated in order to obtain RA for structural GRAC [17]. These recycled aggregates can be
used in concrete as a partial substitute or full substitute depending upon the requirement [20].
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In this regard, it has to be pointed out that there is no unanimous consensus on the influence
of the compressive strength of the concrete used for the extraction of recycled aggregates on
the strength of the GRAC to be obtained, as some authors state that the latter depends on the
strength of the original concrete [21], and others only on the quality of the aggregates [22,23].

To study the environmental benefits of GPC, Almutairi et al. (2021) conducted compre-
hensive research and found that the use of geopolymer cement in the construction industry
will reduce 80% of carbon dioxide emissions associated with the production of concrete. It will
also be helpful in reducing the cost of raw materials required to produce concrete [24].

There is already significant ongoing research on the use of OPC with RA in structural
members, and some on GPC with NA, but there is very little research on the behavior of
structural members made of GRAC. The available data also provide conflicting results and
assessments on the efficiency of GRAC. To begin, this review paper briefly describes the past
and current research developments on the characterization of the mechanical properties of
GRAC and then focuses on the few experimental research papers investigating the behavior
of GRAC structural members, rather than the material itself.

2. Research Development on the Mechanical Properties of GRAC

Although research on making concrete from GPC has been going on for almost a
decade, no guidelines are yet available for making geopolymer concrete, and currently,
no empirical model is available for the reliable prediction of the compressive and tensile
strength of GRAC, since they depend on several factors such as binder types, aggregate
types, the molarity of the alkaline solutions, mixing procedure, casting temperature, and
environmental conditions [25].

This section analyzes some of the research conducted by various authors on the
mechanical strength of GRAC, focusing more on the use of different materials and the
RA replacement ratio for improving the main mechanical characteristics of GRAC that
influence the behavior of structural elements, such as the compressive strength, workability,
and tensile and flexural strength. The studies are presented according to the type of material
used for the preparation of GPC.

2.1. Fly Ash (FA)

Early GPC production techniques were based upon the use of FA, which is an efficient
binder, due to its richness in silica and alumina, and provides cement with high compressive
strength, especially when it is cured at a high temperature.

Uddin Ahmed Shaikh (2016) did an experimental study to discover the durability
and mechanical properties of GRAC made with FA (17% By Weight (BW)), sodium silicate
(5% BW), and sodium hydroxide 8 M (2% BW). RA was used as a partial replacement (15%,
30%, and 50%) of NA. GPC with 100% NA was used as a reference for comparison. The test
results showed that with an increase in RA content, the compressive strength, indirect
tensile strength, and elastic modulus of geopolymer concrete decreased whether the test
was performed after 7 or 28 days (Figure 2a) [25].

Moreover, it was found that the existing empirical models for OPC ((AS3600) [26]) and
for GPC (Ryu et al. [27], Diaz Loya et al. [28]) containing natural aggregates underestimate
the indirect tensile strength and overestimate the elastic modulus of GRAC (Figure 2b).

Nuaklong et al. (2016) performed a similar experimental study to find the effect of
NaOH concentration (8 M, 12 M, and 16 M) on GPC prepared with FA and sodium silicate.
Six different cylindrical samples with a 100 mm diameter and 200 mm height were prepared.
Three of the samples had 100% limestone (as the natural aggregate) and three samples
had 100% RA. The mechanical properties of GRAC prepared with FA (19% By Weight
(BW)), sodium silicate (6.9% BW), and sodium hydroxide 8 M, 12 M, and 16 M (4.5% BW)
were investigated.
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Figure 2. (a) Indirect tensile strength of GPC containing different percentages of NA and RA [27];
and (b) elastic modulus of GPC containing NA and RA [25,28].

The results showed that RA can be used in GPC with high calcium fly ash content.
In the case of 8 M NaOH, the compressive strength of GRAC was found to be approximately
76.93% of GPC with NA, and 93% and 91% for 12 M NaOH and 16 M NaOH, respectively.
In the case of 8 M NaOH, the flexural strength of GRAC was found to be approximately
95% of GPC with NA, while an increment of 4% and 7% was observed for 12 M NaOH and
16 M NaOH, respectively. Finally, 12 M NaOH was found to be most appropriate for GPC
with high calcium fly ash content [29].

Wongsa et al. (2020) conducted comparative research to discover the physical prop-
erties of Pressed Geopolymer Concrete (PGC) made with GPC. The GPC was prepared
with lignite coal fly ash, a sodium hydroxide solution (NaOH), and a sodium silicate solu-
tion. The GPC was mixed with RA obtained from demolition waste, Recycled Concrete
Block Aggregate (RB), and limestone dust to obtain concrete to be used for concrete blocks.
The RA and RB meshed into fine aggregates having a 4.75 mm diameter.

The results showed that: (a) pressed geopolymer concrete made up of limestone dust
exhibited more compressive strength, less porosity, and water absorption than concrete
made up of RB and RA; (b) the compressive strength of pressed GPC made up of RA and
RB was nearly equal to the strength of moderate strength lightweight concrete prepared
according to ACI 213 [30]; and (c) it was recommended that the pressed GPC with RA can
be used not only for structural applications but also to make hollow geopolymer-based
concrete blocks with better thermal insulation than cement-based concrete blocks [31].

Le and Bui (2021) studied the use of GRAC and the effect of the ratio between alkaline
activated solution (AAS) and FA and the use of the lignosulfonate superplasticizer. AAS
was taken as a combination of NaOH and a sodium silicate solution. Three different
AAS/FA values (0.4, 0.45, and 0.5) were used for testing. An alkali-activated binder
(geopolymer binder) was made using low calcium FA, a sodium silicate solution, a sodium
hydroxide solution, and a lignosulfonate superplasticizer. Specimens were cured both
at 60 °C and environmental temperature.

The results showed encouraging behavior of the GRAC specimen when the use of low
calcium fly ash was joined with curing at 60 °C, even if a 100% replacement NA with RA
was made, as a much lower decrease in strength was observed [32].

2.2. FA+GGBS (Flyash Combined with GGBS)

The use of GGBS, in addition to FA, increases the amount of aluminosilicate content,
increasing the compressive strength and modulus of elasticity, and making them less
dependent on the Water to Binder ratio (W/B). Moreover, it decreases the negative effect of
weak ITZ that affects RA strength, resulting in a higher compressive strength.

Hu et al. (2019) performed an experimental study to find the flexural strength of GRAC
members using different percentages of Ground Granulated Blast Furnace Slag (GGBS)
and recycled aggregates. Twelve different mixtures were prepared. NA replacement was
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prepared at ratios of 0%, 50%, and 100% by weight. Specimens of size 100 x 100 x 400 mm?
were prepared and tested under a three-point loading test.

It was found that the use of GGBS provides an increment of compressive strength
irrespective of the replacement ratio of RA, up to 100% when 30% of GGBS was used.
This was due to the increase in high calcium content after GGBFS addition, which ultimately
resulted in the formation of a gel phase that reduced the porosity.

The flexural strengths of the mixtures with recycled aggregate were found to be lower
than that of the corresponding mixtures with natural aggregate. A further decrease in
strength was observed with an increase in the RA percentage. The reason for the lower
flexural strength was the poor quality of the recycled aggregate and the low bonding
strength between the RA and the GPC. However, the flexural strength tended to increase
with the addition of GGBS. After the inclusion of 10%, 20%, and 30% GGBS, the flexural
strengths increased by 54%, 78%, and 92%, respectively, for the mixtures with 100% RA, and
51%, 60%, and 64%, respectively, for the mixtures with 50% RA [33], stressing that the addition
of GGBS is more efficient when concrete with a 100% RA replacement ratio is considered.

Xie et al. (2019) conducted an experimental investigation to find the combined effects
of FA and GGBS and considered the effect of W/B on the fresh and hardened properties
of GRAC. A total of 100% RA was used for the preparation of GRAC, with different
percentages of GGBS, FA, and the W/B ratio. The results revealed that the combination
of GGBS and FA provides encouraging results regarding workability and the mechanical
performance of GRAC.

Replacing the OPC matrix with FA/GGBS-based geopolymer improved the strength
of recycled aggregate concretes. The compressive strength of GRAC was found to increase
with a decrease in the W/B ratio, and with the inclusion of more GGBS content, the
compressive strength increased. The compressive strength of GRAC with 50% and 75%
GGBS content was found to be 50% and 180% higher than that of normal concrete [34].

Srinivas and Abhignya (2020) observed that by using FA and GGBS as a replacement
for cement and RA as a replacement for NA, GRAC beams, and columns, performed much
better than conventional reinforced concrete beams and columns referring to compressive
and flexural strength. The optimum replacement percentage of RA was found to be 30%
because with this replacement the ductile nature of both geopolymer and conventional
concrete beams was almost the same [35].

Moulya and Chandrashekhar (2022) performed an experimental study to find the effect
of the recycled aggregate replacement ratio on the strength of GRAC. The geopolymer concrete
was made with a fixed ratio of GGBS to FA (50:50), and a sodium hydroxide concentration of
8 M was used. NA was replaced with RA at percentages of 0%, 10%, 20%, 30%, 40%, 50%,
60%, 70%, 80%, 90%, and 100%, and tests were performed after 3, 7, 14, and 28 days.

The results indicated that as the percentage substitution of RA increased, the com-
pressive strength of the GRAC was reduced, but it was also found that the strength of
GRAC increased with age/casting days. The maximum compressive strength of GRAC
was found to be 60.02 MPa after 28 days with 70% RA replacement, which was very close
to 100% natural aggregate geopolymer concrete. Hence, in this experimental analysis, it
was recommended that a combination of FA and GGBS be used, with 8 M NaOH and 70%
RA replacement for precast construction with environmental curing [36].

2.3. Metakaolin (MK)

Recently, the use of MK as a binder in GPC has been growing, since it is characterized by
a high alumina and silica content and high reactivity due to its pozzolanic nature. Its high
reaction speed with calcium hydroxide produces calcium aluminates hydrates and silicon
aluminates that reduce the percentage of voids in concrete, improving its mechanical behavior.

In (2018) Nuaklong et al. (2018) modified the former mixture for GPC using MK with
fly ash-based geopolymer concrete and performed a comparative assessment of the use of
NA and 100% RA concrete. Two different schemes were adopted using: (1) Limestone as
the natural aggregate in geopolymer concrete; (2) 100% recycled aggregate in geopolymer
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concrete. It was found that when the metakaolin amount was increased, the compressive
strengths of GRAC with metakaolin (0, 10, 20, and 30%) were 32.9, 40.4, 45.0, and 47.2 MPa,
respectively. GRAC mixtures with metakaolin achieved approximately 15-34% higher
compressive strength than concrete without metakaolin. This enhancement of compressive
strength was due to increased geo-polymerization and denseness of the microstructure. In-
creasing metakaolin from 10% to 30% also led to an increase in the splitting tensile strength
from 2.9 to 5.4 MPa for GPC with NA and from 2.7 to 3.5 MPa for GRAC. The strength of
geopolymer concrete also increased in both types (1 and 2) since the compressive strength
of (1) was almost 7-19% higher than (2). Moreover, the researchers stressed that usually, the
formation of geopolymer occurs by casting geopolymer slurry in the mold with a significant
amount of alkali solution, increasing the chances of high porosity. These pores can act as
a point of stress concentration and mechanical failure. In this context, the application of
pressure reduces porosity [37].

Muduli and Mukharjee (2019) conducted an experimental study on the flexural
strength of members made of GRAC. A total of 15 samples of size 100 x 100 x 500 mm?
were prepared with different percentages of MK and RA. Flexural strength tests were
performed 28 days after casting. It was found that the sample without RA and MK had a
flexural strength of 4.59 MPa, which decreased to 4.22 MPa and 3.9 MPa with the addition
of 50% and 100% RA, respectively, in the concrete mix. The reason for the reduction was
found to be poor bonding between RA and GPC and the presence of loose residual mortar
attached to RA. MK proved to be efficient for the increase in flexural strength. For members
having 50% RA, flexural strength gains of 2.8%, 8.1%, 9%, and 4.7% were observed with
the incorporation of 5%, 10%, 15%, and 20% metakaolin, while 4.6%, 11.3%, 13.8% and 10%
flexural strength gains were detected for concrete with 100% RA [38]. These results prove
that MK is more efficient in increasing tensile strength, even with the higher replacement
ratio of recycled aggregates.

Lee et al. (2020) stressed that superplasticizers can be used to improve the workability
of concrete, but when they are applied to calcium-rich, alkali-activated materials, they
give inconsistent results; by contrast, the use of Methyl Isobutyl Carbinol (MIBC) and
polycarboxylate superplasticizers is found to be effective in improving the workability and
strength of MK-based geopolymers, especially after 7 days [39].

Berhanul et al. (2021) examined the effect of metakaolin as a cement replacement on
the properties of fresh and hardened recycled aggregate concrete and natural aggregate
concrete. The recycled aggregates were obtained from first-hand cast laboratory cubes
whose compressive strength was already known.

Different concrete mixtures were prepared and tested with different percentages of
recycled aggregates and MK. Namely, 0%, 6%, 12%, 18%, and 24% replacement of OPC with
MK, and 0%, 25%, 50%, 75%, and 100% replacement of NA with RA was made. The results
showed that the use of metakaolin as a cement replacement improved the strength of
GRAC. In the case of GRAC with 100% replacement with RA, the optimum content for
OPC replacement with MK was found to be 6% [40].

Xu et al. (2021) reviewed the current research on the mechanical properties of GRAC,
confirming that GPC in GRAC is an ideal substitute for cement and, similarly, RA is also an ideal
substitute for NA because of its environment-friendly effects. The strength of GRAC depends
on many factors such as the type of geopolymer, the casting temperature, the type of aggregates,
etc. But these strength-influencing factors are similar to those for GPC, and there is a lack of
research on the use of GRAC so the focus must be on the practical use of GRAC [41].

2.4. Mixing Procedure

Treatments of RA to reduce the unfavorable influence on GRAC mechanical properties
lie beyond the scope of this review. Here, we will just mention that to mitigate the risk
of failure due to the ITZ of recycled aggregates, Liang et al. (2013) previously proposed
two different mixing procedures, named the Mortar Mixing Approach (MMA) and the
Sand-Enveloped Mixing Approach (SEMA).
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The schematic diagrams of both methods are given in (Figure 3). In the SEMA method,
RA underwent pre-surface treatment 7 days before mixing, obtaining a higher 28-day
compressive strength as compared to that of recycled aggregate concrete made with the
MMA method. Due to these mixing processes, an additional layer of cement formed
on the aggregate surface, which decreased its porosity as well as reduced its high-water
absorption; this ultimately resulted in an improvement in strength. The results obtained
showed that using MMA improved the compressive strength of concrete made with 100%
coarse RA. However, these methods generate an increase in cost and casting time [42].

------------------------------ [ R
i » r - r 5 g I N -
| Cement+Sand | M’S’;’E“‘%SW | Recycled | szofr:?zgsgo | Fresh Concrete | | Sand+75%of | M‘““ﬂ’; 0| AddCement ! er:tfolg 5 Recycled I ME{EZ{:LQO | Fresh Concrete :
SECon Seconas
| +75% of Water I_b: Aggregate + I_’: : : Water :———’: I : g‘?ug;;e + | __NI |
ater
F— . el . R . —— . peadestl e |
(a) (b)

(a) Nuaklong et al, {2018)
80

(d) Nuakiong et al. (2018)
60 .

—a—10
—e—18

40 &0
Reycled Aggregate (%)

Recycled Aggregate Replacement (%)
——0 =100

Compressive Strength (PG)
mpressive Strength (MPa)

w = =

; w5 &

L
Compressive Strength (MPa)
5
5
&

Figure 3. Schematic diagram of (a) the Mortar Mixing Approach (MMA) method; and (b) the
Sand-Enveloped Mixing Approach (SEMA) method [42].

Recently, Algarni et al. (2021) proposed a new two-stage mixing approach with silica
fume and cement. In this treatment process, a cement-silica fume slurry solution was
prepared by mixing the cement and silica fume in different percentages with water by
weight. RA was dried in an oven for a day and then cooled. After that, the RA was mixed
with a cement-silica fume slurry solution for about 30 min; this treatment was found to
increase the compressive strength of concrete [43].

2.5. Comparison of Results

Figure 4 shows a comparison of the results reported by three different researchers,
namely, Nuaklong et al., 2018 [37], Muduli and Mukharjee (2019) [38], and Berhanul et al.,
2021 [40], showing the effect of metakaolin increases and/or the percentage of recycled
aggregate replacement on the compressive strength of GRAC.
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Figure 4. Relationship between the compressive strength of GRAC with different percentage contents of
RA and MK. (a) compressive strength variation with different percentage of MK for 0% and 100% RA
replacement [37]; (b) compressive strength variation with different percentage of MK for 0%, 50% and 100%
RA replacement [38]; (c) compressive strength variation with different percentage of MK for 0%, 50% and 100%
RA replacement [40]; (d) compressive strength relation with different percentage of RA for different percentage
of MK [37]; (e) compressive strength relation with different percentage of RA for different percentage of
MK [38]; (f) compressive strength relation with different percentage of RA for different percentage of MK [40].
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Figure 4a,b shows that the larger the replacement with MK, the larger the increase in
the compressive strength; surprisingly, the increase is more evident for NA than for RA. By
contrast, the results of Berhanul et al. (2021) [40], shown in Figure 4c, show an optimum
MK replacement ratio, and the larger the recycled aggregate replacement ratio, the smaller
the value of the optimum MK replacement ratio.

This trend is not reflected in most of the other research in the literature. Figure 4d,e
shows the generalized reduction in the compressive strength with an increase in the RA
replacement ratio; interestingly, the larger the MK content, the smaller the compressive
strength reduction due to the use of RA.

A more comprehensive comparison of the different approaches to compensating the
strength reduction due to the incorporation of significant amounts of recycled aggregates is
reported in Figure 5, where the results of tests on both compressive and flexural strength
(green line) are reported for different binders and recycling aggregate replacement ratios.
From the discussion above and by critically analyzing the data represented in Figure 5, it can
be seen that in the past, the strength and properties of GPC were not enough to incorporate
a large percentage of recycled aggregates. Hence, low-quality GRAC was produced with
less strength. However, with the modification in the chemical composition of GPC, i.e.,
by the addition of MK mixed with a NaOH solution with different concentrations and
GGBS, a significant improvement was observed in the strength of GRAC, and encouraging
results were obtained. In most studies, it was found that the strength was increased with
the addition of more MK and GGBS, while it was reduced with the addition of more RA.
However, in Nuakalong et al. (2016) [29], an optimal value of NaOH was found to be 12%
while in Berhanul et al. (2021) [40], with MK, it was found to be 6%. The above results are
qualitatively represented in Figure 6.
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Figure 5. Comparative overview of previous research on GRAC strength with the inclusion of
different percentages of RA and other materials (MK and GGBS) [29,33,37,38,40].
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3. Research Progress on the Structural Members Made up of GRAC

This section focuses on the structural behavior of GRAC members, reviewing recent re-
search developments on flexural strength, the load-bearing capacity, the load-displacement
relationship, and the shear behavior of GRAC structural members. The results are discussed
on the basis of the results reviewed in the previous section. Most of the research is devoted
to investigating the flexural behavior of GRAC-reinforced beams with fixed concrete prop-
erties and the RA replacement ratio being varied, while only one paper investigated the
behavior of a shear critical beam [44], and another investigated the behavior of a reinforced
column under an axial load. Lastly, one paper (Romanazzi et al. (2022) [45]) is devoted to
investigating the bond-slip relationship of reinforced GRAC elements.

Thangamanibindhu and Murthy (2015) carried out research on the behavior of environ-
ment-cured GRAC beams. The GPC was prepared using GGBS, FA, and sodium silicate
solution. Sodium hydroxide was used as an alkali activator, and a superplasticizer was
used to improve the mechanical characteristics. A total of nine beams were cast having
a dimension of 100 x 200 x 1200 mm?, longitudinal and hanger reinforcement #2 with
2 =10 mm, stirrups of @ = 6 mm with a pitch of 100 mm, and tested in flexure. Three beams
were prepared with conventional concrete mixes having a 0%, 10%, and 30% replacement
of RA (1). Six beams had varying proportions of FA (12.6-8.33% BW), GGBS (4.2-8.5% BW),
and recycled coarse aggregates (0%, 10%, and 30%) (2). A four-point loading scheme was
used in the test. It was found that the average ultimate loads for GRAC beams ranged
from 65 kN to 103.55 kN, while for (1) it ranged from 38.1 kN to 55.6 kN. Moreover,
the cracking load of GRAC beams was found on average to be 30% more than that of
conventional reinforced concrete beams. The load-carrying capacity of all the beams
decreased when a larger quantity of recycled aggregates was incorporated. The same load-
deflection characteristics were obtained for ordinary reinforced cement concrete beams and
geopolymer concrete with 10% replacement of RA. The deflection for (2) ranged between
5.28 mm and 7.04 mm and for (1) it ranged between 3.35 mm and 4.54 mm. The failure
behavior of geopolymer concrete beams was found to be similar to that of cement concrete
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beams, as both types of beams failed initially due to the yielding of the tensile steel; then
concrete crushing occurred [46].

Kathirvel and Kaliyaperumal (2016) conducted an experimental study to investigate
the influence of RA obtained from demolished construction waste on the flexural behavior
of GRAC beams. The casting of GRAC occurred at room temperature. GGBS (19.71% BW),
NaOH (3.28% BW), sodium silicate (6.5% BW), and superplasticizers were used to achieve
high strength. A total of six beams with dimensions of 1.5 m x 0.1 m x 0.15 m, having
#2 @12 mm & longitudinal bars, #2 @ 8 mm & hanger bars, and stirrups of 6 mm @100 mm
c/c were cast. Five beams were of geopolymer concrete having 0%, 25%, 50%, 75%, and
100% replacement of RA, and one beam was normal concrete. All beams were tested under
a four-point flexure load scheme similar to that indicated by ASTM C1161 [47]. RA was
pre-wetted to mitigate the consequence of the rapid reduction in concrete workability.

The results revealed that with an increase in RA content, there was a slight decrease
in initial stiffness. Due to pre-wetting and the inclusion of plasticizers up to 50% RA
replacement, the compressive strength and water absorption characteristics improved
(Figure 7a), while with the replacement of NA with RA up to 75% the load-bearing capacity
of beams increased (Figure 7b). By contrast, it started to decrease after the replacement

exceeded 75% [19].
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Figure 7. (a) The compressive strength of cylindrical specimens with different percentages of RA
after 7 and 28 days; (b) the load-carrying capacity of beams at various RA replacement ratios [19].

Deepa and Jithin (2017) performed an experimental study to find the strength and
behavior of GRAC beams. RA taken from demolition waste were used as coarse aggregate.

The ingredients of GPC were low-calcium FA (Class F), sodium silicate alkaline so-
lutions, and a sodium hydroxide solution. Coarse aggregate, fine aggregate, and super-
plasticizer were used with GPC to prepare GRAC. NA were replaced with RA with the
following percentages: 20%, 30%, 40%, 50%, and 60%. The optimum replacement ra-
tio was found to be 40% on the basis of workability. Beams were cast of dimensions
175 mm x 150 mm x 1200 mm, having #2 @ 10 mm & and #1 @ 6 mm @& longitudinal
bars, #2 @ 6 mm @ hanger bars, and stirrups of 6 mm @100 mm c/c. The beams were
then subjected to a bending test. From the experimental study, it was concluded that there
was a slight reduction in strength and deformability with the addition of RA (Figure 8b).
The flexural strength of a GRAC beam with 20% RA replacement was 4% lower than that
of a geopolymer concrete beam with 100% NA, while the reduction was 31% for the GRAC
beam with 60% RA replacement. It was also observed that the GRAC beams showed a
larger size and increased number of cracks as compared to normal geopolymer concrete
beams (Figure 8a). This is due to the porous structure of the recycled aggregates which
produces a reduction in the tensile strength of GRAC [48].
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Figure 8. (a) The crack pattern of geopolymer concrete beams and GRAC beams; and (b) the load-
deflection curves of geopolymer concrete beams and GRAC beams [48].

The main aim of the experimental study performed by Srinivas and Anhignya (2021)
was to determine the optimum percentage of RA for GRAC and to study the behavior
of structural members (beams and columns) when subjected to axial compression or
bending. Recycled aggregates were obtained from demolition waste and mixed with
geopolymer cement to produce GRAC. In the production of GRAC, GPC was prepared
using fly ash (13.68% BW), GGBS (2.41% BW), and an alkaline solution (sodium silicate
and sodium hydroxide). Naphthalene sulphonate formaldehyde and superplasticizers
were used for better strength of GPC. In this experimental study, 20%, 30%, 40%, 50%, and
60% replacement of recycled aggregates was made. Three beams and three columns of
dimensions 150 mm x 150 mm x 1200 mm were prepared. The beams were tested under a
four-point loading test and the columns were tested under axial loading.

The results revealed that based on mechanical properties and workability, the optimum
replacement percentage of RA was 40%. The crack pattern and failure mode of GRAC
beams and geopolymer concrete beams were the same. GRAC columns with 40% of RA
in axial compression behaved in the same way as geopolymer concrete beams. Due to the
inclusion of naphthalene sulphonate formaldehyde, it was also found that almost 8% more
ultimate load strength was obtained for GRAC as compared to geopolymer concrete beams;
it was thus suggested that GRAC is a practical and eco-friendly solution [49].

Zhang et al. (2021) conducted a comparative study on GRAC and ordinary recycled
aggregate concrete beams (OPC with RA). Static loading tests were conducted on three
ordinary recycled aggregate concrete beams and seven GRAC beams. Metakaolin-based fly
ash geopolymer and alkaline solution were used in the preparation of GPC. MK was used
at 5.65% BW, while fly ash and potassium silicate were used at 5.65% BW. The test variables
included the RA replacement ratio, the replacement pattern, and the reinforcement ratio.
Three replacement ratios (30%, 70%, and 100%) of RA were taken. The conventional
aggregate replacement pattern was to replace the same percentage of all particle sizes but
in a new, larger replacement pattern; (up to 19 mm) NA particles were replaced with RA,
and a 70% replacement ratio was used/set in both replacement patterns. Ten reinforced
concrete beams with dimensions (1800 mm (L) x 100 mm (W) x 250 mm (H)) having the
same geometry but different concrete types and replacement ratios were made. The bottom
longitudinal reinforcement of eight beams was #2 @ 14 mm &, one beam was #2 @ 10 mm
#, and one was #2 @ 18 mm g. For all beams, the hanging bars were #2 @ 10 mm g and
stirrups were 6 mm & @ 100 mm spacing.

The tests revealed that the geopolymer concrete has the same compressive strength
as ordinary concrete but with a smaller elastic modulus (e.g., 28.9 GPa for ordinary and
10.2 GPa for geopolymer) because Young’s modulus of geopolymer concrete is affected
by a microstructure based on speciation of the alkali silicate activating solutions as well
as the properties of the aggregates. Because of this, GRAC beams have a lower height of
the neutral axis and more deflection than ordinary recycled aggregate concrete beams at
the same loading (Figure 9a), depending on replacement patterns. The ultimate deflection
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was found to be 17.9 mm for CC14-100 (ordinary concrete beam with longitudinal bars of
14 mm o with 100% RA), 19 mm for GC14-100 (geopolymer concrete beam with longitudinal
bars of 14 mm o with 100% RA), 12.7 mm for CC14-70-L (ordinary concrete beam with
longitudinal bars of 14 mm @ with a 70% replacement of large natural aggregates), and
21.9 mm for GC14-70-L (geopolymer concrete beam with longitudinal bars of 14 mm ¢ with
a 70% replacement of large natural aggregates) (Figure 9b). GRAC beams also had a slightly
lower cracking load, ductility, and bending capacity. It was also found that the cracking
load and cracking moment of the GRAC with 100% RA were found to be approximately
23% lower compared to the ordinary concrete beam with 100% NA. In this study, a high
alkali solution was used which reduced the elastic modulus. When the alkali concentration
was reduced, the geopolymer concrete showed better results [50].
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Figure 9. (a) The load-displacement curves of geopolymer and ordinary Portland cement beams; and
(b) the load-displacement curves of GRAC with different ratios and replacement patterns [50].

Aldemir et al. (2022) were the only researchers who investigated the shear behavior
and structural performance of GRAC beams in detail. A new type of geopolymer concrete
was prepared from demolition wastes. Roof tiles, red clay, hollow bricks, and concrete
rubble were used as wastes along with slag, fly ash, sodium hydroxide, and sodium silicate.
In this study, four different mixes were prepared: (1) GRAC, (2) geopolymer natural
aggregate concrete, (3) ordinary recycled aggregate concrete, and (4) normal concrete.
In previous studies, the authors found that with the addition of RA both in ordinary
concrete and in GPC, workability and compressive strength decreased but, in this study,
it was assessed that, when the same Water Cement Ratio (W /C) ratio is used, in GRAC
the porosity of the concrete decreased because part of the water is absorbed by the RA,
thus increasing the strength of the concrete. Three shear span-to-effective depth ratios
(a/d = 0.5, 1, 1.65) were used to examine the different failure modes. Four beams of
dimension 150 x 250 x 1100 mm3 were cast for each shear span-to-effective depth ratio and
each concrete mix type. Then, 4-point bending tests were performed to determine the shear
behavior of the beams. Parameters including load-deflection curves, moment curves, and
crack propagation were used to assess the mechanical performance of the beams. It was
also found that the compressive strength of the members made of this GRAC was 3% higher
than that of conventional concrete members. The results indicated that the beams made up
of geopolymer concrete exhibited a similar performance to normal concrete beams of the
same grade. However, when recycled aggregates were used, then the failure mechanism
shifted from flexure-dominated to shear-dominated. This shift was more common in the
beams with a larger span to an effective depth ratio [44].

Raza et al. (2021) performed an experimental study on the structural performance
of GRAC columns with glass fiber-reinforced composite bars and hooks subjected to a
compressive axial load. Nine mid-scale circular columns of dimensions 250 mm x 1150 mm,
having six, eight, or ten longitudinal reinforcing bars (reinforcement ratio of 1.57%, 2.11%,
and 2.6%), and pitch hooks at 75 mm, 150 mm, and 250 mm (corresponding to a transversal
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reinforcement volumetric ratio of 1.42%, 0.71%, and 0.50%, respectively) were tested.
The mix design of GPC was chosen with the following proportion by weight: RA 50.13%,
sand 21.18%, water 5.20%, sodium hydroxide solution (14 M) 1.65%, FA 10.236%, GGBS
6.89%, superplasticizer Sika ViscoCrete-3425 0.16%, and sodium silicate 4.44%.

GRAC was prepared with the 100% replacement of NA. The axial force-displacement
curves in Figure 10 stress the influence of the GFRP longitudinal reinforcement ratio and
circular hoop spacing on the strength and deformation capacity of the GRAC. The authors
noted that an increase in the number of longitudinal GFRP bars up to eight improved the
axial load capacity of GRAC members, while a further increase to ten bars reduced the axial
load capacity of the specimens. Reducing the hoop pitch from 250 mm to 150 mm produced
an average increase in the axial load capacity by 6.3%, while a further reduction in the
spacing to 50 mm produced a total gain of 1.13%. A noticeable increase in the ultimate
deflection, i.e., the deflection of the post-peak softening branch at which the specimen
attains 85% of its load capacity, was only found when ten vertical reinforcing bars were
put in place (21% and 25% for pitch reduction from 250 mm up to 150 mm and 50 mm,
respectively), while a clear trend was not revealed for six and eight longitudinal rebars [51].
The results prove that the effect of confinement provided by transversal reinforcement can
be fully exploited to prevent the buckling of a longitudinal bar, i.e., the longitudinal bar
diameter is large enough to avoid buckling phenomena with the chosen hook pitch.
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Figure 10. The load-displacement curves of GRAC columns with different reinforcement from glass
fiber reinforced composite bars. (a) With 6 mm diameter bars and a hook pitch of 75 mm, 150 mm,
and 250 mm, (b) with 8 mm diameter bars and a hook pitch of 75 mm, 150 mm, and 250 mm, and
(c) with 10 mm diameter bars and a hook pitch of 75 mm, 150 mm, and 250 mm [51].

The bond strength between the concrete and steel reinforcement is essential for the
ultimate strength of the structural members. Romanazzi et al. (2022) performed an experi-
mental investigation to examine the bond behavior of GPC with steel bars and sand-coated
Glass Fiber Reinforced Polymer (GFRP) bars using a pull-out test. The test results revealed
that the adhesion bond characterizing the behavior of GPC is stronger than that shown
with OPC, both for sand-coated GFRP bars and deformed steel. However, the ultimate
bond strength of GPC with steel bars was two to three times higher than that of sand-coated
GFRP bars. This is due to the fact that there is adequate mechanical interlocking and a
good bond strength between the GPC and steel bars, irrespective of the bar diameter. Thus,
in the case of GFRP bars, the predominant mechanisms are those of adhesion and friction,
while between concrete and steel bars, the predominant contribution is that of mechanical
interlocking [45].

4. Discussion

e  The use of geopolymer concrete with recycled aggregate is a complex topic. The ef-
ficiency of GRAC depends on several factors: the type and composition of GPC, the
molarity of the alkaline solutions, the mixing procedure, the curing temperature and
environmental conditions, and the mechanical and chemical characteristics of the RA
and ITZ; how these factors relate to the amount and characteristics of the attached
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mortar; the extraction process from the demolition construction waste; and, lastly, the
replacement percentage of RA with NA, etc.

The type of geopolymer cement created is one of the most important aspects, as
different amounts and types of chemicals are used in the production of GPC. In older
studies, GPC was prepared with fly ash and the results were not very encouraging
(the recycled aggregate replacement ratio was limited to 30-40%).

In recent research, it was found that when metakaolin and GGBS-based GPC were
used, larger values of replacement ratios (up to 100%) can occur without a significant
reduction in the flexural strength of the structural member. The tensile strength of
GPC concrete can increase the cracking strength of the beam, which decreases with an
increase in the RA replacement ratio; however, OPC with NA-reinforced beams and
GRAC-reinforced beams usually exhibit a similar failure mode and cracking pattern.
Only a shear-critical beam can exhibit premature failure when GRAC with a large RA
replacement ratio is used.

A large amount of RA can cause workability issues, but from the latest research, it
was also found that the use of polycarboxylate superplasticizers and methyl isobutyl
carbinol (MIBC) can improve workability, allowing for a reduction in the W/B ratio
and increasing the strength of metakaolin-based geopolymers.

In this regard, it must be pointed out that most of the research was performed using
RA in a saturated surface condition which reduces the compressive strength and elastic
modulus of the concrete.

The excessive use of alkali activators reduces the elastic modulus of concrete, causing
an increase in beam deflection. Hence, a precise quantity of alkali activators in relation
to other materials should be used in GPC production. There is not yet a unanimous
consensus on the exact quantity and type of material; therefore, the quantity and type
of GPC should be chosen depending on the characteristics of available RA.

An Interfacial Transition Zone (ITZ) develops between the attached mortar and the new
cement paste. This is one of the weakest zones, so proper chemical and mechanical
treatment is advised before using RA. It was found in the latest research that the
addition of fillers and fly ash is helpful to fill the pores of RA, thus reducing the
vulnerability of failure along the ITZ; to this aim, the Two Stage Mixing Technique
(TSMA) can also be adopted, in which a cement coating forms on the surface of the
recycled aggregate, thus filling up the cracks before actual mixing of concrete.

From the literature review, it is seen that there are no general limits to the use of
coarse RA in a concrete mixture. Some of the former researchers recommended a
maximum 30% replacement of NA with RA, while recent researchers suggest that the
RA replacement can be up to 50% or 100% if the mix design, batching methodology,
and moisture condition of the RA are properly handled. In most of the research, the
use of a 70% RA replacement ratio does not significantly affect the load capacity and
only slightly affects the deformability of the GRAC beam loaded in flexure.

In general, much research is still needed to identify the optimal mix design and to
optimize the production methods and rules for setting the geopolymer concrete and its
mechanical properties, particle size distributions, and aggregate processing for the pro-
duction of GRAC. However, current knowledge already makes it possible to produce
GRAC with a predetermined class of compressive strength, while its tensile strength
and related characteristics, such as the bond between GRAC and reinforcement, related
cracking phenomena, and ductility that can be conferred through confinement, are
more uncertain.

Particular attention must be paid when GRAC is to be used in conjunction with GFRP
bars, since the confinement of the transverse reinforcement, which is able to provide an
increase in compressive strength, is not always effective in increasing the deformation
at the decay of resistance to 85% of the maximum value, and, more generally, ductility
and toughness, a condition which can only be achieved in the presence of an adequate
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number of longitudinal bars capable of transferring the confinement action exerted by
the transverse reinforcement more uniformly.

e Regarding the bond between GRAC and reinforcement, GRAC has exhibited promis-
ing behavior when used in conjunction with steel cold-form reinforcement, while
bond strength is reduced up to 33% when used with sand-coated GFRP bars. This is
because the predominant influence ensuring the bond between concrete and steel
bars is mechanical interlocking, while in the case of GFRP bars, the predominant
mechanisms are those of adhesion and friction.

e Itisalso found that no research has been conducted on the beam-to-column joint made
up of GRAC. The beam-column joint is one of the most vulnerable structural members
belonging to moment-resisting frames made of cast-in-situ concrete. Thus, in order to
prove the effectiveness of GRAC, this aspect should also be analyzed.

e Similarly, a research gap has been found regarding the seismic behavior of GRAC
structural members. The seismic assessment of GRAC structural members should
be carried out in order to evaluate the ductility and energy dissipation capacity of
reinforced GRAC for construction in seismic areas.

e  Therefore, from the above literature review, it can be concluded that there is still a
need for experimental tests that study the behavior of structural members made up of
GRAC, characterizing the phenomenon of bond, the strength and ductility of members
subjected to bending with or without axial load, and the shear strength of members
with and without transverse reinforcement. Moreover, there is a need for studies
focusing on the influence of the casting and curing conditions on the mechanical
strengths of the structural member.
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GRAC  Geopolymer Recycled Aggregate Concrete
orc Ordinary Portland Cement

GPC Geo Polymer Cement

GGBS  Ground Granulated Blast Furnace Slag
RA Recycled Aggregates

ITZs Interfacial Transition Zones

NA Natural Aggregate

MK Metakaolin

HCFA  High Calcium Fly Ash

PGC Pressed Geopolymer Concrete

RB Recycled Concrete Block Aggregate
FA Fly ash

MMA  Mortar Mixing Approach

SEMA  Sand-Enveloped Mixing Approach
GFRP  Glass Fiber Reinforced Polymer
TSMA  Two-Stage Mixing Technique

BW By Weight

W/B Water to Binder ratio

MIBC  Methyl Isobutyl Carbinol

W/C  Water Cement Ratio
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Abstract: This contribution presents the preparation and characterization of new geopolymer-based
mortars obtained from recycling waste deriving from the production process and the “end-of-life”
of porcelain stoneware products. Structural, morphological, and mechanical studies carried out on
different kinds of mortars prepared by using several types of by-products (i.e., pressed burnt and
extruded ceramic waste, raw pressed and gypsum resulting from exhausted moulds) point out that
these systems can be easily cast, also in complex shapes, and show a more consistent microstructure
with respect to the geopolymer paste, with a reduced amount of microcracks. Moreover, the excellent
adhesion of these materials to common substrates such as pottery and earthenware, even for an

elevated concentration of filler, suggests their use in the field of technical-artistic value-added
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applications, such as restoration, conservation, and/or rehabilitation of historic monuments, or
simply as materials for building revetments. For all these reasons, the proposed materials could

represent valuable candidates to try to overcome some problems experienced in the cultural heritage
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1. Introduction

Ceramic products embody a fundamental segment of the Italian manufacturing indus-
try: currently, this business, which includes the production of sanitary ceramics, ceramic
tiles and slabs, porcelain and tableware, technical ceramics and bricks, and refractory
materials, includes 279 companies and over 27,500 employees with a turnover of 6.5 billion
euros [1]. In particular, porcelain stoneware represents the main type of production in the
Italian ceramic industry: 400 million square metres were manufactured in 2019, accounting
for about 80% of the total production [1].

Porcelain stoneware is composed of illitic kaolinitic clays, sodium-potassium feldspars,
and feldspar sands as the predominant parts and chromophoric oxides (usually iron and
titanium oxides) as the minor part [2]. It is characterized by very low porosity and presents
remarkable technological properties such as high mechanical, chemical, abrasion, and stain
resistance [3]. These features make it an ideal material for applications in several areas,
from building components such as floors to producing artistic objects.

In terms of environmental impacts, the main factors affecting the production of porce-
lain stoneware are polluting emissions, the extraction of raw materials and their transport
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(lead, fluorine, boron, powders, CO,) [4,5], the consistent consumption of energy (mainly
consumption of methane gas), water, and the production of solid wastes that usually are
destined for landfills [4,5]. Indeed, it has been estimated that about 15 to 30% of this
production is considered a by-product and/or waste generally intended for landfills.

Recently, ceramic products and their by-products have been used as fillers in cementing
materials for improving their durability and mechanical performances, thanks to the
presence of silicoaluminate crystalline components [6]. However, the reuse of ceramic
scraps in the building field is rather negligible and in the early stages of its diffusion [7].

The research for alternative sustainable materials has gained great attention due to
the green policy introduced by the European Union through the introduction of the Next
Generation EU package [8], based on the circular economy and the Italian Ecological
Transition Plan, and has created effective routes for the reuse and valorization of a massive
amount of industrial wastes.

In this context, while the design of “green” products with a low carbon footprint
and a reduced environmental impact according to the principles of the “eco-design” is
well structured in sectors such as building and construction [9-14], to date, several issues
have been pointed out in the case of the creative and restoring industry, particularly in
terms of using of sustainable materials to meet eco-design features [15]. Traditionally,
in fact, this sector has only been concerned with providing aesthetic enhancements by
using an approach that ignores energy savings and emissions reduction [15]. However, in
more recent years the approach has completely shifted toward the so-called eco-design, a
new branch of design that aims to integrate environmental aspects during the process of
designing products as any other criterion (economic, technological, and so on), to reduce
their life cycle impacts. In order to reduce environmental impacts, its directives should be
more enforced and routinely integrated into the product development process.

In this regard, geopolymers and alkali-activated materials, which can be made from
widely available minerals, are perfect candidates to produce materials with low environ-
mental impacts. In fact, aluminosilicate materials, which are major components of the
Earth’s crust (65%) [16] as virgin materials or by-products of other industrial processes, are
used as raw materials for the synthesis of geopolymer materials [17].

These raw materials can react in alkaline conditions and form amorphous species,
characterized by cross-linked networks consisting of Si-O-Al-O bonds [18], that are con-
sidered a valid alternative to cement-based materials due to their characteristics such as
thermal stability, low shrinkage, freeze-thaw, chemical and fire resistance, recyclability, and
long-term durability [19].

One of the most interesting aspects is the possibility of preparing geopolymers by
valorizing waste materials from different types of processing. Moreover, it is well known
that aluminosilicate materials from bottom ash deriving from blast furnace slag, fly ash
from thermoelectric industry residues, red mud, lake residues, and up to rice husk waste
can be profitably exploited, giving life to new materials that find applications in various
fields, from construction, to the manufacturing of objects, to the development of innovative
materials for technological applications, when they are functionalized or produced as
hybrids or composites [20-22].

In this regard, the authors of this paper have contributed over the years to this research
by developing composites and hybrid materials based on geopolymers able to overcome
some limitations of geopolymers that perimeter their extensive application in the construc-
tion sector, thus reaching the development of new materials with excellent mechanical
performance and good thermal-acoustic insulation properties [23-38].

To the best of our knowledge, the excellent mechanical properties, fast setting time,
easy workability, and ability to adhere to different types of substrates of geopolymer-based
materials to date were exploited mainly in the construction sector, while no attention was
devoted to the application of these materials in the artistic and/or restoration sectors. As
a matter of fact, the previously listed properties, combined with the high chemical resis-
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tance and good mechanical performances of geopolymer materials, make them excellent
candidates for the restoration field and artistic industry.

In this work, geopolymer-based mortars obtained through the valorization of wastes
deriving from the production and “end-of-life” of porcelain stoneware products are pro-
posed as eco-friendly materials to be used in the art and design sector. The objectives
of this study have been both investigating the potential use of large amounts of ceramic
waste in geopolymer-based mortars, since it is an interesting option for ceramic industries
and today more and more are interested in recycling and producing sustainable materials,
and, at the same time, suggesting the exploitation of these materials in the artistic and /or
restoration sectors.

Different kinds of geopolymer mortars were prepared by using all kinds of by-products
of the production process of the porcelain stoneware (pressed burnt and extruded ceramic
wastes, raw pressed and gypsum resulting from exhausted moulds). These wastes were
physically and chemically characterized, and then used as a recycled aggregate.

It is suggested that such materials can be used in the field of the art and design industry
since they have excellent rheological properties, are suitable for casting in moulds with
complex shapes, and, once consolidated, show good mechanical properties. Moreover, they
do not show appreciable shrinkage, have a water absorption capacity similar to unmodified
geopolymers, and show an excellent adhesive capacity to various types of substrates such
as ceramic, earthenware, tuff, concrete, and marble, even for an elevated concentration
of filler, thus suggesting that they could be used also for restoration and consolidation of
artistic or archaeological artefacts.

The materials developed in this work potentially offer the possibility of recovering and
recycling up to 100% (almost endlessly) of not only waste materials and by-products of the
ceramic industries (such as gypsum, raw pressed, and porcelain stoneware waste), but also
the geopolymers themselves at the end of their use. In this way, a sensible reduction of the
environmental impacts of these materials could be achieved and, in line with the Circular
Economy approach, green and economically competitive products could be obtained.

The possibility of extending this approach to valorize and recycle ceramic wastes from
different kinds of industries, together with in-depth structural and durability tests and stud-
ies on advanced modelling of the architectural composition, could open up new scenarios
for making structural and functional elements for sustainable and advanced buildings.

2. Experimental Section
2.1. Materials

Metakaolin MetaMax® (by BASF) was kindly provided by Neuvendis s.p.a. (Milan,
Italy) and its composition is reported in Table 1. BASF MetaMax® is a high-purity white
mineral admixture that meets or exceeds all the specifications of ASTM C-618 Class N
pozzolans. The sodium silicate solution (Table 1) was supplied by Prochin Italia S.r.1
(Caserta, Italy), while sodium hydroxide with reagent grade was supplied by Sigma-
Aldrich. Ceramic waste and scraps, selected from those produced in greater quantities in
the various stages of the porcelain manufacturing process (pressed burnt and extruded
ceramic waste, raw pressed and gypsum resulting from exhausted moulds), were kindly
supplied by a company producing stoneware and ceramic tiles in the province of Vicenza,
Northern Italy.

2.2. Sample Preparation
2.2.1. Geopolymer (MK)

It is well known that the geopolymerization reaction is based on the alkaline activa-
tion of an aluminosilicate raw material using a strongly alkaline solution. In this work,
NaOH in pellets was dissolved in the sodium silicate solution to prepare the alkaline
activating solution.

The solution so prepared was cooled and allowed to equilibrate for 24 h, as reported in
refs. [30-38]. The chemical composition of the alkaline activating solution is NayO 1.55 SiO,
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12.14 H,O. BASF Matamax® metakaolin was then incorporated into the activating solution
with a liquid-to-solid ratio of 1.4:1 by weight and mixed by a mechanical mixer for 10 min
at 800 rpm [25-30]. The composition of the whole geopolymer system can be expressed as
Al,O3 3.48 5i0; 1.0 NapO 12.14 HyO, as revealed by EDS analysis carried out on the cured
samples. In this paper, the geopolymer sample obtained is indicated as MK.

Table 1. Chemical composition (weight %) of the metakaolin BASF MetaMax® and sodium silicate
solution used in this paper.

Compound Metakaolin Sodium Silicate
5i0, 522 27.40
Al,O3 45.1 -
Na,O 0.22 8.15
K,O 0.15 -
TiO, 1.75 -
FeZOg, 0.42 -
CaO 0.04 -
MgO 0.04 -
Py05 0.08 -
H,O - 64.45

2.2.2. Geopolymer Mortars

Table 2 shows the composition of the geopolymer-based mortars studied in the present
paper. The samples were obtained by adding different percentages by weight of the ceramic
wastes (in the range of 6-45 wt.%) to the freshly prepared geopolymer suspension, prepared
as described in the previous paragraph, and quickly incorporating by controlled mechanical
mixing (5 min at 800 rpm). On the other hand, the mass percentages of the ceramic waste
were chosen in order to not change significantly the workability, setting times, and physical-
mechanical properties. Ceramic waste was ground before use to obtain a fine powder
(particle size in the range of 5-80 um).

Table 2. Mix design of the geopolymeric samples prepared in this work (MK: neat geopolymer; Gy:
gypsum waste; RP: raw pressed ceramic waste; PS: porcelain stoneware waste). In the MIX-MK
sample, a mixture of all the used waste was used.

Materials (wt.%) MK PS-MK RP-MK RPg,,-MK @ Gy-MK MIX-MK
Metakaolin 37.5 11 11.8 11.6 15.3 11
NaOH 7.2 5.2 5.6 5.6 7.3 5.2
Sodium silicate 55.3 40 43 42.7 56.1 40
Pressed burn‘t and } 438 . . . 209
extruded ceramic waste
Raw pressed - - 39.6 40.1 - 16.3
Gypsum - - - - 21.3 6.6

() The raw pressed clay was dried in an oven at 750 °C for 5 h before use.

The mixture resulted well workable for several hours (the complete crosslinking and
hardening took place in 5-7 h at room temperature, 20 °C). The mortar samples are hereafter
indicated as PS-MK, where PS refers to pressed burnt and extruded ceramic waste; RP-
MK, where RP refers to raw pressed ceramic waste; RPy,,-MK, where RPg;y refers to raw
pressed ceramic waste annealed at 750 °C for 5 h in air; Gy-MK, where Gy refers to gypsum
waste; and MIX-MK, which refers to geopolymer mortars obtained from the addition of all
ceramic wastes.

2.2.3. Curing Treatments

As soon as prepared, all the specimens were cast in cubic moulds (50 x 50 x 50 mm?) and
cured in >95% relative humidity conditions at 60 °C for 24 h. Subsequently, the specimens
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were kept at room temperature for a further 6 days in >95% relative humidity conditions,
and then for a further 21 days in air, as reported in refs. [30-38].

2.3. Methods

SEM analysis was carried out using a Phenom Pro X Microscope (Phenom-World
B.V., Eindhoven, The Netherlands) on fresh fracture surfaces, after metallization with gold,
carried out using a high vacuum sputter-coating technique. The acceleration potential
used was between 5 and 15 kV. The EDS analysis was conducted with a BSD detector in
full mode.

Hydrostatic weighing for apparent density and open porosity measurements was
carried out employing a balance OHAUS-PA213 provided by Pioneer.

To determine the water absorption of mortar specimens, 3 cubes from each series were
oven-dried at a temperature of 60 °C for 24 h [39], and their weight was determined as
starting weight. The samples were then immersed in water for 24 h and their saturated
surface dry weight was recorded as the final weight. Water absorption of specimens was
reported as the percentage increase in weight.

X-ray diffraction patterns were obtained with Ni-filtered Cu-K radiation (A = 0.15406 nm)
at room temperature (20 °C) with an automatic Rigaku powder diffractometer mod. Mini-
flex 600, operating in the 6/26 Bragg-Brentano geometry. The phase recognition was carried
out by using the PDF-4+ 2021 (International Centre for Diffraction Data®) database and the
Rigaku PDXL2 software.

The compressive strength was evaluated according to EN 196-1 and measured by
testing cubic concrete specimens (40 x 40 x 40 mm?) in a Controls MCC8 multipurpose
testing machine with a capacity of 100 kN. The tests were performed after 28 days of
curing at room temperature, and the values reported are the averages of 5 compression
strength values.

The compression tests were performed until the sample was densified and/or ruptured
at a constant displacement velocity of 2 kN/s.

3. Results and Discussion
3.1. X-ray Diffraction Characterization

The diffraction patterns of the raw materials used in this work, and the corresponding
geopolymer samples and mortars are reported in Figures 1 and 2, respectively. In Table 3,
the corresponding degrees of crystallinity are reported.

As far as the raw materials, the porcelain stoneware waste (Figure 1A (PS)) consists of
two main crystalline phases: quartz (S5iO,), the main one, and sillimanite (Al,SiOs). Consid-
ering the range of composition of different PS products [40], this sample can be considered
representative of this kind of material. An amorphous halo with a maximum at 20 ~ 23° is
also present (the x. of the sample is ~87%, Table 3), probably attributable to the melting of
part of the alumina present in the system during the stoneware production [41,42]. This
amorphous phase is responsible for the reduction of the characteristic porosity of ceramic
materials fired at temperatures below 1000 °C, the characteristics of waterproofing proper-
ties of the stoneware, and resistance to acids and bases, and an increase in their mechanical
properties compared to porous paste ceramics [41,42].

As far as the gypsum waste (Figure 1A (Gy)), it shows, apparently, just a single
crystalline phase: gypsum. The diffraction pattern of the metakaolin sample (Figure 1A
(metakaolin)) is characterized by a broad amorphous halo centred at 23° with only a
crystalline peak at 25.4°, indicating the presence of small amounts of titanium oxide in the
form of anatase (x. = 8%, Table 3).
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Figure 1. X-ray diffraction pattern of raw materials. Part (A): porcelain stoneware (PS), gypsum (Gy),
and metakaolin; Part (B): Raw pressed (RP) and annealed raw pressed (RPdry) waste. The numbers
correspond to main diffraction peaks (with relative ICDD PDF-4+ 2021 card numbers) of 1-Quartz
(Si0,) (01-083-0539); 2-Sillimanite (Al,SiOs) (01-088-0893); 3-Gypsum (CaSO4-2(H,0)) (00-003-0053);
4-Albite (NaAlSizOg) (01-089-6427); 5-Kaolinite (Al,Si,O5(OH)4) (01-080-0886); and 6-Anatase (TiO;)
(01-070-7348).

RP and RPgy,y waste (Figure 1B) present appreciably different diffraction patterns,
although it is apparent that they are made of different amounts of the same crystalline
phases: quartz, albite, and, in the case of the RP sample, kaolinite. The differences are
attributable to the thermal treatment at 750 °C of the RP raw to prepare the RPg,, sample,
which causes the transformation of kaolinite into metakaolin, a fact that is clearly pointed
out by the disappearance in the diffraction pattern of the annealed sample at the diffraction
peaks of 20 = 12.5, 13.9, and 21 deg. that are distinctive of kaolinite crystalline structure,
and the formation of an appreciable amorphous halo (the degree of crystallinity of the RP
waste sample is 97%, while that of RPg,, waste is reduced to 78% upon annealing, Table 3)
with a maximum intensity at 20 ~ 23°, in good agreement with the characterization of the
diffraction pattern of MetaMax® metakaolin reported in Figure 1A. As reported in Table 3,
the estimated amount of glassy phase in these samples ranges from 92% in the case of
metakaolin (as high as expected for this typically amorphous material), to 3% in the case of
RP waste.

Finally, the presence of calcium compounds in the samples was excluded by EDX
analysis (Table 4 reports the results in the case of PS and RP waste). This analysis was
particularly important since, as reported in the literature [43], Ca ions negatively interfere
with the geopolymerization reaction, giving the final material poor mechanical properties.
In this way, as will be better described below, it was possible to create a geopolymer
mortar by loading the mixture with an appreciable quantity of gypsum as filler, without
significantly affecting the mechanical properties of the material obtained.
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Figure 2. X-ray diffraction pattern of (A) geopolymer (MK) and geopolymeric mortars loaded with
porcelain stoneware waste (PS-MK), gypsum waste (Gy-MK), and (B) geopolymeric mortars loaded
with raw pressed (RP-MK) and annealed raw pressed (RPg4,y-MK) waste. Also in (B), the X-ray
diffraction pattern of the MIX-MK mortar obtained with the aggregate mixtures described in Table 2
is reported. The numbers correspond to the main diffraction peaks of 1-Quartz (S5iO;) (01-083-0539);
2-Sillimanite (Al;SiOs) (01-088-0893); 3-Gypsum (CaSO,-2(H,0)) (00-003-0053); 4-Albite (NaAlSi3Og)
(01-089-6427); 5-Kaolinite (AlSi;O5(OH)4) (01-080-0886); 6-Anatase (TiO,) (01-070-7348); 7-Calcite
(CaCO3) (01-080-9776); and 8-Thenardite (Nap;SOy,) (04-010-2457).

Table 3. Degrees of crystallinity (x., %) of the starting raw waste and corresponding geopoly-
meric materials obtained by geopolymerization reaction, whose diffraction patterns are reported in

Figures 1 and 2.

Sample Waste xc (%) Geopolymeric Sample Loaded with xc (%)
metakaolin 8 geopolymer (MK) 7
porcelain stoneware (PS) 87 porcelain stoneware (PS) 65
gypsum (Gy) 90 gypsum (Gy) 61
raw pressed waste (RP) 97 raw pressed waste (RP) 60
annealed raw pressed waste (RPgy) 78 annealed raw pressed waste (RPq,y) 43
- MIX waste 42

As far as the geopolymeric materials, the presence in the X-ray diffraction patterns
(Figure 2) of an amorphous halo (characterized by a maximum centred at 26 ~ 29°) linked
to the formation of a disordered network of Si-O-Al bonds shows that all the samples
have undergone geopolymeric activation. This amorphous network is generated mainly
by the reaction of metakaolin with sodium silicate. The amorphous hump is particularly
evident for the geopolymer MK sample (Figure 2A (MK)) obtained from metakaolin only,
without the addition of aggregates, in which the crystalline reflection at 20 ~ 25.4° is
due to the presence in the starting metakaolin of a minor amount of TiO,. Similarly, in
the diffraction patterns of all the other samples, crystalline reflections due to unreacted

26



Materials 2022, 15, 8600

crystalline phases already present in the starting raw materials, or to new crystals formed
during the geopolymerization reaction, are still present. It is worth noticing that the
presence of these crystalline domains allows the activated material to limit the shrinkage
phenomena due to the loss of water that occurs during the thermal curing and the ageing
of the samples [43].

Table 4. Chemical composition (weight %) of PS and RP used in this paper as obtained by
EXD characterization.

Phase PS RP
SiO, 64.3 65.4
AlL,O3 29.1 29.1
Na,O 2.45 2.38
K,O 3.51 2.19
Other 0.64 0.93

In particular, as far as the PS-MK geopolymer sample, the diffraction pattern (Figure 2A
(PS-MK)) shows an amorphous halo more pronounced than that shown by the starting
raw material (Figure 1A (PS)), thus suggesting that the geopolymerization reaction was
successfully carried out (with reference to Figures 1 and 2 and Table 3, the degree of
crystallinity of the geopolymeric mortar is 65%, significantly lower than the 87% of the
starting PS waste). It is not possible to observe direct evidence of the amorphous phase
involvement of the porcelain stoneware in the geopolymeric reaction during basic activation.
This is in line with literature finds [44], stating that crystalline phases do not take part in
the geopolymerization reaction and do not significantly influence it.

Meanwhile, the system that shows major variations after the alkaline activation pro-
cess (Figure 2A) is the Gy-MK. In fact, even if it is well known that gypsum is not involved
in geopolymerization, in the used experimental conditions this crystalline phase is trans-
formed into calcite (CaCOs3) and thenardite (Na;SOy). The first phase is likely to be formed
upon reaction, in the basic environment, of calcium ions with atmospheric carbon dioxide.
Thenardite, on the other hand, is likely to be formed from the SO42~ anions (deriving from
gypsum) with the Na* ions dissolved in the reagent base solution. As will be discussed in
the next part, these ionic species greatly contribute to limiting the mechanical, physical,
and chemical properties of the formed products, since, for example, the crystalline domain
of calcite shows poor mechanical properties and low resistance to acids, bases, and water.
Also, in the diffraction pattern of this sample, the presence of a broad hump centred at
20 =~ 29° is evident, pointing out the success of the geopolymerization.

If we compare the X-ray diffraction patterns of the RP-MK and RP4,,-MK geopoly-
meric materials (Figure 2B (RP-MK) and (RPq,y-MK)) with those of the starting raw materi-
als (RP and RPygy patterns of Figure 1B), the geopolymer mortars show the formation of
a more pronounced amorphous halo, with a maximum shifted to 26 ~ 29°. In particular,
the RP-MK sample shows a smaller decrease in the degree of crystallinity with respect to
RPgry-MK (Axc = 38% in the case of RP-MK and Ax, = 45% for RP4;,-MK) if compared to
the starting raw materials (x. = 60% and 43%, respectively, as reported in Table 3). This
more pronounced reduction in the degree of crystallinity could be attributed to the fact
that in the formation of the RP4,,-MK mortar the geopolymerization reaction involved not
only the added metakaolin (see Table 2 for the mix design), but also the metakaolin formed
during the annealing at 750 °C of the RP sample, as discussed before.

Finally, Figure 2 shows the X-ray diffraction pattern of a geopolymer mortar (Figure 2,
MIX-MK) obtained by using the mixture of all the treated waste reported in Table 2. The
obtainment of this particular sample was derived from the necessity of valorizing the
gypsum waste that, as discussed before in the text, usually has a strong detrimental effect
on the properties of the final geopolymeric material since the presence of Ca ions inhibit
the geopolymerization reaction [43]. As a matter of fact, the mix design of the MIX-MK
sample reported in Table 2 has been tailored to incorporate in the geopolymer mortar the
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maximum quantity of gypsum without having a significant decrease in the mechanical
properties of the new material.

3.2. Microstructural Analysis

To highlight the microstructure of the samples, SEM micrographs at different scale
ranges are reported in Figure 3 for waste aggregates, while the SEM micrographs of freshly
obtained fracture surfaces of the geopolymeric samples after setting are reported in Figure 4.

Figure 3. Scanning Electron Microscope (SEM) images of PS (A,B), RP (C,D), RPgyy (E,F), and
Gy (G,H) waste at 1000x and 15,000 x magnifications.
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Figure 4. Scanning Electron Microscope (SEM) images of (A) neat geopolymer; (B) PS-MK; (C) RP-MK;
(D) RPy,y-MK; (E) MIX-MK; and (F) Gy-MK mortars at 1000 x magnifications.

29



Materials 2022, 15, 8600

It is apparent that PS powders (see Figure 3A,B) appear as a collection of particles
with irregular shapes and sharp edges, whose dimensions are in the range of 0.2-100 um.
RP and RPg,y aggregates (see Figure 3C-F) occur as particles of a few microns (0.5-5 pm)
that are organized into larger aggregates. Finally, Gy powders appear as aggregates of
elongated crystals of calcium sulfate with dimensions in the range of 1-10 pum.

The neat geopolymer sample (Figure 4A) shows a homogeneous amorphous structure
with some cracks (that could have been produced when the sample was fractured to obtain
a fresh fracture surface to be analyzed). The largely homogeneous microstructure suggests
a good geopolymerization behaviour (as pointed out also by the X-ray diffraction analysis
discussed in the previous paragraph). The morphology is very similar to that observed for
the neat geopolymer sample and is observable also in the case of the geopolymeric mortar
specimens (Figure 4B-F). In the case of the PS-MK sample (Figure 4B), the morphology
is characterized by the presence of PS filler particles well-embedded into a homogeneous
and compact geopolymer matrix and strongly adhering to it. No apparent fractures are
present. Unlike what has been reported in the literature for analogous samples [10,11],
the point examination of Figure 4B shows that the PS particles retain their irregular shape
with rather sharp and well-defined edges. For this reason, it can be said that there are
no clear indications of the possible involvement in the geopolymerization reaction of the
PS particles, which therefore behave like a simple filler. As far as the morphology and
microstructure of the RP-MK and RPy,y-MK samples (Figure 4C,D, respectively), it is very
similar and for both of them is not possible to recognize the waste aggregates. Also, in this
case, the sample morphology is in line with the diffraction profile, where there is a major
amorphous phase in RP4,,-MK (the heat treatment at 750 °C for 5 h allowed the kaolinite
calcination process that produced a major percentage of amorphous phase to RP-MK). It is
worth pointing out that these mortars show a more consistent microstructure with respect
to the geopolymer paste, with a reduced amount of microcracks.

A different morphology was observed in the case of the Gy-MK sample (Figure 4F), in
which it is possible to identify the presence of crystals of calcium carbonate and sodium
sulfate distributed in the geopolymer matrix. Finally, the MIX-MK sample (Figure 4E) also
shows a morphology rather homogeneous, where, as in the case of the PS-MK sample, it is
possible to recognize aggregate particles of PS with dimensions of about 100 um strongly
interpenetrated in the geopolymer matrix. Concluding, in all cases this homogeneous
structure strongly suggests that ceramic waste does not take part, interfere, or inhibit the
geopolymerization reaction.

3.3. Physical and Mechanical Properties

Table 5 reports the compressive strength, density, and water absorption values of the
geopolymeric samples prepared.

Table 5. Physical and mechanical properties of the geopolymer sample (MK) and geopolymeric
mortars obtained with porcelain stoneware waste (PS-MK), raw pressed waste (RP-MK), calcined
raw pressed waste (RPy,,-MK), and gypsum (Gy-MK) as filler, and of the geopolymeric mortar with
the mixed filler whose composition is reported in Table 2 (MIX-MK). The calcined raw pressed clay
(RPg,y) was obtained by annealing as obtained raw pressed clay (RP) in an oven at 750 °C for 5 h.

Sample Properties MK PS-MK RP-MK RPg,y-MK Gy-MK MIX-MK
Density (kg/m?) 1370 1773 £ 95 1718 £ 80 1687 4 90 1335 + 99 1627 + 77
Water absorption (%) 18+1 16 +1 18+1 19+1 >25 >25
Compressive strength (MPa) 25£2 301 25+3 4143 40+0.5 38 +2

By comparing the samples’ densities values (first row of Table 5) it is apparent that,
as expected, all the geopolymeric mortars are characterized by values fairly higher than
the neat geopolymer. This is due to the presence of a significant amount (see Table 2 for
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the mix design) of the aggregate that in every case is made of dense materials (the typical
density of porcelain stoneware and pressed clays is about 2.6 g/cm?).

The only exception is the Gy-MK mortar, in which the density is practically the same
as the neat geopolymer. This fact is in line with the high water absorption capability of the
sample, due to the high affinity of the calcium sulphate with water. This fact decreases the
workability of the geopolymer slurry, strongly reducing the set time and thus causing the
incorporation of a greater amount of air than the other mortars, resulting in a final product
with the lowest density value (1335 kg/m3).

A similar trend can be pointed out by examining the values of the compressive strength
of the different samples (third line of Table 5). As we can see, except for the Gy-MK mortar,
all the other samples show a comparable or even higher compressive strength to the neat
geopolymer, with an increase of compressive strength values up to 40%, indicating that the
addition of the aggregates has a remarkable enhancing effect on the mechanical properties
of the materials. This is likely to be caused by the good adhesion and the good dispersions
of the filler in the geopolymer matrix, as shown by the SEM images reported in Figure 4,
which suggests that the waste particles dispersed within the geopolymer matrix can create
a barrier against crack growth, enhancing the mechanical response of the material.

It is worth pointing out that the most evident improvement in the mechanical proper-
ties of the material has been recorded for the RP4,,-MK sample. This important increase
of the compressive strength is probably due to the presence in the starting sample of a
greater quantity of reactive phase (i.e., the metakaolin added according to the mix design
of Table 2 and produced by the calcination of kaolinite at 750 °C). In this way, as also
highlighted by the SEM images shown in Figure 2, the geopolymerization reaction led to
the obtaining of a geopolymer mortar sample in which the non-reactive crystalline phase is
very well-included and dispersed in the geopolymer amorphous matrix.

At variance with this sample, the Gy-MK mortar shows very poor mechanical proper-
ties, with a reduction of about 85% in the compressive strength value of the neat geopolymer
(MK). Substantially, the presence of gypsum within the paste negatively affects the me-
chanical properties of the final product because gypsum is a source of Ca ions, which are
competitive with the geopolymerization reaction [22,43]. As already discussed, to find a
possible strategy to valorize this very abundant waste, an alternative sample composition
was developed, in which gypsum was mixed (which hurts the mechanical properties of
the final material) with the other wastes, and in particular, RPdry, which significantly
improves the mechanical properties of the mortars (as seen in the previous sections). The
mix obtained (see Table 2) allowed to include up to ~7% by weight of gypsum without
significantly compromising the mechanical properties of the final product, a result that to
our knowledge was never previously obtained using aggregates with high reactive calcium
concentration. As a final note, it is worth highlighting that the material obtained presents
good mechanical properties despite its high water absorption capacity (>25 wt.%), which is
fairly higher than that of the neat geopolymer (18 wt.%).

3.4. Applications in the Field of the Creative Industry and Cultural Heritage

A preliminary investigation of the potentialities of the geopolymer-based materials
made from ceramic wastes described so far has shown that such systems could be used for
the restoration and conservation of artworks and the creation of products for art and design.

Experimental tests have shown that the geopolymer slurry is characterized by very
good thixotropic behaviour and high workability, which makes it easy to spread and model
on different substrates that need repair interventions. Moreover, the chemical compatibility
of the geopolymer-based materials with different substrates (tuff, cement, ceramic, and
porcelain stoneware) ensures good adhesion with them, pointing to the possibility of using
this kind of binder as a joining or fixing paste.

To this aim, Figure 5 reports some artefacts made of porcelain stoneware (top of
Figure 5) and ceramic (bottom of Figure 5) that were restored and repaired by using the
previously described PS-MK and RPg4,y-MK geopolymer-based pastes as fixing materi-
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als. Particularly, the two objects were subsequently damaged and then repaired using
geopolymer systems as bonding materials. The repair process remained stable even after
many months. A very good adhesion in each of the examined cases was observed, even
for those materials containing an elevated concentration of filler with respect to others
described in the literature [13]. This encouraging result was confirmed by performing SEM
characterization of the interface between the geopolymer mortar, used as repairing material,
and a pottery fragment, as shown in Figure 6: it is also apparent that at a micrometric level,
a very strict adhesion between the geopolymer and ceramic phases can be observed, and,
also at micrometric level, the geopolymer material and the ceramic substrate seem to form
a continuous phase with no neat interface and no fractures. However, physical properties
with a focus on the optimization of adhesion between ceramic artifacts and geopolymer
binders should be further studied. For this reason, the incorporation of organic additives in
geopolymer formulations developed for this aim is still in progress.

Figure 5. Porcelain stoneware and pottery artworks restored and repaired by using the geopolymer-
based materials PS-MK and RPy,,-MK described in this paper.

These preliminary results suggest that the proposed mortars can be applied as materi-
als to decorate, seal, and repair cracks and fractures in stone, artifacts, tiles, and masonries.

To perform these functions optimally, they must have aesthetic characteristics similar
to those of the materials to be repaired, but, as suggested by current restoration practice,
still well recognizable: as shown in the lower part of Figure 5, mortars of the same colour
as the artifact, but slightly paler, were obtained.

Finally, it is worth noting that the geopolymer products developed and characterized
in this work can be easily coloured by simply adding water-based pigments into the slurry
and/or through post-panting operations with oil-based paint and/or cold painting. As an
example, Figure 7 reports different kinds of artefacts realized with PS-MK mortar, with the
addition of water-based pigments. Moreover, the colour of the mortar can be changed by
adding rock powders, mimicking the material to be restored.
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Figure 6. Scanning electron microscope (SEM) micrographs of (A) ceramic substrate and (B) interface
transition zone (indicated by the red arrows) between the ceramic substrate (upper part of the figure)
and RPg4,,-MK geopolymer mortar (low part of the figure).

Figure 7. Examples of coloured artefacts created with the geopolymer-based materials described
in this paper. As apparent, even objects with complex shapes can be easily realized by a simple
casting procedure.

Future developments will be focused on extending the methodology developed for
obtaining building elements with high performance in terms of mechanical strength (rigid-
ity of shape, texture, and geometry), technological integrability (with other materials), low
maintenance, substitutability, recoverability at end of life, thermal and acoustic insulation,
and architectural and aesthetic characteristics. Moreover, research will be integrated with
Life Cycle Assessment (LCA) studies and a deep investigation of the social and economic
dimensions, using Life Cycle Costs (LCC) and Social Life Cycle Assessment (S-LCA).
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4. Conclusions

Geopolymers are environmental-friendly materials for which their use in many appli-
cation fields has been proposed. To date, a great effort has been made as far as the structural
applications and the replacement of ordinary Portland cement with this class of materials
are concerned. However, in the last years, their application in art and design, and more
in general, in Cultural Heritage is attracting more and more attention. As a matter of fact,
geopolymer-based materials may find interesting applications in these fields thanks to their
interesting chemical and physical properties (such as high durability and good flexural and
compressive strength). Moreover, these properties can be also tailored in order to guarantee
functional and aesthetic compatibility with the original materials on which the restoration
action has to be performed.

The present research describes the preparation and characterization of new geopoly-
mer mortars obtained by recycling wastes deriving from the production process and the
“end of life” of porcelain stoneware products. In particular, geopolymer mortars were
obtained after the consolidation of a slurry prepared by using metakaolin, an activating al-
kaline solution, and different kinds of by-products of tiles and ceramic production (pressed
burnt and extruded ceramic waste, raw pressed and gypsum resulting from exhausted
moulds). The obtained materials resulted to be largely composed of an amorphous binding
material in which the filler was homogeneously dispersed.

The chemical compatibility of the geopolymer materials with different substrates (tuff,
cement, ceramic, and porcelain stoneware) ensures good adhesion with them, pointing to
the possibility of using this kind of binder as a joining and fixing material or as sacrificial
material for the restoration of stone objects. To this aim, the possible addition of rock
powders within the mix design composition could allow obtaining materials that mimic
different types of stone, thus reaching good aesthetic compatibility. In particular, ongoing
studies on formulations including volcanic rocks and tuffs show promising perspectives in
terms of chemical, mineralogical, mechanical, and aesthetic compatibility with the local
built heritage since they mimic the traditional materials used in the Vesuvius archaeological
area. In this framework, to further increase the adhesion between the substrate and
geopolymer binders, the incorporation of organic additives in geopolymer formulations
developed for this aim is also in progress. The possibility to develop new materials with
the concurrent reduction of their environmental footprint and production cost can create a
tangible gain in the sectors of the decorative industry and Cultural Heritage. In fact, the
demonstration of real and practical use of sustainable materials for the creative industry and
restoration field can improve business around waste collection and conversion. Moreover,
continued use of recycled materials in mass production can increase the competitive
position of Eco-materials on the market and reduce the overall environmental footprint in
the creative industry and Cultural Heritage field.

In this scenario, the authors wish to give a contribution to the research field of sustain-
able materials to enhance the use of recycled raw materials and also in the field of Art and
Design, restoration, conservation, and/or rehabilitation of historic monuments, decorative
and architectural intervention.
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Abstract: This study explored unprocessed high-carbon biomass fly ash (BFA) in alkali-activated
materials (AAM) with less alkaline Na,COj as the activator. In this paper, the effects of the
NapCO3/NaySiO3 (C/S) ratio and curing temperature (40 °C and 20 °C) on the setting time, structure
formation, product synthesis, and physical-mechanical properties of alkali-activated BFA pastes were
systematically investigated. Regardless of curing temperature, increasing the C/S ratio increased the
density and compressive strength of the sample while a decrease in water absorption. The higher
the curing temperature, the faster the structure evolution during the BFA-based alkaline activation
synthesis process and the higher the sample’s compressive strength. According to XRD and TG/DTA
analyses, the synthesis of gaylussite and C-S-H were observed in the sample with an increasing
C/S ratio. The formation of the mentioned minerals contributes to the compressive strength growth
of alkali-activated BFA pastes with higher C/S ratios. The findings of this study contribute to the
applicability of difficult-to-recycle waste materials such as BFA and the development of sustainable
BFA-based AAM.

Keywords: biomass fly ash; alkali-activated materials; Nay;CO3/Na,SiOj ratio; curing temperature;
structure formation; compressive strength

1. Introduction

Pressures to protect the global environment and provide renewable energy sources
have resulted in rising demand for biomass renewable energy sources. Biomass plays a sig-
nificant role in increasing ash generation, which should be regulated environmentally [1,2].
Biomass ashes, high in carbon due to their biogenic nature, have been one of the most
heavily utilized wastes [3]. Primary solid biofuels (plant matter used directly as fuel or
processed into solid fuels) represent about 9% of worldwide energy production [4,5]. It
is predicted that industrial biomass incineration for combined heat and power will triple
by 2035 compared with 2008 levels [6]. This expansion is partly driven by rules that pro-
mote biomass as a renewable energy source and burning as a CO;-neutral process. In
most cases, the inorganic elements of biomass do not burn during the incineration pro-
cess [7-9]. They are left as ashes together with a proportion of unburned carbon, depending
on the temperature and efficiency of the combustion process [10,11]. However, biomass
ash (except rice husk ash and sugarcane bagasse ash, which are rich in SiO,) has a low
inorganic concentration, so utilizing such residues is difficult. Rice husk ash contains a
large amount of SiO; [12-21] and is an effective precursor for binder systems (cement and
alkali activator-based binders) [22-26].

Aqueous alkaline solutions promote the dissolution of alumina and silica from biomass
ash. Residual unburned carbon in biomass ash complicates its usage in cementitious mate-
rials, and higher carbon content is associated with increased adsorption of air-entraining
admixtures and higher water consumption [27,28]. In many developing countries in Asia
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and Africa, biomass incineration for energy generation has increased significantly in recent
years, resulting in large quantities of biomass ashes [12]. Biomass fly ash (BFA) has tradi-
tionally been utilized as a mineral fertilizer in agriculture [29], but commercial utilization
of biomass ash is not so widely reported. Due to the expected growth in this waste, it is
vital to investigate its potential uses. Most biomass ash produced in thermal power plants
is now disposed of in landfills or recycled in agricultural fields or forests with little or no
oversight [30]. However, given that the cost of disposing of biomass ashes is increasing and
that biomass ash quantities are expanding globally; it is critical to developing a solution
for the sustainable management of such waste. In this regard, some researchers have
considered using biomass ashes from wood burning as a concrete substitute [28,31].

Research [32-34] proves that biomass ashes can be used in road construction. On the
other hand, biomass ashes worsen the rheological behaviour and compressive strength of
concrete [30,31,35,36], depending on the pozzolanic nature of biomass ashes and the higher
organic content of 20-25% [37]. It has also been pointed out that biomass ashes affect the
apparent density, water absorption of concrete [30], and the continuous degradation of
compressive strength of specimens when the amount of biomass ash is increased.

One of the more environmentally friendly solutions for recovering biomass ashes is to
use them as binders in alkali-activated substances. Due to almost similar binding character-
istics, alkali-activated materials (AAM) are a viable alternative to Portland cement [38—40].
AAM has attracted much interest in recent years because of its satisfying early compressive
strength, low permeability, and chemical resistance. The use of NayCOj3 solutions to activate
slags, which have high calcium amounts, has been investigated extensively, while its use in
the activation of fly ash is significantly less [39]. Using mixed sodium hydroxide-carbonate
activating solutions produces a porous, poorly reacted product, although it is uncertain
what role the carbonate component of the activating solution plays in activated fly ash [41].
According to researchers, fly ash (Class F) is less reactive than slags and therefore requires
stronger alkalinity than Na,COs3 solution.

However, the practical utilization of traditionally used NaOH and NaySiOj3 as ac-
tivators has been hindered by sustainability concerns and handling issues due to the
high alkalinity [42,43]. In addition, hydroxides are made from the electrolysis of chloride
salts, which consume a lot of energy and emit CO,. Alkali silicates are made by melting
sand with carbonates at 1100-1200 °C and then dissolving them under high pressure at
140-160 °C [44,45]. In addition to its high prices, using NaOH as an activator has the
problems of quick setting and drying shrinkage [46—49]. Although much attention has been
paid to fly ash/slag mix activated with alkali hydroxides/silicates, alternate activation
systems still need to be found to sort out the efflorescence problem associated with NaOH
and its handling issue due to the high alkalinity [42,43]. The use of other types of activators,
such as Ca(OH);, NaySO4, NayCOj3, CaO, and MgO, offers a promising option for reducing
the environmental impact of AAM [50-56].

As an alternative, NayCOj3 can be used as an activator to create long-lasting AAM
systems in less alkaline environments and with lower drying shrinkage [57-59]. Nay,CO3
possesses low cost and commercial availability and helps reduce the pH of alkaline activator
solution (AAS). Despite these benefits, the use of NayCOj3 as an activator in AAS systems
has been infrequently reported, owing to low pH limitations resulting in long setting
times and limited strength development [60,61]. The reaction kinetics of AAM can be
enhanced to some extent by introducing higher concentrations of hydroxides [62-65],
sodium silicate [66], or blending with reactive admixtures such as CaO [67]. Nonetheless,
all these approaches are ineffective, expensive, or have negative effects. For example, by
adding NaOH to the activator, samples can achieve a 1-day compressive strength of about
5-7 MPa, with almost no additional strength development after 7 days of curing [64,68]. A
prolonged reaction process was reported in [52,69], whereby demolding took approximately
3-5 days, depending on the composition. The subsequent reaction is cyclic with a buffered
alkaline environment regulated by CO3%~ anions and maintained by continuous CaCO;
dissolution [70]. According to the study [52], the precipitation of CaCO3 and consumption
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of CO32~ anions produced by the activator are mostly responsible for the delayed reaction
process of NayCOs-activated slag. However, on the contrary, another study reported that
compositions activated by Na,CO3 show satisfactory setting time and compressive strength
during 1-3 days of curing, reaching 5-25 MPa [71,72]. The activation potential of activators
might be arranged in the following order [73]: Na;SiO3 > NaOH > NaOH + Na,COs3 >
KOH.

It is pointed out that hydroxides accelerate the reaction of Na,COgs-activated slag by
removing the CO32~ anions, resulting in a significant rise in pH, and the samples can be
hardened within 24 h [74]. The 7-day compressive strength of ground granulated blast-
furnace slag (GGBS) pastes activated by NaOH/Na,SiOj is three times that of NayCOs-
activated GGBS pastes [69,75]. The Ca?* ions released from the dissolved GGBS interact
with CO32~ anions and create carbonates (e.g., calcite and gaylussite). If this reaction is
prolonged because of the solution’s low pH, the dissolution time of the silicate species
is prolonged, as is the setting time [69,76]. The consumption of CO3%~ anions releases
hydroxide ions, which raise the pH of the liquid phase, forcing the silicate species to
dissolve and C-(A)-S-H to form [77].

In the early stage, the calcium carbonate and sodium-calcium carbonate phases are
formed as the Ca?* ions released from slag react with the CO32~ anions of the dissolved
NayCOj in the pore solution. Meanwhile, the dissolution of the slag releases silicate and
aluminate ions, which react with the sodium of the activator to form zeolite NaA [78].
Additionally, synthetic C-S5-H seeds [79] or MgO [80-85] are suggested for activation
reaction improvement. Such additives provide extra nucleation sites, higher pH, additional
formation of hydration products, and early strength gain. Compared with Portland cement-
based materials, the application of using biomass ashes to make AAM [30,31,35-37] has
excellent potential, and the use of low-cost unprocessed BFA for producing AAM has not
been described before.

This research aims to study the characteristics of the used BFA and the development
of BFA-based AAM. Therefore, experimental research was carried out to investigate the
effects of the NayCO3/NaySiO3 (C/S) ratio and curing temperature (40 °C and ambient
temperature) on the fresh-state properties (e.g., setting time), structure formation, product
synthesis, and physical-mechanical properties of BFA-based AAM pastes. The use of
unprocessed BFA to make AAM can reduce production costs. Moreover, using less alkaline
NayCOj3 as an activator benefits the development of environmentally friendly products. The
findings of this study contribute to the applicability of difficult-to-recycle waste materials
such as BFA and the development of sustainable BFA-based AAM. The study results could
also encourage the construction industry to use such materials to reduce the negative
environmental impact of their storage.

2. Materials and Methods
2.1. Raw Materials

The main precursor in this research is BFA from the biomass power plant. The wooden
chips of pine trees were used as biomass. On average, the coniferous wood contains
(48-56%) cellulose, (26-30%) lignin, and (23-26%) hemicelluloses containing (10-12%)
pentosans and about 13% hexosans. When wood is heated at an increasing temperature,
the processes of its drying, pyrolysis and gasification, and accompanying combustion
proceed sequentially. At a temperature of 250-350 °C, the wood begins to decompose into
components under the effect of high heat. As a result of pyrolysis (thermal destruction) of
wood, volatile substances are released. The products of wood pyrolysis are mainly tar, coal,
and low molecular weight gases, and large amounts of carbon monoxide and dioxide (CO
and CO,) are also released. Pine burning is characterized by a low combustion temperature
of about 610-630 °C and the formation of smoke and soot.
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The chemical composition of the BFA is presented in Table 1. As can be observed, the
main oxides presented in the BFA are CaO (31.50%) and SiO, (22.91%), and carbon occupied
20.40% of the composition. This carbon content is apparently due to the incomplete
combustion process of the wood [86]. It is common for BFA to contain such a large amount
of carbon because it is difficult to maintain a smooth combustion process in bio-boilers.
In the BFA, the alkalis are presented as K,O (4.003%) and Na,O (0.259%), and the BFA
contains a significant amount of MgO (3.574%). The contents of chlorides and sulfates are
not high, while P,Os content is noticeable higher. The presence of heavy metals such as Cr,
Cu, Ni, and Zn in the BFA is not high. The most critical components in wood ash are CaO,
5i0,, AlLO3, Fe;O3, and MgO, as they react in the existence of moistness to create bonding
agents.

Table 1. Chemical compositions of BFA.

Element Concentration (%) Compound Formula Concentration (%)
C 20.40 C 20.40
O 33.96 (@] 5.992

Na 0.192 Na,O 0.259
Mg 2.155 MgO 3.574
Al 1.390 AL O3 2.627
Si 10.71 SiO, 2291
P 1.182 P,Os 2.707
S 0.354 SO; 0.883
Cl 0.098 Cl 0.098
K 3.324 K,O 4.003
Ca 22.51 CaO 31.50
Ti 0.127 TiO, 0.212
Cr 0.011 Cr,0;5 0.016
Mn 1.602 MnO 2.068
Fe 1.624 Fe,0; 2.322
Ni 0.010 NiO 0.013
Cu 0.013 CuO 0.017
Zn 0.080 ZnO 0.100
Rb 0.016 Rb,O 0.017
Sr 0.077 SrO 0.091
Y 0.015 Y,0; 0.019
Ba 0.154 BaO 0.172

It is known that fly ash must meet the standard requirements (BS EN 450-1:2012) to
be used as a substitute for cement. The chemical composition of the BFA was compared
with the requirements for fly ash. The total content of (SiO, + Al,O3 + Fe;O3) in the BFA is
almost three times lower, and the LOI is 2.5 times higher than specified for fly ash in the
standard. The BFA has a bulk density of 683 kg/m?, a specific surface area of 493 m?/kg,
and an average particle size of 43.26 um (Figure 1).

Two components were used as an alkaline activator solution: Na;COj solution and
sodium silicate (Na,SiO3-nH,O, H>,Na,O,4Si) solution. Na,COj3 solution (30 wt%) was
prepared by dissolving Nay,COs5 crystalline powder with water. Figure 2 shows the XRD
pattern of NayCO3. NaySiO3 solution concentration was 50 wt% with a density of 1.37
kg/ m3, and the molar ratio of SiO; to Na,yO ratio was 3.22, and the boiling point of NaySiOs
is 100 °C. Figure 3 shows the XRD pattern of Na,SiOs.
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Polycarboxylate-based superplasticizer (SP) with 27% dry matter content of the solu-
tion, with a molecular weight of 51 g/mol, was used to maintain the same consistency in
these samples, and the SP was used in a liquid state.

2.2. Paste Design and Sample Preparation

The BFA-based AAM pastes were prepared according to the mix design in Table 2. To
study the effect of the C/S ratio on the structure formation of BFA-based AAM pastes, the
AAS was designed with different C/S ratios. The Nap,CO3/Na;SiOs solute ratio varied
from 0.40 to 1.20, while the solution ratio varied from 0.67 to 2.00. The AAS and the SP
solution were constant at 25 wt% and 5.71 wt% of the BFA, respectively. The water/BFA
ratio of these samples was constant at 0.35. The water in the system includes water in the
NayCO3-Na,SiOj3 solution, SP solution, and additional water.

Table 2. Composition of BFA-based AAM pastes (Group 1 and 2).

Grou Sample Na2C03 NaZSiO3 N32C03/Nazsi03 NazCO3/NaZSiO3 Curing
P P (wt% of BFA) (wt% of BFA) Solute Ratio Solution Ratio Temperature (°C)
CS-0.40-40 3.00 7.50 0.40 0.67 40
CS-0.60-40 3.75 6.25 0.60 1.00 40
1 CS-0.75-40 4.17 5.56 0.75 1.25 40
CS-0.90-40 4.50 5.00 0.90 1.50 40
CS5-1.20-40 5.00 4.15 1.20 2.00 40
CS-0.40-20 3.00 7.50 0.40 0.67 20
CS-0.60-20 3.75 6.25 0.60 1.00 20
2 CS-0.75-20 4.17 5.56 0.75 1.25 20
CS-0.90-20 4.50 5.00 0.90 1.50 20
CS-1.20-20 5.00 4.15 1.20 2.00 20
After mixing, the fresh AAM pastes were cast in 160 x 40 x 40 mm steel molds and
compacted on the vibrating table for 20 s. The BFA-based AAM paste molds were divided
into two groups: one group was kept at an ambient temperature of 20 £ 2 °C for 24 h and
then demoulded and kept at the same temperature; another group of samples was kept at
40 °C in the oven (Figure 4). After 24 h, samples were demolded and further kept in the
oven at 40 °C for all testing times.
Na,CO,
| | Nazs|03
I Oven

40 °C
Mixing — Curing AAM
Ambient

20°C

Figure 4. Schematic of BFA-based AAM paste preparation.
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2.3. Test Methods

BFA powder analysis was performed using a high multichannel performance sequen-
tial Wavelength Dispersive X-ray Fluorescence (WD-XRF) spectrometer (AXIOS-MAX,
Panalytical, Eindhoven, Netherlands). The WD-XRF system operated for 1440 s. The quan-
titative analysis was performed using “Omnian” software, and corresponding standards
were used for a standard-less analysis. X-ray diffraction (XRD) patterns of the studied BFA
and composites (CS-0.40-40, CS-0.75-40 and CS-1.20-40) were measured using an X-ray
diffractometer, SmartLab (Rigaku, Tokyo, Japan), equipped with an X-ray tube with a 9 kW
rotating Cu anode. The measurements were performed using Bragg-Brentano geometry
with a graphite monochromator on the diffracted beam and a step scan mode with a step
size of 0.02° (in 20 scale) and a counting time of 1 s per step. The measurements were
conducted in the 20 range of 5-75°. Phase identification was performed using the software
package PDXL (Ver. 2.8, Rigaku) and the ICDD powder diffraction database PDF4+ (2021
release). Mineral content was estimated using Reference Intensity Ratio (RIR) method.

Thermogravimetry/differential thermal analysis (TG/DTA) curves of the BFA were
registered with a Linseis STA PT-1600 thermal analytical instrument up to 1000 °C (with
a temperature rise rate of 10 °C/min; the air was used as the heating environment; the
weight of the specimens was (50 =+ 5) mg). According to standard NF P18-513 and [87],
Chapelle’s method was used to determine the pozzolanic activity of the BFA. The hydraulic
activity of the BFA was calculated based on the standard requirements (BS EN 197-1:2011).
The hydraulic index K3 was calculated based on the chemical composition of the studied
BFA and using calculation methods presented in [88] and [89]. The hydraulic index K3 is
defined as the ratio of basic oxides to acidic oxides: (%CaO + %MgO + %Al,O3)/(%SiO»).
Values of K3 above 1.0 indicate good hydraulic properties.

The effect of different concentrations of the prepared Na,COj3 solutions and Na;SiO3
solution on the electrical conductivity (EC) and pH values were performed with the MPC
227 instrument manufactured by “Mettler-Toledo” (Columbus, OH, USA, pH electrode In-
Lab 410, measuring accuracy 0.01; EC electrode InLab 730, measuring range 0-1000 mS/cm).
The EC and pH values of the prepared activator solutions and alkali-activated BFA pastes
with different C/S ratios (Table 2) were measured at 20 °C.

The structure formation of the samples cured at 40 °C and 20 °C was evaluated using
the ultrasonic pulse velocity (UPV) method using the tester Pundit 7. The sample was
placed between two ultrasonic transducers (transmitter and receiver) operating at 54 kHz.
The transducers were pressed against the samples at two strictly opposite points, and
Vaseline was used to ensure good contact. The ultrasonic pulse velocity (V) was calculated
using Equation (1):

[
=

vV ==--10° (1)

where [ is the distance between the cylindrical heads and 7 is the time of pulse spread.

The compressive strength, bulk density, water absorption, and porosity of the samples
cured at 40 °C and 20 °C during 28 days were determined according to standard LST EN
ISO 1927-6:2013.

3. Results and Discussion
3.1. Parameters of BFA

According to the X-ray phase analysis (Figure 5), the BFA consists of quartz—52.0%,
dicalcium silicate—19.7%, portlandite—15.0%, lime—9.20%, and calcite—3.80%.

The SEM images of the BFA are presented in Figure 6. Most BFA particles have
irregular shapes, while other ash particles show approximately spherical shapes. The parts
of unburned wood or soot particles are sufficiently noticeable.
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Figure 5. XRD pattern of the BFA (Q: quartz; D: dicalcium silicate; P: portlandite; L: lime; K: calcite).

Figure 6. SEM images of the BFA. Magnification: (a) 250 and (b) 1200.

It can be observed that the TG/DTA curves of the BFA have one exothermic effect in the
temperature interval of 300-520 °C and two endothermic effects in the temperature intervals
of 20-200 °C and 680-780 °C (Figure 7). In the temperature interval of 20-200 °C, the
unbound water and a part of bound water are removed with a mass loss of approximately
1.8%. There is a clearly visible exothermic peak in the temperature range of 300-520 °C,
and the exothermic process can be attributed to the combustion of soot and organic matter
(unburned wood aggregate) [90]. During the combustion of wood, some decomposition
takes place at temperatures as follows: hemicellulose (200-260 °C); cellulose (240-350 °C);
and lignin (280-500 °C) [91,92]. Hemicellulose and cellulose are characterized by fast
thermal decomposition, while lignin is more resistant, and during its pyrolysis, carbon
layers on the lignin surface are formed. During this burning process, mass loss is the
highest. Although portlandite appeared in the XRD test, the decomposition of this mineral
is hindered by the exothermal effect of unburned wood aggregate. The endothermal effect
in the temperature range of 680-780 °C is attributed to the decomposition of calcite.

The pozzolanic activity of the BFA is 45.7 mg CaO/g. It indicates that the BFA
is not rich in amorphous SiO,, which can react with the Ca(OH), to create additional
hydration products, such as C-5-H, which improves the physical and mechanical properties
of the cementitious system. SiO; is usually formed at high temperatures during the
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incineration of biomass. However, in our research, the BFA was collected from a low-
temperature combustion process and is characterized by properties the same as referred to
in research [93,94]. In the study [87], after a series of experiments, the following pozzolanic
activities of biomass fly ash were determined: sugar cane biomass fly ash—279 mg CaO/g,
rice husk biomass fly ash—622 mg CaO/g, wood biomass fly ash—269 mg CaO/g.
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Figure 7. TG/DTA curves of the BFA.

The ability of a material to set and harden when mixed with water and produce
hydration products during the hydration process is referred to as hydraulic activity. The
contents of SiO, and CaO determine the hydraulic activity, and the standard requirement
(BS EN 197-1:2011) for hydraulic material is that the mass ratio of CaO/SiO; is not less than
2. Based on the data in Table 1, the hydraulic activity of the BFA is 1.375. Hydraulic index
K3 is calculated based on the chemical composition of the studied BFA, defined as the ratio
of basic oxides to acidic oxides: (%CaO + %MgO + %Al,03)/(%SiO;) [88]. Based on the
data in Table 1, the hydraulic index K3 of the studied BFA is 1.645.

Overall, it can be concluded that the BFA has low hydraulic properties and is reason-
able for use as a precursor in alkali-activated materials.

3.2. Activation Solution Characterization

The tests were carried out to describe how Na,SiOj3 solutions and different concentra-
tions of Na,COj in solutions affect the values of EC and pH (Table 3). According to the
results, the highest pH is Na,SiO3 solution; for NapyCOj solutions, the pH varies a little.
The concentration of Na,COj3 affects the EC value of the solution, as the EC value depends
on the number of ions in the solution. The EC value in the 10% Na,COj3 solution is 18%
lower than in the 20% NayCOj3 solution. However, when the concentration of Na,COj3 in
the solution was increased to 30%, the EC value decreased to 79.2 S/m. This reduction
in EC value is assumed to occur due to supersaturation of the solution, as also noted in
studies [87,93,94].

Table 3. EC and pH characteristics of NaSiO3 solution and different Na, COj3 solutions.

Activator Solution pH EC, S/m
Na,SiO3 11.90 31.8
10% N32CO3 11.36 71.4
20% NayCOs3 11.38 85.9
30% NayCOs3 11.38 79.2
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The EC values of BFA-based AAM pastes with different C/S ratios are presented in
Figure 8. The research results show that the number of ions in the solution increases with
the increased amount of Na,COj3. The EC value gradually increases by increasing the C/S
ratio in the paste. When the C/S ratio triples, the EC value increases by 45.2%. However,
the dissolution of BFA minerals and the penetration of ions into the solution were delayed,
and the EC values increased slowly in pastes with larger C/S ratios.
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Figure 8. EC of BFA-based AAM pastes with different C/S ratios.
3.3. Initial and Final Setting Times of BEA-Based AAM Pastes

To choose the most appropriate C/S ratio, setting time tests were performed, including
the initial and final setting times of prepared BFA-based AAM pastes (Figure 9). Initial
setting time results show that CS-0.40 paste, which possesses the lowest EC, is characterized
by the longest initial setting time. As the C/S ratio increases, the initial setting time
decreases, and the interaction between the AAS with higher Na,COj3 content and the BFA
with high lime content starts faster. When the Nap,CO3 content in the BFA-based AAM
paste is the highest, the final setting time is one-third of that with the lowest NayCOs3
content.
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Figure 9. Initial and final setting times of BFA-based AAM pastes with different C/S ratios.

Researchers have studied the workability of mixtures containing different amounts of
alkali [62] and found that the initial flow of the manufactured mortar decreased slightly
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with increasing alkali content. However, it was pointed out that higher doses of Na,COs3
lead to faster sintering reaction rates [52,95]. The availability of CO3%~ anions in the pore
solution also substantially affects the reaction kinetics [52]. As Nap,COs increases, more CaZ*
ions can be dissolved at the early stage and precipitated with CO32~ anions, thus speeding
the reaction and the setting of AAM. Similar results have emerged in the studies [52,69]. It
was pointed out that the duration of the induction period of Na,COj activated slag cement
with an alkali concentration of 3 Na,O% is 1.6 times that with an alkali concentration of 8
NayO%. The delayed reaction of slag cement activated by lower concentrations of NayCO3
can be explained by the initial chemical precipitation of CaCOs.

3.4. Density of BEA-Based AAM Pastes

Densities of the samples cured at 40 °C (Figure 10a) decreased rapidly for the first
7 days and then leveled off gradually. A reduction in weight loss of 14.2% to 9.5% after
7 days of curing can be observed as the C/S ratio increases from 0.40 to 1.20 (Figure 10b).
After 28 days of curing, the weight loss is in the range of 20.4-13.8%. It can be clearly
observed that by increasing the C/S ratio, the weight of samples is reduced less. As the
C/S ratio increases visibly, the amount of free water that can be evaporated decreases with
its participation in the synthesis reactions. EC studies of the pastes confirm this reasoning
(Figure 8), showing that the EC value increases with increasing the C/S ratio. As was
pointed out earlier, an increase in CO32’ anions promote Ca?* ions dissolution and new
phase formation, which involve water and prevent evaporation.
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Figure 10. (a) Density of BFA-based AAM pastes cured at 40 °C for 28 days; (b) weight loss of samples
in % during 28 days.

The same trend was observed for the samples cured at 20 °C (Figure 11). However,
the densities of the samples cured at 20 °C decreased significantly during 14 days, and
the weight losses were less than that of the samples cured at 40 °C. The sample with
the smallest C/S ratio always showed the smallest density whenever it was at 40 °C or
20 °C. The higher the curing temperature, the faster the structure evolution during the
BFA-based alkali activation-synthesis process. The same trend was observed in research for
samples cured at ambient temperature [96,97]. The study concluded that the density of the
cured samples decreased slightly by about 2% in the first few weeks, but remained almost
constant thereafter. In our case, the weight losses were more pronounced because of using
the different activators, lower curing temperature, and high carbon content of BFA. The
density tests were supplemented by UPV testing of the samples.
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Figure 11. (a) Density of BFA-based AAM pastes cured at 20 °C for 28 days; (b) weight loss of samples

in % during 28 days.

3.5. UPV of BFA-Based AAM Pastes
Density trends are reflected in the structure formation of BFA-based AAM pastes

(Figure 12). At the curing temperature of 40 °C, the UPV values of the samples generally
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showed a downward trend within 14 days, and then the UPV values changed slightly until

28 days. It seems that the structure formation was generally completed in this period. UPV
values were consistently lower in the samples with lower C/S ratios. The UPV values
of the sample with the smallest C/S ratio decreased the fastest and then leveled off. It is
shown that the more Na,COj in the AAS, the faster the solidification of the AAM paste. At
the curing temperature of 20 °C, various increases in UPV values were observed for the

structure formation of the samples after 7 days. Further structure formation was slow, and
the UPV values decreased slightly. It can be concluded that higher curing temperatures

accelerate the AAM synthesis.
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Figure 12. UPV of BFA-based AAM pastes cured at (a) 40 °C and (b) 20 °C for 28 days.
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3.6. Compressive Strength of BEA-Based AAM Pastes

Figure 13a presents the compressive strength of samples with different C/S ratios
cured at 40 °C. After curing for 7 days, the compressive strength increased with the increase
in the C/S ratio, indicating that the higher the alkali content, the better the mechanical
properties [62,98]. Depending on the amount of NayCO3, the compressive strength of the
samples at 7-day curing ranged from 3.94 to 4.55 MPa (Figure 13a). However, when the
curing time reached 28 days, the strength of the samples showed a decreasing trend, from
2.36 MPa (the lowest C/S ratio) to 3.97 MPa (the highest C/S ratio). This trend is mainly
observed when the C/S ratio is lower. From 7 to 28 days, the sample CS-0.40-40 showed the
largest strength loss with a 40% decrease. Moreover, the sample with the smallest C/S ratio
always showed the smallest density at 40 °C. For the sample CS-1.20-40 with the highest
C/S ratio, the compressive strength decreased the least, by only 8.3%.
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Figure 13. Compressive strength of AAM pastes with different C/S ratios cured at (a) 40 °C and
(b) 20 °C.

Overall, the compressive strength of the samples cured at 40 °C was higher than that
of the same composition cured at 20 °C. For samples cured at 20 °C, the sample (CS-0.40-20)
with the smallest C/S ratio showed a sharp decrease in compressive strength over the
curing time (from 3.45 to 2.12 MPa, decreased by 38.6%). However, with increasing the
C/S ratio, the compressive strength of CS-1.20-20 increased slightly (from 2.78 to 3.08 MPa,
increased by 10.8%) during the curing time (Figure 13b). It can be explained by the fact that
dicalcium silicate, one of the key minerals of the BFA, dissolved better in AAS at a higher
temperature than in the pastes activated at ambient temperature [99]. Researchers pointed
out that amorphous hydrated C-(A)-S-H-like gels with aluminum and sodium ions were
generated during structure formation. As a result, these reaction products occupied the
cavities and pores, increasing the samples” mechanical strength.

Several research results [100,101] can be presented about using wastes from various
organic sources in geopolymers. As pointed out in [100], greener geopolymers have
been developed using agricultural and industrial wastes such as rice husk, rice husk ash,
metakaolin, ground granulated blast furnace slag, and palm oil fuel ash, activated by
different ratios of activators (NaySiO3/NaOH). The results showed that the compressive
strength of geopolymers was directly proportional to the ratio of the alkaline solution, while
the compressive strength of the samples ranged from 0.8 to 2.8 MPa and up to 4.9 MPa.
The same low strength of 4-6 MPa was reported in [96], when only biomass fly ash or
fly ash was used in the alkali-activated materials composition. In the synthesized one-
part geopolymers, consisting of fly ash, slag, and hydrated lime, the 28-day compressive

49



Materials 2022, 15, 8354

strength of the fly-ash-based samples cured at ambient temperature reached 5.2 MPa when
activated with NaySiO3 [101]. Overall, a higher curing temperature and a higher C/S ratio
can improve the strength under certain conditions.

3.7. Water Absorption of BFA-Based AAM Pastes

By comparing the density and water absorption of AAM samples, they both show
some significant correlations. Overall, the water absorption of the samples cured at 40 °C is
slightly higher than that of the same composition cured at 20 °C (Figure 14). After curing at
40 °C and 20 °C for 28 days, the sample CS-0.40 with the smallest density displayed higher
water absorption. When the C/S ratio in the AAM increases from 0.40 to 0.90, the water
absorption decreases from 23.32% to 20.78% for samples cured at 40 °C and from 24.23%
to 20.33% for samples cured at 20 °C. The presence of BFA in AAM increases the water
absorption of the samples [86]. The apparent density of BFA-based composite activated
by Na,COj3 varies between 1.58-1.6 kg/m?, and water absorption varies between 20-22%.
In our case, this could be due to the high content of unburned carbonized organic matter,
which actively adsorbs water due to its highly porous structure [102,103]. The densities
of our samples are significantly lower (1.27-1.37 kg/m3), which results in higher water
absorption values.

26

B 40°C
B 20°C

224r

S

g

=2 22F

o

o

)

2

< 20 |

o

&

<

Z 13}

0.4 0.6 0.75 0.9 1.2
Na,CO,/Na,SiO; ratio

Figure 14. Water absorption of AAM pastes with different C/S ratios cured at 40 °C and 20 °C.

3.8. XRD Patterns of BEA-Based AAM Pastes

Samples cured at the higher temperature of 40 °C show higher compressive strength
results than samples cured at 20 °C. Therefore, the reaction products of the samples cured at
40 °C with the C/S ratio of 0.40, 0.75, and 1.20 were characterized by XRD tests (Figure 15).
After curing for 28 days, the main mineral in the AAM pastes of all compositions is quartz,
which is also the main mineral of the BFA. The mineralogical composition of Na,SiO3
showed a diffuse broad hump in the range of 23-35° 20 (Figure 3) [62]. The most intensive
peaks of Na,CO3 were observed at 28—-46° 26 (Figure 2). A diffuse broad hump attributed
to the amorphous phase has been identified in the diffractograms of all samples. It was
assumed that due to the high pH in the AAS, the formation of the crystalline phase from the
zeolitic germs formed in the samples was slow, and thus an amorphous (C-5-H/C-A-S-H)
phase was produced [41].
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Figure 15. XRD patterns of AAM pastes cured at 40 °C for 28 days: (a) CS-0.40-40; (b) CS-0.75-40;
(c) CS-1.20-40 (Q: quartz; K: calcite; G: gaylussite; A: anorthoclase; C: NayCO3; C-S-H: C-S-H gel).
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The reaction products of the sample with a C/S ratio of 0.40 are calcite and C-S-H.
Additionally, some Na,CO3 and anorthoclase have been identified. It should be noted that
the most intense peaks of Na,CO3 were observed in this composition. As the C/S ratio
increases, the intensity of the Na,CO3 peak decreases. The reaction products in the sample
with a C/S ratio of 0.75 are the same. The growth of gaylussite was observed in the sample
with a C/S ratio of 1.20. In addition, the above minerals Na,CO3, C-S-H, and anorthoclase
have all been identified. These reaction products (calcite, C-5-H, and gaylussite) control the
compressive strength growth of the AAM pastes.

Along with the identified reaction products (calcite and gaylussite) in the composition
with the same activator, the researchers also identified poorly crystalized C-(A)-S-H gels [62].
According to the researchers, Ca®* ions are available and quickly precipitated with CO32~
anions generating calcite and gaylussite. The transformation of initially precipitated CaCO3
to other phases is the key to the reaction development [62]. The crystalline phases, such as
quartz, in the raw BFA remained unaltered after the activation of BFA pastes. The same
observations were reported in the research [104].

3.9. TG/DTA Test of BEA-Based AAM Pastes

The TG/DTA curves of BFA-based AAM pastes (C/S ratios of 0.40, 0.75 and 1.2)
cured at 40 °C for 28 days show two endothermic effects in the temperature intervals
of 20-250 °C and 680-760 °C, and three exothermic effects in the temperature intervals
of 280-320 °C, 330-380 °C, and 400-500 °C (Figure 16). In the temperature interval of
20-200 °C, the unbound and partially bound water was removed from the samples. At
the same temperature interval (160-200 °C) from which the decomposition of the C-S-H
undergoes [105], dehydration of gaylussite in the temperature interval of 200-250 °C was
observed [106-108]. These findings are supported by the XRD results (Figure 15).

The mass loss of the samples in the temperature range of 20-250 °C increases from
5.8% to 7.2% and 8.5% when changing the C/S ratio from 0.4 to 1.2. During the temperature
interval (160-200 °C) attributed to C-S-H decomposition, the mass losses in the samples
were 0.6%, 0.9%, and 1.1%, respectively. During the temperature interval (200-250 °C)
attributed to gaylussite decomposition, the mass losses in the samples were 0.8%, 1.0%,
and 1.3%, respectively. It can be found that in the samples with C/S ratios of 0.4 and
0.75, the mass loss was significantly lower than that of 1.2. This could explain why no
gaylussite was found in these two samples in the XRD study. Dehydration converted
gaylussite to the double carbonate, Na,Ca(COs),, which generated the exothermic effects
above 250 °C in the temperature intervals of 280-320 °C with mass losses of 0.8%, 0.9%,
and 1.1%. Between 330 °C and 380 °C, another exothermic peak occurred due to crystal
transformation from the low-temperature form of Na,Ca(CO3); to the high-temperature
form with mass losses of 1.6%, 2.0%, and 3.8%, but the generally exothermic peaks in
the temperature interval of 300-500 °C (including peaks at 400-500 °C) are due to the
decomposition of BFA (combustion of soot and organic matter), and mass losses with
increasing C/S ratio increased from 7% to 7.9% and 9.4% in the whole temperature interval.
The decomposition of CaCO3; was observed during the endothermic effect (680-780 °C)
with mass losses from 0.6% to 1.1%. The decomposition of Na,CO3 should be around
850-900 °C, but no clear endothermic peaks were identified, and the decomposition of
sodium silicate occurs at temperatures above 1080 °C [108].

The total mass loss of the samples during the TG/DTA test varies significantly, with
17.0% for sample CS-0.40-40, 19.3% for sample CS-0.75-40, and 24.2% for sample CS-1.2-40.
This result confirms that C-5-H and gaylussite were formed in the composition. Due to the
synthesis of new products, the amount of CaCOj is low. The overall results prove that the
amount of synthetic products increases with increasing the C/S ratio in the composition.
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Figure 16. TG/DTA curves of AAM pastes cured at 40 °C for 28 days: (a) CS-0.40-40; (b) CS-0.75-40;
(c) CS-1.20-40.

3.10. Microstructure of BEA-Based AAM Pastes

The differences in microstructure of the samples with C/S ratios of 0.40 and 1.20 cured
at 40 °C and ambient temperature can be seen in the SEM images (Figures 17-20). The
sample with a C/S ratio of 0.40 cured at 20 °C (Figure 17a) has an uneven microstructure.
The cracks and cavities are distributed around the unburned organic matter throughout
the surface. The samples with a C/S ratio of 1.2 cured at 20 °C (Figure 17b) and 40 °C
(Figure 18b) have fewer surface voids and denser structures. The larger visible voids
and cracks could be linked with water evaporation from the gels during curing. The
samples with smaller C/S ratios seem to have more unbound water in the structure,
which significantly decreases the density and compressive strength of samples during
evaporation.
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Figure 17. Microstructure of the samples cured at 20 °C: (a) CS-0.40-20; (b) CS-1.20-20 (magnification
500).

(b)

500).

FTMC Vilnius

(b)

Figure 19. Microstructure of the samples cured at 20 °C: (a) CS-0.40-20; (b) CS-1.20-20 (magnification
15,000).
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(b)

Figure 20. Microstructure of the samples cured at 40 °C: (a) CS-0.40-40; (b) CS-1.20-40 (magnification
15,000).

Higher magnification shows that the sample cured at 20 °C (Figure 19) shows a highly
porous gel structure when the C/S ratio is 0.40. When the C/S ratio is 1.20 in the sample,
the gel structure has fewer visible pores. In contrast, the samples cured at 40 °C (Figure 20)
exhibits a more compact microstructure with low void content, which could be responsible
for their higher strength at 28 days. For samples cured at 40 °C, the gel structure of the
sample with a C/S ratio of 0.40 is more even than that cured at 20 °C, and no cracks
appeared. On the sample with a C/S ratio is 1.20 surface, the deposition of reaction
products is evident. It shows that the reaction products have markedly changed, with
calcium released from BFA and participating in activation reactions. The microstructure
appeared to be denser than those pastes made with a C/S ratio of 0.4, and this observation
supports its higher compressive strength. Overall, it can be underlined that the samples
with good homogeneity and dense gel structure corresponded to compositions with higher
compressive strength.

4. Conclusions

This study aims to investigate the possibility of utilizing unprocessed carbon-rich BFA
in AAM. BFA-based AAM pastes with different Na,CO3/NaySiOj3 ratios at different curing
temperatures (40 °C and 20 °C) were investigated in the study.

It has been established that with the increase in the amount of Na,COj in the solution,
the electrical conductivity of the BFA-based AAM pastes increases and the initial and final
setting times decrease. The AAM samples with the smallest C/S ratio are characterized by
the lowest density and UPV value and the highest water absorption, whether they were
cured at 40 °C or 20 °C. The SEM research confirms the density, water absorption, and UPV
results, proving that with an increase in C/S ratio and curing temperature, the structure of
the samples became denser and more homogenous, which corresponds with the higher
compressive strength of the sample.

Regardless of the curing temperature, the compressive strength of AAM samples after
curing for 28 days increased with the increase in the C/S ratio, thus indicating that the
higher the alkali content, the better the mechanical properties. According to XRD analysis
and TG/DTA tests, with the increase in the C/S ratio in the samples, the synthesis of
gaylussite and C-S-H were observed. The formation of the mentioned minerals contributes
to the compressive strength growth of the AAM paste with a higher C/S ratio. Overall,
the compressive strength of the AAM samples cured at 40 °C was higher than that cured
at 20 °C with the same composition. The higher the curing temperature, the faster the
structure evolution during the BFA-based alkaline activation synthesis process.

The findings of this study contribute to the applicability of difficult-to-recycle waste
materials such as BFA and the development of sustainable BFA-based AAM. The study
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results could also encourage the construction industry to use such materials to reduce the
negative environmental impact of their storage.
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Abstract: Geopolymer is a synthetic amorphous aluminosilicate material that can be used as an inor-
ganic binder to replace ordinary Portland cement. Geopolymer is produced by mixing aluminosilicate
source materials with alkali activators and curing the mixture either at ambient or low temperatures.
Geopolymer research for lunar-based construction is actively underway to enable astronauts to
stay on the moon for long periods. This research has been spurred on by earnest discussions of
in situ resource utilization (ISRU). Recent research shows that the lunar regolith simulant-based
geopolymers have high application potential to protect astronauts from the harsh moon environment.
However, not all the simulants perfectly reproduce the lunar regolith, and the characteristics of the
lunar regolith vary depending on the site. Issues remain regarding the applicability of geopolymer
technology to contribute to ISRU through an elaborate and systematic plan of experiments. In this
paper, the potential of geopolymers is assessed as a lunar-based construction material with the
latest research results. Future work to develop the lunar regolith-based geopolymer technology is
also proposed.

Keywords: geopolymer; lunar base construction; lunar regolith; future work; ISRU

1. Introduction

Geopolymer is an amorphous aluminosilicate inorganic binder that can potentially
replace ordinary Portland cement in concrete. The representative source materials for
geopolymers are metakaolin and coal-fired fly ash. Geopolymers are produced by mixing
an optimum amount of alkali activators with source materials and curing the mixture
at ambient to elevated temperatures. In situ resource utilization (ISRU) on the moon
is now being discussed in earnest, and research exploring the possibility of utilizing
geopolymers as a building material for a lunar base for long-term stay astronauts is actively
underway [1-6]. The catalyst for this research arises because the main component of the
lunar regolith is aluminosilicate containing glassy phases ideal for reacting with alkali
activators. Geopolymer technology has much to offer with advantages such as rapid
strength gain, impressive fire resistance and notable thermal insulation performance. In
most of the studies, lunar regolith simulants are used as the scarcity of actual lunar regolith
prevents it from being used for experimentation. The extreme temperature of the lunar
surface, with low gravity and near vacuum, raises considerable technological problems for
the manufacturing of geopolymer. While the atmospheric environment in which charged
dust particles are suspended is also significantly different from those on Earth and likely
to create new technological problems such as electrical sparking and vacuum welding.
Therefore, it is necessary to carefully examine whether it is possible to build a lunar base
using geopolymer made from lunar regolith.

The lunar regolith is a mixture of unconsolidated material and rock debris covering
the lunar surface [7]. In space, large and small meteoroids and charged particles from other
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planets and the sun constantly collide with the moon’s surface. The lunar regolith is formed
by space weathering through sputtering and melting caused by solar wind and cosmic
radiation. More than a third of the moon’s regolith is thought to contain glassy materials,
which have the potential to be geopolymer precursors [8]. Due to the limited availability
of actual lunar regolith, various simulants have been developed from rocks or volcanic
ash on the Earth’s surface. Although these simulants have been designed to reproduce
the mineral composition, particle size distribution and geotechnical properties of the lunar
regolith, no simulant is identical to the lunar regolith. In addition, the lunar simulants are
developed to address specific research purposes, such as resource extraction or to mimic
local lunar regolith.

This review focuses on the assessment of the feasibility of geopolymer technologies
for the construction of lunar bases by taking a general view of the mechanical properties,
durability and cosmic radiation shielding performance of geopolymers manufactured from
lunar regolith simulants based on the latest research results. Furthermore, the direction of
future research and development, as well as the limitations of the research conducted to
date, including technological uncertainties, are covered.

2. Applicability of Geopolymers as a Lunar Base Construction Material
2.1. Source Materials for Geopolymers

The most representative source material for geopolymers is metakaolin. When crystalline
kaolin is heated to 700-800 °C for a few hours, dehydroxylation occurs, creating metakaolin
(Alp5ip07), an amorphous aluminosilicate. Since metakaolin is amorphous, it can be assumed
that all of it is available as a precursor to producing geopolymer. When metakaolin, NaOH,
silica fume and water are mixed in the ratio NayO:Al,03:45i0,:11H,0 [9], geopolymers
with high compressive strength can be obtained. The Si/Al ratio of the geopolymer pro-
duced at this ratio is theoretically 2.0. In order to develop high strength in metakaolin-based
geopolymers, the mixing ratio should be derived to achieve the Si/Al ratio in the range of
2 to 2.5 [10]. It is important to appreciate that even in ideal laboratory conditions, not all of
the aluminosilicate precursors react, leaving a microstructure with geopolymer, unreacted
metakaolin and pores [11].

Low Ca Class F fly ash is the second most used source material for geopolymers.
Class F fly ash emitted by pulverized coal combustion (PCC) typically contains mullite
that is crystallized at high temperatures plus quartz and iron oxides. However, the most
important component of fly ash for making geopolymer is the amorphous material, with
the amount and ratio of Al,O3 and SiO; being paramount for activation by alkali. As every
fly ash has a different level of amorphous content with varying Al,O3 and SiO; ratios, it is
essential to accurately determine these values to enable a geopolymer formulation to be
calculated. Quantitative X-ray diffraction (QXRD) is the most direct and robust technique
for determining the amount of amorphous material and its composition [11]. With the
correct formulation and proper curing process, the compressive strength of fly ash-based
geopolymers can reach values >100 MPa [11-15].

A third geopolymer precursor is a volcanic ash made up of rock and glassy substances
ejected when a volcano erupts. Volcanic ash is largely divided into pumice and scoria
according to its chemical composition and particle shape. Scoria contains crystalline
minerals because it is formed from basaltic magma by slow cooling. Its SiO, content is
around 50%, and the color is dark. In many cases, scoria is used as source material for lunar
regolith simulant because the basaltic chemical composition of scoria and the crystalline—
glassy mixture properties are similar to lunar regolith (Table 1). Both pumice and scoria
can be used as source materials for geopolymers, as they contain large amounts of reactive
Al,O3 and SiOy, such as fly ash from thermal power plants.
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Table 1. Lunar regolith simulants used in the studies of manufacturing geopolymers for lunar base
station. PSD = particle size distribution.

hemi %
Simulant - Chemistry (wt.%) Source Note Ref.
5102 A1203 CaO
Basalt cinders from Similar to low-titanium lunar mare
JSC-1A 46.67 15.79 9-90 Merriam Crater terrain, formulated to be close to JSC-1 [6,16]
BP-1 472 167 9.2 San Francisco Volcanic Field Lack OfAChemmal similarity to [17]
pollo samples
. High similarity to the highlands soil in
LHS-1 48.1 25.8 18.4 Not sourced fr(?m any particular terms of chemical composition [1]
terrestrial source
and PSD
GVS 43.3 16.5 8.8 Volcanic scoria cones Same origin of CAS-1 and NEU-1 [3]
LN 44.83 14.18 8.93 Volcanic scoria cones Similar mineralogy to Apollo samples [18]
BH-1 433 165 8.8 Volcanic scoria cones Mineralogical and chemical analog to [19]
Apollo 16 samples
BH-2 43.3 16.5 8.8 Volcanic scoria cones Upgraded to have the same gradation [20]
to Apollo 17 samples
DNA1 4779 1916  sas  DiniEngineering srlfor Monolite Glass content of 25 vol% [21]
UK Ltd.
. . LMS-1 Fact Sheet,
LMS-1 42.81 14.13 5.94 Exolith Lab. Lunar mare simulant Exolith Lab, FL
2.2. Advantages of Geopolymers as Lunar Base Construction Materials
The potential for geopolymers as a lunar base construction material is best demon-
strated by comparing them with ordinary Portland cement (OPC) (Table 2). If a properly
formulated geopolymer mixture is cured below 100 °C, the ultimate strength of a low-Ca
fly ash geopolymer can be obtained in 24 h. Ambient curing of geopolymer is usually
achieved by adding low amounts of Ca with ultimate strength gained over 28 days. For
OPC-based concrete compressive strength at 28 days is used as the design reference for
ambient cured samples.
Table 2. Comparison of geopolymer with OPC on Earth.
Geopolymer orcC
e  Rapid strength gain
e  Higher chloride resistance
° Acid and sulfate resistance [24,25] ° Shorter setting time
e  Excellent fire resistance [13,26] ° Faster hardening
Advantages e  Impressive heat insulation e Ambient curing
° Superior acid resistance [24] ° Vasts amounts of available resource
e  Frost resistance
e  Little or no alkali-silica reaction [27]
e  Strong ITZ [23]
e  Higher drying shrinkage and crackin,
e  Lower workability & yhe 8 5
) e  Lower durability
Disadvantages e May n?ed thermal curing . - e High CO, emission
Safety issues re: working with highly alkaline solutions 0 A/ i 4 o Loaction
e  Weaker ITZ [22]

Unlike the interfacial transition zone (ITZ) between cement and aggregate, which is
the weakest part of ordinary Portland cement concrete [22], the ITZ in geopolymers is
generally stronger [23]. For this reason, when a geopolymer concrete fractures, failure may
occur through the aggregate rather than along the boundary between the geopolymer and
the aggregate (Figure 1).
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Figure 1. Fracture surface showing cracking through aggregate particles in geopolymer concrete.

In addition, geopolymers are resistant to acids [24], sulfates and chlorides, which
cause cement concrete deterioration. Moreover, ASR (alkali-silica reaction), which causes
cracking and deterioration of cement concrete, is less severe in geopolymer [27]. Above all,
geopolymer is a material with excellent fire resistance that can withstand temperatures up
to 900~1000 °C without spalling. Depending on the formulation, the compressive strength
of some geopolymers was observed to increase at high temperatures [13,26]. The superior
physical and chemical properties of geopolymer compared to OPC makes it a promising
prospect to be manufactured from lunar regolith and is thus an ideal construction material
for the purposes of ISRU.

A potential drawback of geopolymerization is the high viscosity of the alkalis and
the subsequent paste, creating workability issues. NaOH-activated geopolymer paste is
highly viscous, while KOH-activated geopolymer paste is much less viscous, albeit more
expensive [27]. In order to improve the workability of viscous geopolymers, plasticizers
used for the purpose of reducing the amount of mixing water required for OPC are also
used in geopolymers but are not very effective [28,29]. In the case of metakaolin-based
geopolymers, the use of methyl isobutyl carbinol (MIBC) has the effect of simultaneously
improving flowability and strength [30].

3. Utilization of Lunar Regolith as a Raw Material for Geopolymers
3.1. Composition of Lunar Regolith and Its Simulants

The reason lunar regolith has excellent potential as a geopolymer precursor is its
mineral composition. The major constituent minerals of the lunar regolith are olivine,
pyroxene, plagioclase, ilmenite and silica (Table 3) [31-33]. The regolith thus consists of
aluminates and/or silicates except for the ilmenite. The bulk composition of the lunar
regolith is similar to the composition of the Earth’s crust, which is 40-50% SiO, and 10-20%
AlO3. Collins et al. (2022) conducted a thorough characterization of a range of lunar
simulants [34] and provided a summary of the amorphous content of regolith from the
Apollo mission flights. The average amorphous content was found to be approximately
33 wt.%. In addition, more than one-third of the lunar regolith is made up of agglutinates
and vitreous micro-spherules [31,35]. Because agglutinate can account for 60-70% of the
lunar regolith [35], it is a highly promising source of reactive aluminosilicate source material
for geopolymers.
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Table 3. Mineralogical properties of major and minor minerals present on the moon.

Mineral Formula Specific Gravity Mohs Scale Impurities
Major minerals
olivine (Mg, Fe),Si0O4 3.2-4.5 6.5-7 Mn, Ni
pyroxene (Ca, Mg, Fe),SipO¢ 3.2-3.3 (enstatite) 5-6 (enstatite) Mn, Li, Na, Al, Sc, Na, Ti, Co
plagioclase CapAl,Sip Og 2.76 (anorthite) 6-6.5
ilmenite FeTiO3 4.7-4.8 5-6 Mn, Mg
silica SiO; 2.2-2.6 7 (quartz) Ti, Fe, Mn (quartz)
Minor minerals
apatite Cas(POy)(F, C) 32 5 REE #
baddeleyite ZrO, 5.5-6 6.5 Hf
chromite-ulvospinel FeCr,O4-Fe, TiOy 4.8-5 5.5-6 Al, V, Mn, Mg, Ca
iron Fe(Ni, Co) 79 Nji, Co
merrillite * (Caz)(POy4)n 3.1 Mg, Na
pleonaste (Fe, Mg)(Al, Cr),04 3.6-3.9 7.5-8 Mn
rutile TiO, 42 6-6.5 Nb, Ta
feldspar (Ca, Na, K)AlSizOg 2.6 6-6.5 Rb, Ba
troilite * FeS 4.7-48
zircon 715104 4.6-4.7 7.5
zirkelite-zirconolite (Ca, Fe)(Zr, Y, Ti),O5 4.7 55 Th, U, Ce, Nb
dysanalyte (Ca, Fe)(Ti, REE)O3 4-4.3 (perovskite) 5-5.5 (perovskite)
thorite ThSiO4 6.6-7.2 4.5-5 U
titanite CaTiSiOs 3.5-3.6 5-5.5 Fe, Al, REE, Th
tranquillityite * Feg(Zr, Y)TizSizOy4 4.7 Y, Al, Mn, Cr, Nb, REE
yittrobetafite * (Ca, Y’(,EI’ ET}E),)ES; REE),

* Extraterrestrial only; # REE = rare earth element.

Since the lunar regolith simulants reflect the chemical composition of the lunar re-
golith, the SiO, and Al,O3 content are suitable for the production of geopolymer (Table 1).
In addition, with the CaO content in the range of 6~10%, it is also suitable for geopoly-
merization (Table 1). Simulant JSC-1A is manufactured from the basalt of Merriam Crater
and is similar to the regolith of the Mare area. Simulant BP-1 has a higher TiO, content
than the chemical composition of the lunar regolith since it was developed for geotechnical
purposes. LHS-1 is a simulant that reproduces the chemical composition and particle size
distribution of the regolith in the Highland area and has higher Al,O3 and CaO content
compared to other stimulants. Among the simulants manufactured from Chinese volcanic
ash (GVS, LN, BH-1, BH-2), BH-1 reproduces the particle size distribution of the Apollo
16 sample. DNA-1 is a simulant developed by the European Space Agency to reproduce
the regolith of the lunar Mare area, consisting of 75% crystalline and 25% glassy particles.

3.2. Recycling of the Mixing Water

Water is not a component of geopolymer, with its role being to transport ions in
the geopolymer mixture and enable the mixing of the ingredients. Essentially, water
is necessary for the production of the geopolymer, but ideally, the mixing water can
be recovered after the geopolymer has set and hardened. In 2018, NASA announced
that a significant amount of ice water was present in craters on the lunar poles. This
discovery brought a positive shift to the concept of ISRU on the moon. However, it
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would be very difficult to retrieve water from the polar craters due to the cryogenic
temperatures experienced in this region of the moon. In 2020, observations from SOFIA, a
joint observatory between NASA and the German Space Agency, were presented with clear
evidence of water, for the first time, on the sunlit surface of the moon [36]. This positive
discovery suggests that mixing water can be secured for the production of geopolymers in
several areas on the moon.

As mentioned above, an advantage of geopolymers as a lunar base construction
material is that the mixing water can be recycled. Wang et al. (2016) presented a sustainable
model in which most of the water used is recovered and reused after the geopolymer
is manufactured from tektites, a round gravel-sized material that has been melted by
meteorite impact, ejected up into the atmosphere and then fallen back to Earth [5]. The
main components of tektite used by Wang et al. (2016) are SiO; 69.84% and Al,O3 12.16%.
In this study, the residual moisture content was found to be 0.8~1.77% in tektite-based
geopolymers cured at 60 °C for one day and then heated in a vacuum at 120 °C for 8 h.
In geopolymers, there is physically bound vaporizable moisture and chemically bound
residual moisture. Although there is controversy about the form of chemical moisture, as
present in Barbosa’s model [37], residual moisture is likely to exist in the Si-Al tetrahedral
framework in the form of OH™ bound to cations or in hydrated Na ion clusters. The strength
of tektite-based geopolymer was maintained or decreased by only about 10% even after
30 cycles of 30 min at —196 °C and 30 min at room temperature. The sustainable production
of geopolymers from lunar regolith accomplished by recycling most of the mixing water, as
proposed in Wang et al. (2016), is likely to be realized when the following two requirements
are satisfied [5]. First, the lunar regolith as source material for geopolymers must be an
aluminosilicate with the low calcium content. Many studies reported that hydrates such as
C-A-5-H or C-5-H are formed in the reaction product in the presence of calcium [38—40].
The presence of hydrates, depending on their content, weakens the advantages of the
geopolymer and reduces the amount of evaporable moisture that can be recovered. The
second is to seal the curing space to prevent moisture from escaping during the initial
curing and mixing of the geopolymer in the near-vacuum atmosphere of the moon. This
would not be technically easy in the moon’s atmosphere, which is made up of a thick layer
of suspended charged dust particles.

4. High Potential of Lunar Regolith Simulant-Based Geopolymers
4.1. Selection of Alkali Activator

In general, geopolymers are prepared by activating aluminosilicate source materials
with high pH alkali hydroxides or silicates. The most commonly used activators are alkali
hydroxides, such as caustic soda (NaOH) or potassium hydroxide (KOH), with the former
more widely used as it is less expensive. In most studies of lunar regolith simulant-based
geopolymer, caustic soda solution was solely used (Table 4). Activators made from a
combination of soda solution and sodium silicate or potassium silicate were also used. The
advantages of NaOH are that some crystalline aluminosilicate minerals are generally more
soluble in NaOH than in KOH [41], in addition to the more readily dissolvable amorphous
material. The greater the degree of Si and Al dissolution, the greater the potential strength
of the geopolymer. However, NaOH’s high viscosity and solubility decrease rapidly as
the temperature reduces [42], suggesting that mixing and curing times need to be carefully
selected. In the case of KOH, the viscosity is lower than that of NaOH, and geopolymer
prepared with KOH may be preferred in that it exhibits lower thermal expansion [43].
However, since K is larger than Na, it is more exothermic when dissolved in water [44],
which needs to be managed when processing geopolymer. Sodium silicate solution, or
water glass, is not always used alone as an activator but may be combined with caustic
soda so that targeted Si/ Al and Na/Al values can be achieved in the geopolymer.

One-part geopolymer, instead of a conventional two-part geopolymer design, can be
produced by adding free water to a mixture of powdered activator and geopolymer source
material [45,46]. Solid sodium silicate, caustic soda powder, CaO, MgO, red mud, etc., may
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all be used as activators [43]. The mechanical strength of one-part geopolymers was found
to be comparable to that of two-part geopolymers prepared with liquid activators [46]. On
the moon, a one-part geopolymer manufacturing method would be more appropriate. It
may be more suitable to use KOH rather than NaOH in that it can exhibit higher flowability
during mixing and better heat resistance of the final geopolymer. Depending on the amount
of reactive silica and alumina in the lunar regolith, optimization of mechanical properties,
heat resistance and durability of the geopolymer will be possible by changing the targeted
Si/ Al ratio by selecting either sodium silicate or sodium aluminate powder as required.

Table 4. Comparison of properties reported for lunar regolish simulant-based geopolymers.

Source  Simulant Activator Curing Temperature Compressive Strength (MPa) Note
5-10 (20 °C at 1 atm) Reduced CS for GPs cured under
BP-1 18-35 (20 °C (1 d)—600 °C (1 h)) vacuum and exposed to
[1] JSC-1A ss 20 °C at 1 atm and vacuum for 7 d, 1-4 (20 °C at 1 atm sub-zero temperatures,
LHS-1 followed by —80 to 600 °C curing (7 d)—vacuum at 20 °C) Positive effect of high amorphous
Unconsolidated (20 °C Al-Si content and high
(4d)—»—-80°C((3d) proportion of fines
07 96 35°C iy Dublly o (e i
(discontinuous) for 24 and 72 h, 15-18% decrease in CS after variation cycle at 30° latitude).
[2] BH-1 NaOH followed the temperature h 1 iceable d dati ftor th
variation cycle ranging from the cycle, Noticeable degradation after the
o S 49-70% decrease in FS after cryogenic attack with
—178.9 °C t0 99.6 °C : .
the cycle increased porosity
o 19 (20 °C), 42 (40 °C), 69 (60 °C), Curing temperature—the most
31 GVS NaOH+55 20,40, 60,80 °C at 1 atm 76 (80 °C)—28 d significant factor influencing CS
. . . Adequate space radiation
Mixing .s1.mulant Wl},h S5 followed Rockwell Hardness of 75 shielding of ‘Regishell” (simulant
[47] JSC-1A SS (s) by calcining at 260 °C for 1 h and L o .
o S (RH 80 for annealed titanium) + 10% SS binder) (by Monte
127 °C in air and vacuum for 1 h . -
Carlo simulations)
59 (7 d) Increased CS after 40 cycles of
[18] LN NaOH+SS 60°Cfor7d 50 at 120 °C thermal shock
80 at —30 °C (=196 °C for 1 hto 25 °C for 1 h)
Beneficial use of urea 3%
(48] DNA-1 NaOH 80 °C for 3 h, followed by a lunar ! (atllaigg), 41;;?5511;11;21; cc}llgle at Increased CS after LDN cycle
day-and-night cycle at —80 to 114 ! 4 Reduced CS by
at vacuum) .
vacuum dehydration
o Cured under lunar surface
30.7-99.6 °C at 1 atm and at 19 (24 h), 38 (72 h) at vacuum S
[20] BH-2 NaOH T variation
vacuum for 0-72 h 20 (24 h), 33 (72 h) at 1 atm . .
Higher CS under vacuum curing
80 °C for 6 h, -
~ o 16 (0 cycles), 25 (2 cycles), Beneficial use of urea 3% for 3D
(21] DNA-1 NaOH followed byfrgg if) ;I(’;aw cycles at 24 (4 cycles), 32 (8 cycles) printing, highest CS for pure GPs
NaOH, Less reduction in flexural strength
[49] JSC-1A NaOH+ at RT for 28 d 2 (2 M NaOH)-18 (8 M NaOH) with respect to CS
K,SiO3 beneficial use of urea.
26 °Cat1atm 10-12 (7 d) Compression molding,
[6] JSC-1A NaOH+SS 26 °C at vacuum 11-12 (7 d), 9-10 (28 d) 106 °C = average lunar
106 °C at 1 atm 9-13 (7), 10-20 (28 d) daytime heat
10623§g tfvs;u;m 17 (3 d, conventional pouring) Adequate radiation shielding and
[4] JSC-1A NaOH+SS o 38 (3 d, compression molding) thermal insulation of ‘Lunamer”’

60 °C for 3 d (pouring and

compression molding) 33 (7 d, compression molding)

(by FLUKA simulations)

Code: SS = sodium silicate; CS = compressive strength; GP = geopolymer; FS = flexual strength; RT = room
temperature.

4.2. Compressive Strength and Durability of Lunar Regolith Simulant-Based Geopolymers

It is advantageous to use a combination of sodium silicate solution and NaOH to
achieve higher compressive strength, especially when targeting specific Si/ Al values [50].
Since the gravitational force on the moon is only 1/6 of that of the Earth, approximately
6 MPa is sufficient compressive strength for lunar base construction, compared with
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35 MPa required for a one-story structure on the Earth [4]. Based on this value, it is clear
that sufficient compressive strength of lunar regolith simulant-based geopolymers can be
obtained when cured at ambient in the air (Table 4) [1,3,4,6,49].

The compressive strength of lunar regolith simulant-based geopolymers was found
to decrease by about 50% when cured in a vacuum compared to ambient curing [1]. On
the other hand, geopolymers cured at slightly higher temperatures (30.7-99.6 °C) for 72 h
were found to have higher strength when cured in a vacuum [3]. In addition, it was stated
that curing in a vacuum is advantageous for strength development by preventing efflo-
rescence [3]. Generally, rapid drying of geopolymer during curing causes microcracking,
leading to strength loss. Pilehvar et al. (2021) reported that curing in a vacuum increases
porosity and reduces strength, although the pressure (vacuum) used in Pilehvar’s exper-
iment was many orders of magnitude greater than that experienced on the moon [51].
From these results, it was inferred that careful selection of the curing scheme is essential to
maximize the strength of geopolymers manufactured on the moon, and importantly, the
processing must also be practical on the lunar surface.

Pilehvar et al. (2020, 2021) found that when conducting durability tests, the com-
pressive strength of geopolymers increased when repeatedly exposed to a low-high-
temperature cycle similar to that experienced on the lunar surface [21,51]. The compressive
strength of geopolymer was found to increase by a factor of 6 or more when exposed to a
thermal cycle of —80~114 °C in air and vacuum. In another study by Xiong et al. (2022),
geopolymer exposed to temperature cycles of —190~25 °C was found to have gained com-
pressive strength while the compressive strength of samples exposed to 0~—30 °C cycles
increased from 60 MPa to 80 MPa [18]. Xiong et al.’s explanation for the strength increase
was that the moisture trapped in the pores was frozen, and since the strength of the ice was
greater at lower temperatures, the ice in the pores contributed to the increase in the strength
of the geopolymer [18]. Zhang et al. (2022), on the other hand, reported opposite results in
that the compressive strength of geopolymers exposed to the lunar surface temperature
range of —179.8~99.6 °C decreased [3]. According to mercury intrusion porosimetry (MIP)
measurement, after exposing samples to lunar surface temperature cycles, the strength of
geopolymers decreased by 15~18% due to the increase in porosity and cracking [3]. Even
after the reduction in compressive strength, the residual strength was at least 13 MPa,
which is still sufficient for the construction of a lunar base. The flexural strength, how-
ever, showed a larger decrease of 49~70%, compared with a mild decrease in compressive
strength [3]. Although the results of changes in the compressive strength of geopolymers
exposed to lunar surface temperature cycles are inconsistent, the research results overall
are generally positive.

The cosmic radiation shielding effect has only been studied for geopolymers made
from JSC-1A simulant (Table 4). By using a simulation program, geopolymer was found
to have shielding performance adequate for a 12-month stay by humans on the moon,
assuming no extreme solar flare events. The equivalent dose would be equal to 5 ¢Sy,
which is the annual whole-body radiation worker limit on Earth [4]. In another study
by Ferrone et al. (2022), a regolith-binder thickness of 1 m would be required to reduce
the galactic cosmic radiation (GCR) dose by half [47]. Ferrone et al. (2022) based their
simulations on a 14-day lunar stay [47]. In these two studies, the geopolymers were
prepared with a combined activator of caustic soda and water glass, but the Si/ Al ratio of
the geopolymers prepared by each team was not specified. As the most important factor
influencing the properties of a geopolymer is the chemical composition of the geopolymer,
it is necessary to evaluate the shielding properties of geopolymer with different Si/Al
ratios. Much of the above discussion is based on geopolymer made from a simulant. Once
successful in achieving adequate geopolymer binder strength, the potential of adding filler
or aggregate using other lunar regolith minerals can be explored. Two things are achieved
by doing this: first, a low binder:aggregate ratio means less binder is needed, and secondly,
aggregate with high cosmic radiation absorption properties can be included.
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In order for more extensive dissolution during the early stages of geopolymerization,
it is important to preserve moisture in the geopolymer mixture (Figure 2), as this is when
water is consumed. The lunar surface temperature varies depending on the location, and it
can reach up to 125 °C [52]. Temperatures above 50 °C last for about 9 days at 30° latitude
on the moon. Compared to conventional thermal curing for 24 h on Earth, ambient curing
provides sufficient strength on the moon. However, evaporation of moisture inhibits the
initial geopolymer reaction and leads to a decrease in compressive strength. Therefore
it is technically crucial to mix the source materials and seal the geopolymer mixture
during curing.

Dissolution Polymerization, .
(comsuming H,0) Polycondensation Hardening

e \‘ \‘

." “‘ ."
Aluminosilicate Aluminate
. 4 Marcromolecule Geopolymer
[Source + Alkali activator Silicate monomers } poly

Releasing H,O Releasing H,O

Figure 2. Geopolymerization reaction based on the conceptual model of Duxson et al. (2007) [53].

5. Conclusions

Research results based on geopolymers made from lunar topsoil simulants are very
positive and support the proposition that geopolymers could be used as a lunar base
construction material. The geopolymer structures would protect long-stay astronauts from
extreme temperature and cosmic radiation while achieving ISRU targets of the utilization
of lunar regolith. However, given that any lunar regolith simulant does not perfectly
reproduce the lunar regolith, and the characteristics of the lunar regolith vary depending
on the landing site, issues remain to be solved for this applicability to be realized in the
ISRU scope.

Ideally, in ISRU, it would be the use of a one-part geopolymer that is produced by
adding only water rather than the conventional two-part geopolymers. For this to be
achieved, the type and amount of the activator in powder form that is most suitable in
terms of cost and performance of the geopolymer should be thoroughly evaluated. Above
all, since most of the lunar regolith particles have an angular shape, ways to increase
the workability of geopolymers on the moon and how to promote curing in a vacuum
over a wide temperature range of —171 °C to 120 °C or higher will need to be carefully
addressed in the future. Recycling the blended water is absolutely necessary, and the
durability of geopolymers is expected to be improved if moisture is recovered. The most
difficult problem is to develop a quantitative mixing method tailored to the characteristics
of lunar regoliths, such as a method for calculating the mix proportions of fly ash-based
geopolymers with high compressive strength.
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Abstract: The emission of greenhouse gases and natural-resource depletion caused by the production
of ordinary Portland cement (OPC) have a detrimental effect on the environment. Thus, an alternative
means is required to produce eco-friendly concrete such as geopolymer concrete (GPC). However,
GPC has a complex cementitious matrix and an ambiguous mix design. Aside from that, the
composition and proportions of materials utilized may have an impact on the compressive strength.
Similarly, the use of robust and efficient machine-learning (ML) approaches is now required to
forecast the strength of such a composite cementitious matrix. As a result, this study anticipated the
compressive strength of GPC with waste resources using ensemble and non-ensemble ML algorithms.
This was accomplished through the use of Anaconda (Python). To build a strong ensemble learner by
integrating weak learners, adaptive boosting, random forest (RF), and ensemble learner bagging were
employed. Furthermore, ensemble learners were utilized on non-ensemble or weak learners, such
as decision trees (DT) and support vector machines (SVM) via regression. The data encompassed
156 statistical samples in which nine variables, namely superplasticizer (kg/m?), fly ash (kg/m?3),
ground granulated blast-furnace slag (GGBS), temperature (°C), coarse and fine aggregate (kg/m?),
sodium silicate (Na;SiO3), and sodium hydroxide (NaOH), were chosen to anticipate the results.
Exploring it in depth, twenty sub-models with ensemble boosting and bagging approaches were
trained, and tuning was performed to achieve the highest possible coefficient of determination (R?).
Moreover, cross K-Fold validation analysis and statistical checks were performed via indicators for the
evaluation of the models. The result revealed that ensemble approaches yielded robust performance
compared to non-ensemble algorithms. Generally, an ensemble learner with the RF and bagging
approach on a DT yielded robust performance by achieving a better R? as 0.93, and with the lowest
statistical errors. The communal model in artificial-intelligence analysis, on average, improved the
accuracy of the model.

Keywords: fly ash; slag; machine-learning; validation; parametric analysis; ensemble approaches

1. Introduction

The emissions of greenhouse gas (GHG) in the environment have caused the melting
of glacier reservoirs, which tremendously contributes to major threats to the globe [1]. The
concrete sector is believed to be the most significant source of greenhouse-gas emissions,
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contributing up to 50% of world emissions [2]. Thus, Portland cement (PC), an essential
component of concrete, significantly contributes to GHG emissions [3]. The production
of PC contributes around 7% to the atmosphere and the environment. Furthermore, the
calcination of calcium oxide (CaO) during the cement-manufacturing process accounts
for 50% of CO, emissions [4]. Currently, 4000 million tons of PC are produced annually,
with an anticipated of about 6000 million tons by 2060 [5]. These figures show the need for
alternative measures to meet the rising demand for concrete while using fewer resources
and effectively emitting less CO; [6,7]. Therefore, the utilization of leftover recycled and
waste substances in concrete is one of the proposed scientific and realistic remedies for
reducing its high demand [8-11]. This will not only meet the growing need for concrete,
but it will also reduce the risk to the environment [9]. In this regard, fly ash (FA) and
GGBS as natural pozzolanic materials can be effectively used as supplemental cementitious
materials in the construction sector [12-15]. Thus, their use in the building sector could
reduce the environmental consequences associated with the manufacturing and usage of
cement in the building industry. Moreover, the addition of these materials with alkaline
solvents such as Sodium silicate (Na;SiO3) and sodium hydroxide (NaOH) produces viable
and eco-friendly environmental concrete such as geopolymer concrete (GPC) [16-19]. The
amorphous gel form of GPC possesses many outstanding and attractive characteristics,
including resistance to sulfate attack, acid resistance, enhanced durability, fire resistance,
and an undoubtedly greater compressive strength than conventional concrete [12,20-23].
Likewise, their use in the construction industry can extensively lessen CO, emissions in
the atmosphere [24]. Moreover, the difference between ordinary Portland cement (OPC)
and GPC is illustrated in Table 1. Studies have revealed that the chemical and physical
properties of the matrix have a major influence on the strength of GPC. Thus, the fly-ash-
to-NaOH ratio, NaySiO3-to-NaOH ratio, workability, fly-ash-to-sand ratio, molarity, and
alkaline ratio affect the strength of concrete [25-27]. Ukritnukun et al. [28] observed that
the blast-furnace slag concentration, curing temperature, and silicate modulus all had a
beneficial effect. Additionally, Asghar et al. [29] determined the ideal molar ratios of Ca/Si
(calcium oxide/silica) and (Na + K)/Si ((sodium + potassium)/silica), as well as the ideal
volume ratio (H,O/solid)y for increasing the strength properties of GPC. Songpiriyakij
et al. [30] found that a Si-to-Al ratio of 15.9 resulted in the formation of GPC with the
relatively high compressive strength of 73 MPa. Puertas et al. [31] examined the strength
and growth characteristics of fly-ash/slag-paste-hydration products. After 28 days of
curing at 25 °C, they reported that the mechanical properties of the mix with a fly-ash/slag
ratio of 1.0 that was cured at 25 °C and stimulated with a 10 M NaOH solution exceeded
50 MPa. Moreover, according to Rai et al. [31], the cumulative effect of NaOH molarity,
curing temperature, and activator-to-binder ratio directly impacts the initial compressive
strength, while the NaOH/Na,SiOs ratio is not statically important, and the target strength
can be attained more quickly at high temperatures than at room temperatures.

Table 1. Comparison of GPC with OPC.

Attributes

GPC orcC Summary References

Tensile strength

GPC has higher strength due to presence of

Greater Lower aluminosilicate, activators and types of [32]

activators that enhance the strength at early age.

Presence of aluminosilicate, activators and

Acid attack More resistance Less resistance types of activators show enhanced resistance [33]
to acidic attack
Presence of aluminosilicate, activators and

Durability More resistance Less resistance types of activators show enhanced resistance [34]

to acidic attack
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Table 1. Cont.

Attributes

GPC orc Summary References

Compressive strength

Higher Lower Same factors as tensile strength [35]

Porosity

Internal geopolymeric structure and presence

Significantly less Moderate of aluminosilicate, activators and types of [36]

activators influence GPC porosity.

Fire resistance

GPC concrete is more resistant to

Significantly higher = Limited deterioration caused by high temperatures as [37]

compared to OPC.

CO, emission

Lower Higher

Utilization of waste materials shows lesser

CO; as compared to OPC (38

To make GPC, pozzolanic materials with binding properties are polymerized at high
temperatures in an alkaline medium [39]. As a result, a crystalline and amorphous com-
pound is formed, which can be used to achieve the desired mechanical properties [39].
However, the high demand for heat curing in the production of a geopolymerization com-
pound is not recommended for in-field application. Due to the high heat demand of curing,
this will limit the use of FA-GPC in the construction domain [40]. Thus, heat demand can
be reduced by using a slag blend with a high concentration of calcium, silica, and alumina.
The use of the GGBS slag blend in conjunction with FA gives a dense microstructure with
hydrated and polymerization products that significantly improve the early age strength
of GPC. Yazdi et al. [41] examined the outcome of GPC by varying the dosage of FA with
GGBS. The author showed that replacing FA with GGBS results in a significant increase
in compressive and flexural strength of 100 MPa and 10 MPa, respectively. Furthermore,
Fang et al. [40] studied the varying dosage of slag content on the flexural and split ten-
sile strength of FA-GPC. The author revealed a higher strength due to the formation of
C-A-S-H gel and N-A-S-H. This ultimately speed up the reaction process of GPC [40]. The
compressive strength of concrete is typically evaluated by conducting physical tests. In
general, concrete specimens that are cubical and cylindrical in shape are produced by
using precise mixture ratios and curing with water for approximately 28 days to yield
the hydrated products [42]. Afterwards, the compressive strength is determined using a
compression-testing machine. This approach is common in the execution of work in the
field and laboratory, yet it is inefficient and time-consuming. Rather than using standard
experimental procedures to determine the compressive strength of concrete, empirical
regression methodologies are preferable for estimating the strength of concrete [43]. On the
other hand, the literature reveals that the chemical composition and physical proportions
of variables have a significant impact on the GPC [44]. Moreover, heterogeneity exists in
the production of GPC as a result of the variety of parameters involved. While various
algorithms and methods based on statistical approaches are capable of evaluating the
compressive nature of GPC, the relationship between factors and mechanical strength is
not well understood. Thus, machine-learning (ML) approaches may now be used to predict
the compressive strength of concrete, thanks to recent advances in artificial-intelligence
algorithms [45-52]. The evolution of the advanced prediction algorithms could be used
for a variety of purposes, such as regression, classification, and clustering of data [53].
Estimating the compressive loading capacity of concrete is just one application of the
ML regression function. The ML methodology, in contrast to prior regression methods,
delivers very precise results [54,55]. The discovery of artificial-intelligence algorithms
such as genetic engineering programming (GEP), support vector machine (SVM), artificial
neural network (ANN), and ensemble approaches has enabled researchers to address tough
problems [56-61].

This research will investigate the effect of network- and tree-based models for predic-
tion by employing boosting, AdaBoost (bagging), and utilizing modified bagging random
forest (RF). Unlike previous research, this study does not exclusively depend on ensemble
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techniques, but also discusses the tree- and network-based studies on ensemble learning.
Second, this study is based on modeling of ensembles over individual models in order
to anticipate the compressive behavior of GPC using secondary raw materials. To the
authors’ knowledge, no work similar to ensemble ML models for GPC has been employed.
Furthermore, this modeling was carried out in Anaconda navigator version 1.9.12 with
Python version 3.7.

2. Database Presentation Using Python

For the representation of the database, the Anaconda-based Python programming
(version 3.7) was utilized from the published literature (Table S1) [62-72]. The data were
gathered from the accessible literature and comprise nine parameters, namely as fly ash
(kg/m?3), alkaline activator (kg/m?), aggregate (kg/m?), GGBS (kg/m?), NaOH molarity,
SP dosage (kg/m?), curing temperature (°C) and an output parameter of compressive
strength as illustrated in Figure 1. Every parameter that was chosen had a significant
impact on the strength qualities of fly-ash-slag-based concrete. Moreover, the Python
programming language was used to find the link between these variables and concrete
compressive strength. Additionally, the influential variables in forecasting the mechanical
strength were evaluated through the use of permutation features. Furthermore, Table 2
illustrates the variable range values with maxima and minima based on the 156 data points,
while Table 3 displays the results of the statistical-analysis check, which includes the mean,
the count, and the standard deviation. The parameters used in making the models have a
substantial influence on the model’s robustness. Seaborn, a command in Python, is used to
employ machine learning (ML) and to depict the correlation between two variables.

Table 2. Contribution of parameters with ranges.

Variables Used Acronym Minima Maxima

Input variables

Fly ash FA 0 400
Fine aggregate FIA 547 810.6
Ground granulated blast furnace slag GGBS 0 409
Coarse aggregate CAA 966 1293
Sodium hydroxide NaOH 9 143.3
Sodium silicate NaySiO3 54 192.9
Super plasticizer SpP 0 180
Temperature T°C 0 60
Output
Compressive strength fc 10.5 89.6
70 70
$ £«
3 2
i %
T T
Iy g a0
H 2 30
: En
2 $
kS 51
& 4
0
Do 50 100 150 200 250 300 350 400 450 500 600 700 800
FA (kg/m3) GGBS (kg/m?) Fine aggregate (kgfms)

Figure 1. Cont.
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Figure 1. Frequency distribution of input and output parameters.

Table 3. Descriptive data of parameters.

Statistical Description FA GGBS Fine Coarse NaOH Na,SiOj3 SspP NaOH Temp.
Mean 252.5 1514 729.8 1096.0 60.5 123.0 77.6 8.6 28.1
Standard Error 6.9 6.9 54 9.4 2.1 29 6.5 0.3 1.6
Median 270.0 135.0 760.5 1090.8 57.1 115.7 7.9 8.0 25.0
Mode 303.8 101.3 774.0 1090.8 81.0 81.0 0.0 8.0 30.0
Standard Deviation 86.3 86.7 68.0 117.9 26.8 35.7 81.0 3.9 20.6
Sample Variance 74427 7522.7 4620.5 13,889.3 720.4 1275.1 6558.3 15.2 4224
Kurtosis 2.5 2.2 0.0 -1.5 3.0 -0.9 -1.9 0.2 -0.9
Skewness —14 1.3 —0.8 0.3 1.2 0.1 0.2 —-0.5 0.3
Range 400.0 409.0 263.6 327.0 134.3 138.9 180.0 16.0 60.0
Minimum 0.0 0.0 547.0 966.0 9.0 54.0 0.0 0.0 0.0
Maximum 400.0 409.0 810.6 1293.0 143.3 192.9 180.0 16.0 60.0
Sum 39,3845 23,6245 113,849.2 1709804 94323 19,1854  12,100.6 1336.0 4380.0
Count 156.0 156.0 156.0 156.0 156.0 156.0 156.0 156.0 156.0
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3. Methods

ML technologies are now being used in a wide range of industries to anticipate and
understand the nature of various constituents. In this study, ML-based methods such as
SVM, the decision tree (DT), RF, and multiple linear regressions (MLR), were utilized to
estimate the compressive strength of GPC. These methods were chosen for their popularity,
robustness in predicting outcomes, and were recognized as the top evaluated algorithms.
Furthermore, the ensemble model with weak learners was utilized to model the strength
of GPC utilizing AdaBoost and bagging. Moreover, Figure 2 depicts the entire systematic
diagram of the individual and ensemble learning approach.

[

Modified
learner

Models ] i >

\ 4
- { AdaBoost

[ Random forest (RF) ]

Bagging

Figure 2. Flow diagram of models used in this research.

3.1. Decision Tree

This is a supervised ML approach that creates a tree-like model from training data
using the DT. It is similar to a schematic flow in that each of the vertices reflects a test
of a characteristic and that each route reflects the result of the test o that feature. It is
referred to as a DT due to the fact that its form is comparable to that of a tree. This is
accomplished through the use of partitions in predictors, which allows the target variables
to be based primarily on divisions between the input parameters. Due to the fact that the
regression tree automatically picks values, the educated regression tree presents parameters
that are much more relevant to anticipate target variables from the preceding tree node
than variables, which are less important to predict target variables. Because the specified
dataset has no classifications, a regression model is fitted to the target variable using the
independent variables. Every variable has several sites of division. The technique compares
the predicted and actual numbers for each division point. The split point errors for all
variables are summed, and the variable with the fithess function’s fewest values is chosen
as the split point. This process is repeated.

3.2. Random Forest

The RF approach is both a regression and a cataloging approach, and it has been the
subject of the majority of the research work. Breiman invented RF regression in 2001, and it
is widely regarded as an improvement over traditional classification regression methods.
It is reported that the key advantages of RF are its flexibility and speed in building input—
output relationships. The main difference between DT and RF is that DT only builds one
tree whereas RF builds a forest of trees where dissimilar data are randomly picked and
given to each tree. The data are organized into rows and columns for each model tree,
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with different sizes of columns and rows being used for different trees. Moreover, the
development of every tree is carried out in the sequence of phases shown below.

1. Approximately two-thirds of the entire dataset is picked at random for each forest and
is symbolized by the data frame, a process known as bagging. In order to discover the
optimum node-splitting technique, the predictor parameters are chosen at random.

2. Out-of-bag error is assessed for all of the trees based on the data that are available.
Then, the mistakes from each tree are added together in order to yield the final output
for each tree.

3. Each tree provides a statistical analysis based on regression, and the algorithm chooses
the forest that receives the greatest number of votes. The votes might be 0 or 1. The
fraction of 1 s is a prediction probability.

3.3. Support Vector Regression

Vapnik is considered to be the originator of SVM, which was initially utilized in the
year 1995. It is now frequently used for classification, prediction, and regression. Because
SVMs can effectively handle nonlinear regression problems, they are commonly utilized in
input-output analysis. This is accomplished by applying a static diagraming strategy to the
SVM analysis data in order to map them into n-dimensional function space. After that, the
nonlinear activation operations are employed to match the substantially high-dimensioned
space in which the information on the input parameters is more distinct from the original
data, leading to a much more precise match. The linear function in space is denoted by the
symbol f (x, w), which may be written as follows:

flx,w) = Z}Ll w;gi(x) +b 1)

where, ‘U, ’gj(x)’, and ‘w’ denote the nonlinear bias term, input space, and weight vec-
tor transformations determined by enhancing the normalized risk function, respectively.
Assessment quality is also calculated by a loss function L¢, where L, can be given as follows.

Le = Le(y, f (x,w)) = { 0 if ly— f(xw) < e o

ly — f(x,w)| otherwise

SVM regression is unique in that it uses an e-insensitive loss function to compute a
linear regression function for the additional higher-dimensional space while minimizing
model complexity ||w||*. This job is proven by non-negative slack variables ¢; + ¢;*, where
I=1,...,nisused to find models from the 7-insensitive field. Thus, the SVM regression
can be built by streamlining the function as follows:

ming [[ol[* +C Y (& + &) ©)

yi— flx,w) <e+ ¢}
subjectto ¢ f(x;,w) —y; <e+¢f )
¢i,¢; >0,i=1,...,n

This optimization issue may be turned into a dual situation that can be resolved by

flx) = 27:; (a; + ] )K(x,x;) subject to 0 < aj < C,0<w; <C (5)

where ngy is the quantity of provision vectors. The kernel function is
K(x,xi) =Y (8i(x) + &i(x)) (6)

During the training process, selected SVM kernel functions such as the linear, radial
basis, polynomial, and sigmoid functions are used to determine support vectors along the
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function surface of the function surface. The kernel settings are influenced by the type of
kernel used and the software that is implemented.

3.4. Boosting and Bagging Ensemble Approaches

Ensemble techniques are used to improve ML recognition and prediction accuracy. By
integrating and aggregating numerous weaker prediction models, these methods generally
assist in alleviating over-fitting issues (component sub-models). It is possible to make a
smarter learner by intelligently altering training data and constructing several sub-models
(A, B, ..., N). Furthermore, the ideal model may be made by merging prominent sub-
models using voting and averaging combination measures to reach the best possible result,
as illustrated in Figure 3. Bagging is among the most widely used ensemble modeling
techniques, which uses the bootstrap resampling method to gather data and calculate
benefits. During the bagging procedure, the first training set substitutes partial models
from the actual model. A few data samples can appear in multiple models, whilst some
do not appear at all in any product models. The final model outcome is then calculated by
taking an average of the outputs from all of the component models.

The boosting process, like the bagging technique, generates a cumulative model that
results in the construction of a number of components that are more precise than non-
ensemble models. Additionally, boosting is the process of using weighted averages by
relying on sub-models to determine where it should be included in the finalized model.
Based on individual learners such as SVM, DT, and RT, this study predicts the strength of
GPC using boosting and bagging techniques.

There are two types of tuning parameters utilized in communal (ensemble) algorithms:
(i) parameters that are connected with the perfect amount of model learners, and (ii) learning
rates. The boosting and bagging algorithms with twenty ensemble models were made from
the individual base learner and the best model constructs were picked based on strong
correlation coefficient values, as shown in Figure 3 and Table 4. It can be seen that the DT
with AdaBoost and bagging with N = 5 and 9 yields an R? of 0.92. Moreover, support vector
regression (SVR) shows a similar trend with an estimator of 4 and 12 yielding a strong
correlation of about 0.90 and 0.93, respectively.

Table 4. N-estimator response of models.

Technique Used Ensemble Machine-Learning Methods = Ensemble Models = Optimum Estimator R2-Value
Approaches
Individual - DT - - 0.7623
- SVR - - 0.7923
Ensemble Bagging DT - Bagging (10,20,30 ... .200) 09 0.9206
SVR - Bagging (10,20,30 ... .200) 12 0.9300
Ensemble Boosting DT - AdaBoost (10,20,30 ... .200) 05 0.9257
SVR - AdaBoost (10,20,30 ... .200) 04 0.9005
Modified learner RF (10,20,30 ... .200) 10 0.9388
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Figure 3. Ensemble modeling (a) DT with AdaBoost algorithm; (b) DT with bagging algorithm;
(c) SVR with AdaBoost algorithm; (d) SVR with bagging algorithm; (e) RF ensembling.
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4. Model Assessment Using Statistical Measures
The robustness of the model is evaluated by statistical checks in the form of error
measures for individual and ensemble models are presented from Equations (7) and (8)

1
MAE = — Yo lxi— x| 7)

(ypred - yref)z

RMSE =\ }_ N ®)

5. Result

A linear regression model for predicting GPC with variable influences is illustrated
in Figure 4. It should be noted that the Python-based approach has a strong correlation in
the prediction of strength, as demonstrated in Figure 4a. However, this approach shows
a lesser correlation in prediction with R? = 0.637. In addition, the difference between the
prediction and target in terms of its absolute-error distribution is illustrated in Figure 4b,
showing that the majority of the predicted outcomes depict greater error with 17.87 MPa
(maximum), 0.29 MPa (minimum), and 7.69 MPa (average) absolute error, specifying that
the data set of the model is biased. It shows that linear regression may be used to anticipate
non-linear analysis results to a limited extent. Although, the MLR model cannot be used
for non-linear analysis outcomes that have the strongest correlation to their outcome.

Equation y=a+b*x n
Pearson’s r 0.82558 18 o
7 |R-Square (COD) 0.68158
Adj. R-Square  0.67096 | g - 16
|‘“JM
'g 12
=1
]

(eaWN)

8

6

4
2

30

40

Experimental values (MPa)

50 60 70 80 90 100

(a (b)
Figure 4. (a) Linear regression modeling; (b) distribution of errors via regression.

5.1. Decision Tree

The supervised and nonlinear regression model with a DT provided a soundly favor-
able prediction outcome, as depicted in Figure 5. In addition, the DT was modeled using
several ensemble methods, such as bagging and boosting, as depicted in Figure 5. It can
be seen in Figure 5a that the DT as an individual algorithm produces a good relationship
with R? = 0.76. Moreover, the performance of the model can also be assessed by its absolute
error, as demonstrated in Figure 5b. However, the model accuracy and outcome prediction
can also be evolved by using ensemble approaches due to its performances and robustness.
In addition, adding a boosting regressor to the weak or individual learner shows a positive
correlation with R? = 0.92, as depicted in Figure 5c, with its reduced error distribution in
Figure 5d. The bagging model illustrates a good R? = 0.92 with average errors of 15.78 MPa
(lesser maximum), 0.26 MPa (minimum), and 3.22 MPa compared to MLR, as shown in
Figure 5e,f. Although, the same individual model was modeled with AdaBoost regressor,
showing a clear significant enhancement of the model. Moreover, the efficiency of the
model can also be judged by its absolute errors, as depicted in Figure 5g. Its shows that the
model performance is significantly enhanced as compared to the MLR model.
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Figure 5. DT modeling; (a) non-ensemble model; (b) non-ensemble absolute-error distribution;
(c) ensemble model of DT with boosting approach; (d) absolute errors of DT with boosting approach;
(e) ensemble model of DT with bagging approach; (f) absolute errors of DT with bagging approach;
(g) Comparison of models with errors using waterfall plot.
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5.2. Support Vector Regression

ML with SVR was carried out to predict the mechanical properties of GPC, as shown
in Figure 6. The predicted outcome with experimental data points as individual regression
models depicts a strong relationship with R?>= 0.79 due to its obstinate generalization
capacity in making a robust performance, as shown in Figure 6a. Similarly, to the DT,
SVR model accuracy can also be evaluated by its absolute-error distributions, as depicted
in Figure 6b. It shows that the overall results of the predicted outcome lie close to the
experimental values with minor data lying as outliers, but it does not devalue the accuracy
of the model. In addition, in terms of statistical measures, SVM models show reduced
average errors of about 5.69 MPa as compared to MLR (7.69 MPa). Likewise, the SVM
model is ensembled and thus shows significant enhancements as depicted in Figure 6¢,e
with R? = 0.90 and R? = 0.93, respectively. Figure 6c,d represent the regression analysis
of the boosting algorithm with its error distribution, showing that the boosting algorithm
has an obstinate effect on forecasting the properties of concrete. Overall, the efficiency of
the model can also be evaluated by its maximum (13.97 MPa), minimum (0.19 MPa), and
average errors (4.14 MPa), and it is reported as a minimum compared to MLR. In addition,
the bagging algorithm shows a similar trend by yielding a reasonable model with R?= 0.93
and its error distribution of 9.92 MPa (maximum), 0.08 MPa (minimum), and 3.76 MPa
(average), as illustrated in Figure 6e,f. The overall comparison between SVR and bagging
and boosting in terms of their absolute errors is shown in Figure 6g. The model with SVR
demonstrates a significant and accurate prediction due to the strong learner in the model.
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Figure 6. SVR modeling; (a) non-ensemble model; (b) non-ensemble absolute errors distribution;
(c) ensemble model of SVR with boosting approach; (d) absolute errors of SVR with boosting approach;
(e) ensemble model of SVR with bagging approach; (f) absolute errors of SVR with bagging approach;
(g) Comparison of models with errors using waterfall plot.

5.3. Random Forest

The RF algorithm is a type of ensemble ML approach that incorporates the bagging
method and random-feature-selection procedure to yield a predictive model. The predictive
performance between the target and experimental results is depicted in Figure 7. The model
illustrates a well-defined correlation with R?= 0.938 and is also assessed by its absolute
error distributions as illustrated in Figure 7b. It can be seen that the RF-based model gives
a lesser difference between prediction and experimental values with maximum, minimum,
and average errors of about 10.54 MPa, 0.08 MPa and 3.217 MPa, respectively. Similarly,
the forecasted results show that the influence of the strong learner in prediction is far better
than individual approaches.
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Figure 7. RF; (a) Relationship of experimental and predicted values; (b) Error-distribution result
of model.

5.4. Cross-Validation Results

In order to assess a model, it must have the desired level of accuracy. To assure the
accuracy of prediction models, it is necessary to perform this validation. The validation of
this model was performed by using a ten-fold validation, as illustrated in Figure 8. This
strategy is intended to limit the degree of bias involved in selecting the training data set at
random during the training process throughout the training phase. It divides the data that
are used to make the model into ten equal sections.

It uses nine out of ten subsets to design the robust learner and one set to authenticate
the model. This approach yields an average error accuracy and is evaluated through statisti-
cal errors. The ten-fold cross-validation approach is said to demonstrate the generalization
and dependability of the model performance, as demonstrated in Figure 8. The DT model
with the ensemble approach via AdaBoost and bagging depicts good ten-fold R? values
with an average values of R? = 0.89 and 0.879 for the AdaBoost and bagging approaches,
as illustrated in Figure 8a. Similarly, the model shows a significant validation response by
showing lesser RMSE and MAE errors with 8.99 MPa and 10.65 MPa for both ensemble
models, respectively, as shown in Figure 8b,c. Moreover, the validation response via the
SVR model in terms of R? shows an average error of 0.89 and 0.86 for the tenth k series
for both models, as illustrated in Figure 8d. This depicts a strong accuracy of the models
towards predictions. Likewise, the validation response in term of RMSE and MAE for
the SVR model demonstrate the same response as for DT by showing lesser errors, as
illustrated in Figure 8e,f. Additionally, the RF model depicts a comparable response to
DT and SVR by adamantly representing a positive R? relation with predicted values and
showing lesser errors.

5.5. Statistical Analysis of Models

The evaluation of the models is also performed by conducting statistical measures.
Apart from R?, the statistical check is significantly useful in the assessment of any model by
measuring the numerical values, as depicted in Table 5. It can be seen that the individual
model yields an MAE error of about 7.69 MPa, which is more than the ensemble models. DT
with AdaBoost and bagging yields 53.3% and 58.12% more accurate models as compared
to the individual. Similarly, RMSE and MSE show the similar response for the DT model.
The SVR model shows that the ensemble model increases the efficiency of the models by
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27.24%, 49.51%, and 28.99% for the AdaBoost model and by 33.92%, 60.8%, and 37.4% for
the bagging model due to the incorporation of the weak learner in the making of a resilient
model. Likewise, the RF model demonstrates a more efficient prediction model due to its
lesser errors, as illustrated in Figure 7.
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Figure 8. K-fold validations; (a) DT correlation with ensemble models; (b) DT RMSE errors with
ensemble models; (c) DT MAE errors with ensemble models; (d) SVR correlation with ensemble
models; (e) SVR RMSE errors with ensemble models; (f) SVR MAE errors with ensemble models;
(g) RF correlation with ensemble models; (h) RF RMSE errors with ensemble models; (i) RF MAE

errors with ensemble models.
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Table 5. Statistical analysis.

Approaches Use ML Methods MAE MSE RMSE
Individual learner DT 7.69 63.20 7.95
SVR 5.69 55.20 7.43
Ensembling with AdaBoost DT 3.59 20.70 4.55
SVR 4.14 27.87 5.28
Ensembling with bagging DT 3.22 21.52 4.64
SVR 3.76 21.62 4.65
Ensemble model RF 3.21 16.89 411

5.6. Permutation Features Analysis of Variables in Geopolymer Concrete

The permutation analysis depicts the influence of each variable on the target strength
of GPC, and was conducted through the spyder notebook by using Python language in
Anaconda software, as illustrated in Figure 9. The analysis results reveal that the GGBS, FA,
and temperature (°C) have a significant effect on the strength of GPC due to the occurrence
of major Si0O;, Al,O3, and CaO in the amorphous state [73-75]. Additionally, the presence
of GGBS in concrete gives rise to binding phenomena in the presence of the alkaline
medium. Moreover, when GGBS is combined with FA in an alkaline medium, it gives rise
to additional calcium content that is responsible for the enhanced mechanical properties.

GGBS u

Temp ]
FA

SP
Fine
Coarse
Na,SiO,

NaOH
NaOH (M)

0 5 10 15 20 25 30 35 40 45 50
Relative distribution of parameters (%)

Figure 9. Permutation analysis of parameters in geopolymer concrete (GPC).

6. Conclusions

The aim of this research was to anticipate the strength of GPC using the individual
and ensemble ML approaches. For prediction, two individual approaches, DT and SVR,
and three ensemble techniques, bagging, AdaBoost, and RF regression were used, and the
following conclusions are drawn from the analysis.

1.  The DT as an individual approach yields a positive outcome with R? = 0.76. Neverthe-
less, the ensemble approaches with bagging and boosting depict precise results with
R? = 0.92. These indications make it clear that the ensemble approach yields positive
results due to its weak-learner incorporation.

2. SVR shows a similar response with ensemble approaches as compared to the individ-
ual approach. Moreover, the SVR model shows superior performance by depicting
a good coefficient of determination with R? = 0.90 for boosting and R?= 0.93 for
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bagging. Similarly, RFR yields better performance with R? = 0.93 for the testing
set. This shows that the ensemble model yields robust performance as compared to
non-ensemble approaches.

3.  Cross-validation of the test set reveals lesser MAE, RMSE errors, and good average
correlations of R? for the DT, SVR, and RE, indicating the accuracy of the model.
Statistical-analysis results reveal lesser error for MAE, RMSE and MSE as compared
to individual approaches.

4. The RF and SVR with bagging were superior to individual and ensemble approaches
by showing R? = 0.93.

5. Permutation analysis of variables shows that FA, GGBS, and temperature have a major
influence on the strength of GPC.

Supplementary Materials: The following supporting information can be downloaded at: https://
www.mdpi.com/article/10.3390/ma15103478 /s1, Table S1: Parameters selected based on the literature
review and the published data used in the prediction of fly ash slag-based concrete [62-72].
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Abstract: The setting behavior of geopolymers is affected by the type of source materials, alkali
activators, mix formulations, and curing conditions. Calcium hydroxide is known to be an effective
additive to shorten the setting period of geopolymers. However, there is still room for improvement
in the understanding of the effect of calcium hydroxide on the setting and phase evolution of
geopolymers. In this study, the setting behavior and phase evolution of geopolymer containing
calcium hydroxide were investigated by XRD analysis. The setting time of the geopolymer was
inconsistently shortened as the amount of calcium hydroxide increased. A low calcium hydroxide
dose of up to 2% of the total mix weight could contribute to the enhancement of compressive strength
of geopolymers besides a fast-setting effect. The C-S-H gel is rapidly precipitated at the early stage
of reaction in geopolymers containing high calcium hydroxide with some of the calcium hydroxide
remaining intact. The ex-situ high-temperature XRD analysis and Rietveld refinement results revealed
that geopolymer and C-S-H gel transformed into Si-rich nepheline and wollastonite, respectively.
The wollastonite was also observed in heat-treated geopolymers with a low calcium hydroxide dose.
It is believed that C-S-H gel can be precipitated along with geopolymers regardless of how much
calcium hydroxide is added.

Keywords: fast setting; calcium hydroxide; C-5-H; metakaolin; geopolymer

1. Introduction

Geopolymers are inorganic binder materials synthesized by combining amorphous
aluminosilicate materials such as fly ash and metakaolin with alkaline solutions between
ambient and low temperatures below 100 °C [1,2]. As compared to ordinary Portland
cement (OPC) which is hardened via hydration reaction, the hardening of geopolymers is
caused by polycondensations between aluminate and silicate species which are released
from source materials and alkaline solution [1]. Randomly connected Si and Al tetrahedrons
are linked by sharing oxygen anions form the network structure of geopolymers. The
negative charge of structure created by Si substitution of Al is compensated by alkali metal
ions such as Na and K [1]. Geopolymers exhibit outstanding performances which are
hardly obtained in OPC such as high early-age strength, good chemical stability, thermal
resistance, and immobilization of toxic elements [3-8].

Regardless of the source materials, it takes a longer period of time for geopolymers to
set compared to OPC, which takes about 10 h for the final setting at ambient temperature [9].
The initial setting of fly ash-based geopolymer using low calcium fly ash (class F) takes
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more than a day at ambient temperature [10]. In the case of metakaolin-based geopolymer,
the final setting time is about 20 h at room temperature, which is faster than fly ash-
based geopolymer [11-13]. This is because the combination of several factors such as
mix formulation, including a targeted Si/ Al molar ratio in the mix, curing temperature,
the reactivity of source material, and the pH of an alkaline activator affects the setting of
geopolymers. If it is possible to reduce or control the setting time of geopolymers in the
desired time, they could be used in a wider variety of fields where OPC and rapid-setting
cement are used, such as in 3D printing and building maintenance. In order to control
the setting of geopolymers, three setting control methods have been suggested: (1) the
increasing of curing temperatures (heat curing), (2) the use of source materials with a high
calcium content, and (3) the addition of calcium compounds [14-16]. Heat curing can
significantly reduce setting time and accelerate geopolymerization [15], but it is difficult
to apply to the production of site-poured concrete. The use of source material with high
calcium content such as class C fly ash can lead to fast setting at room temperature. The
initial and final setting times for fly ash-based geopolymers fabricated using class C fly
ash and cured at room temperature are 30 min and 1 h, respectively [16]. However, it is
difficult to quantitatively control the setting of geopolymers because setting time is only
unaffected by the calcium content in the fresh mix. In addition, the bad workability of a
mixture which is caused by fast setting needs to be improved for practical use [5].

The addition of calcium compounds such as calcium oxide, calcium hydroxide, and
calcium rich by-product such as ground granulated blast furnace slag can also reduce
the setting time of geopolymers [12,17-22]. The alkali activated materials using calcium
rich by-products form two-dimensional structure [23,24]. It may affect the properties of
geopolymer such as long-term properties and resistance to the chemical agents, but its
effect on the geopolymer structure is unclear [23,24]. Considering the disadvantages of heat
curing and the use of high calcium source materials, the addition of calcium compound
is more beneficial since the appropriate amount of calcium compound is effective for fast
setting as well as the enhancement of compressive strength [17,19-21]. The most effective
calcium source is calcium hydroxide, though more understanding of the setting behavior
and phase evolution of geopolymers containing calcium still needs to be achieved to fully
understand its mechanisms [12,17-22].

The objective of this study is an investigation of the setting behavior and phase evolu-
tion of geopolymers containing calcium hydroxide. The appropriate amount of calcium
hydroxide was added to the geopolymer which is fabricated using pure aluminosilicate
material such as metakaolin. The stoichiometry of metakaolin-based geopolymers was
designed with NaSip AlOg-5H,0 and calcium hydroxide was added as 2%, 4%, 8%, and
16% by weight of the geopolymer mixture. The variations of setting behavior, compressive
strength, and the phase evolution of geopolymers depending on the calcium hydroxide
content were investigated. In addition, the Rietveld refinement based on X-ray diffraction
was performed to indirectly understand the role of calcium in geopolymer structures and
the high-temperature phase of Si-rich geopolymer after ex-situ heat treatment. The low-
carnegieite and Si-rich nepheline were newly refined to understand the phase transition
of geopolymer containing high Si content. The scientific findings of this study will con-
tribute to the understanding of the setting behavior and phase evolution of geopolymers
containing calcium hydroxide.

2. Materials and Methods
2.1. Characterization of Metakaolin

Geopolymers were synthesized from commercial metakaolin (MetaMax®, BASF,
Ludwigshafen, Germany). The chemical composition of metakaolin was analyzed us-
ing X-ray fluorescence spectroscopy (Shimadzu Sequential XRF-1800, Shimadzu, Japan).
Quantitative X-ray diffraction phase analysis was conducted employing the DIFFRAC.EVA
V4.2 (Bruker-AXS, Karlsruhe, Germany), PDE-2 release 2016 (ICDD, Newtown Square, PA,
USA), and TOPAS 5 software (Bruker-AXS). Calcium fluoride (CaF,, 99.985%, Alfa aesar,
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Ward Hill, MA, USA) was used as an internal standard to comprise 10.0000% of the sample
weight. The mixture of metakaolin and calcium fluoride was ground in a micronizer mill
(McCrone, Westmont, IL, USA) for 5 min. X-ray diffraction patterns were obtained using a
D8 Advance diffractometer (Bruker-AXS, Karlsruhe, Germany) over a 20 range from 5 to
65 with a step size 0.01° or 1 s/step. To evaluate the instrument-derived errors, an X-ray
diffraction pattern of lanthanum hexaboride (LaBg, SRM 660b, NIST, Gaithersburg, MD,
USA) was also obtained employing the same diffraction conditions.

2.2. Synthesis of Metakaolin-Based Geopolymer

Metakaolin-based geopolymers were synthesized by mixing the metakaolin and alka-
line activators to achieve the molar ratio of NayO:Al;O3:5i0,:H,O = 1:1:4:10 in geopolymers
(Table 1). Fumed silica (EH-5, Cabot corporation, Boston, MA, USA assay 99.9%), sodium
hydroxide (NaOH, Daejung chemical, Siheung-si, Korea, assay 97.0%), and distilled water
were mixed at 25 °C for >20 h before use and then added to metakaolin. Calcium hydroxide
(Ca(OH);, Kyoto, Japan, Yakuri chemical, assay 96.0%) was added from 2% to 16% of the
total mix weight just before the end of the geopolymer mixing process.

Table 1. Mix formulation of metakaolin-based geopolymers containing calcium hydroxide. Calcium
hydroxide was added from 0% to 16% of the total mix weight.

Sample Name Chemical Composition Dosages of Calcium Hydroxide
Ca0 0%
Ca2 2%
Ca4 NaZO:A1203:SiOZ:HZO =1:1:4:10 4%
Ca8 8%
Calé6 16%

2.3. Measurement of Setting Time

Geopolymers for measuring the final setting time were synthesized by using a plan-
etary mixer (ARE-310, Thinky, Tokyo, Japan). Metakaolin and alkaline activator were
mixed for 4 min at 1400 RPM, and then defoamed for 3 min at 1700 RPM. The geopolymer
mixture was poured into a 200 mL PP beaker to fill a height of 30 mm of the beaker sub-
sequent to mixing. Setting time was measured in accordance with ASTM C191 (Standard
Test Methods for Time of Setting of Hydraulic Cement by Vicat Needle) utilizing a Vicat
needle apparatus.

2.4. Measurement of Compressive Strength

Geopolymers for measuring the 7-d compressive strength were prepared using a
Kenwood mixer (Kenwood kitchen appliances, Hertfordshire, UK). Metakaolin and alkaline
activator were mixed for 2 min at low speed, and then mixed for 5 min at high speed. The
geopolymer mixtures were filled into cube molds (5 cm x 5 cm x 5 cm) according to ASTM
C109 (Standard Test Method for Compressive Strength of Hydraulic Cement Mortars).
One-third of the mold volume was filled and then tapped to remove air bubbles trapped
during the mixing process. The molded geopolymers were cured at room temperature for
7 days after sealing to prevent the evaporation of moisture. The 7-d compressive strength
of geopolymers was measured with MTS 815 rock mechanics test machine (MTS system
corporation, Eden Prairie, MN, USA) at a loading rate of 5.5 x 1073 mm/s.

2.5. X-ray Diffraction Analysis of Geopolymers

X-ray diffraction analysis for hardened geopolymers and heat-treated geopolymers
was performed using a D8 Advance diffractometer. Diffraction patterns of hardened
geopolymers were obtained over a range of 8-80° 20 with a step size of 0.02°, and a
scan speed of 0.2 s/step. For the ex-situ high-temperature X-ray diffraction analysis,
geopolymer fragments were obtained from a fresh fracture of hardened geopolymer. The
samples were crushed in agate mortar with the geopolymer powder then sieved to a size of
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—150 + 106 pm. After placing about 5 g of sieved geopolymer powder in a nickel crucible,
it was heated at 900 °C for 30 min at a heating rate of 5 °C/min using an electric furnace.
The qualitative analysis of obtained X-ray diffraction patterns was conducted utilizing
DIFFRAC.EVA V4.2 and PDF-2 Release 2016. Structure refinement employing the Rietveld
of newly formed phases was performed using TOPAS 5 software.

3. Results and Discussion
3.1. Characteristics of Metakaolin

The main components of metakaolin were SiO, and Al,O3, although it contained
roughly 1.5 wt% of TiO; as a major impurity which is identified as anatase in XRD analysis
(Table 2 and Figure 1). Metakaolin was mainly composed of amorphous materials while
containing crystalline impurities such as illite, quartz, and anatase (Figure 1). The center of
amorphous diffraction hump of metakaolin was located at roughly 26 23° (Figure 1). The
mix formulation of geopolymers was obtained by considering both bulk Si and Al contents
in Table 2 as all reactive because the trace amount of crystalline SiO, in illite and quartz
could be ignored.

Table 2. The bulk chemical composition of metakaolin in this study. XRD analysis proved that the
TiO; content originated from anatase.

Oxide SiO, Al,O3 Fe, O3 CaO MgO K,O Na,O TiO, MnO P,0s5 Others
wt% 52.64 43.84 0.26 0.03 0.09 0.16 0.35 1.49 0.01 0.08 0.93
A : anatase (TiO2)
I : illite (SiO2)
A Q : quartz (SiO2)
I
1 Q
I
A
A A A
T T T T T T T T T T T
10 20 30 40 50 60
2 theta (degree)

Figure 1. X-ray diffraction pattern of metakaolin in this study. Metakaolin was composed of amor-
phous and several crystalline phases such as anatase, illite, and quartz as impurities. The center of

the amorphous hump was located at 20 22.9°.

3.2. Setting Behavior and Compressive Strength of Metakaolin-Based Geopolymers Containing
Calcium Hydroxide

The final setting time of Ca0 was not able to be continuously measured due to the
essential limitations of the Vicat needle test, which is performed manually. Although
the exact final setting time of pure geopolymer cannot be determined here, it can be
concluded that the hardening of the geopolymer having the targeted chemical composition
was accomplished within 19 h post mixing as proved in previous studies (Figure 2). The
setting time substantially decreased by adding calcium hydroxide. There was, however,
no significant difference in the initial setting time between 2.3 h for Ca0 and 2.1 h for Ca2.
Then, Ca2 showed a faster setting duration than Ca0 after 2.6 h (Figure 2). When the
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content of calcium was doubled in Ca4, the initial setting time was dramatically reduced to
1.3 h (Figure 2). It took just 1.7 h to reach the final setting in Ca4 (Figure 2). Geopolymers
containing high amounts of calcium hydroxide (Ca8 and Cal6) were too rapidly hardened
even during mixing to measure the setting time.
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Figure 2. Setting behavior of metakaolin-based geopolymers. The addition of 4% calcium hydroxide
promoted a fast set by interlocking coagulate products from the outset.

The addition of calcium hydroxide contributed to the superior mechanical property
of calcium-containing geopolymers. The compressive strength of Ca2 was 76 MPa, which
was higher than 68 MPa of the Ca0 (Table 3). In other words, the addition of 2% calcium
hydroxide appears less effective in decreasing the initial setting time while beneficial for a
fast final set. By contrast, 4% calcium hydroxide inclusion promoted a fast set by interlock-
ing coagulate products from the outset. The polycondensation of geopolymer gel occurs
slowly [11-13] and the setting time of pure geopolymers is mainly controlled by the alu-
mina content, because aluminate is more readily soluble in metakaolin [25]. Condensation
between silicate entities occurs slower than aluminate-silicate condensation so the setting
time increases with the increasing SiO; / Al, O3 ratio of the initial mixture [25]. According
to the dynamic rheological measurement study during geopolymerization [26], the size
of alkali cations affects the dissolution and condensation rates of aluminate and silicate
entities. The role of calcium in fast set geopolymers should be deliberately investigated due
to the fact that sodium is fully added to compensate the negative charge in the formulation
(Table 1) and coexists with extra cation and calcium in the mixture.

Table 3. The 7-d compressive strength of metakaolin-based geopolymer. The addition of 2% calcium
hydroxide improved the mechanical property of Ca2.

Sample Name 7-d Compressive Strength (MPa)
Ca0 68 (£4.58)
Ca2 76 (£7.21)

The Ca4 produced by the Kenwood mixer hardened too quickly to be molded for
strength measurement. It set faster than the one synthesized using the plenary mixer which
is known to be much more effective in geopolymer mixing. A high-shear mixer such as the
plenary mixer contributes to obtain high strength geopolymers to ensure full reactivity [27].
Aluminate and silicate species probably dissolved more slowly in the mixture than one
produced by the plenary mixer for the Vicat test. As a result, polycondensation of entities
may be retarded but nevertheless contain high calcium content which possibly played a
crucial role in decreasing the setting time in Ca4. The calcium hydroxide promotes the
dissolution of metakaolin in geopolymer activated by alkali silicate solution [12]. The 5- and
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6-coordinated Al present in the metakaolin convert to 4-coordinated Al during the geopoly-
merization [28]. In geopolymers containing calcium hydroxide, 5- and 6-coordinated Al
is rapidly converted into 4-coordinated Al in the beginning of the geopolymerization.
The percentage of 4-coordinated Al is higher than that of the geopolymer without cal-
cium by at least 10% [11]. Thus, calcium hydroxide contributes to the fast dissolution of
metakaolin and the promotion of geopolymer gel formation resulting in the fast setting
of the geopolymer [11]. However, what is finally formed apart from geopolymers in extra
alkali cations-containing geopolymers should be thoroughly investigated.

The number of network modifiers in the geopolymer structure may increase due to
the addition of calcium hydroxide if calcium plays a role of network modifier. It may result
in an increase in the number of non-bridging oxygens in the geopolymer network locally
and may lead to depolymerization of geopolymers. Calcium can play different structural
roles such as network modifier or charge compensator in a CaO-Na,;O-Al,03-Si0, glass
system, but it has an affinity for network modifiers [29,30]. It is known that network
modifiers reduce the number of strong bonds in the glass and lower the melting point. The
deteriorated consistency of calcium-containing Ca2 and Ca4 reflects that calcium did not
contribute to the depolymerization. On the contrary, C-S-H gel can be precipitated easily
if there is only a small amount of calcium in the silicate solution because the solubility
product of C-S-H gel which can be formed by the interaction of calcium and silicate
has a low value of 5.5 x 10~ at room temperature [31,32]. Therefore, the increase in
compressive strength can be attributed to the fast dissolution of metakaolin, the rapid
formation of the geopolymer, and the precipitation of C-S-H gel concurrently. Although
the microstructure of C-S-H gel was not confirmed in this study, its characteristic needle-
like or reticular structure of C-S-H phases possibly played a part in the improvement of
compressive strength of Ca2 compared with Ca0.

3.3. X-ray Diffraction Analysis of Metakaolin-Based Geopolymer Containing Calcium Hydroxide

The XRD patterns of Ca0, Ca2, and Ca4 showed the broadening amorphous hump
which indicates the geopolymer structure (Figure 3) [33]. On the other hand, a new
cuspidal diffraction peak was recorded at about 20 29° in Ca8 and Cal6 which is higher
20 compared with the amorphous hump of Ca0 (Figure 3). This cuspidal reflection at
about 20 29° represents the C-S-H gel [34]. The crystalline calcium hydroxide, portlandite,
was recognized as well in Cal6. (Figure 3). It is due to the common ion effect of calcium
hydroxide and high pH environment in the alkaline activator. These conditions lead to
a decrease in solubility of calcium hydroxide and result in the reduction of C-S-H gel
precipitation [35-37]. In addition, the solubility of calcium hydroxide decreases with
increasing temperature [38]. Geopolymerization is an exothermic reaction and releases
the highest heat at the early stage of the reaction in which metakaolin is dissolved in the
alkaline activator [39]. The exothermic heat released during dissolution of metakaolin
can increase as calcium hydroxide content increases, as calcium hydroxide contributes to
the fast dissolution of metakaolin [12,37]. As a result, the solubility of calcium hydroxide
probably decreased in the geopolymer containing higher calcium hydroxide, with Cal6
here remaining intact.

The XRD analysis results of Cal6 showed C-S-H gel is rapidly precipitated at the
early stage of reaction and some of the calcium hydroxide remains inert in hardened
geopolymers (Figure 4). The Cal6 at the first day of curing was composed of geopolymer
presenting an amorphous hump at 26 23°, with C-S-H gel presenting another hump at
26 23°, unreactive metakaolin, and portlandite (Figure 4). At three and seven days of
curing, the shape of the amorphous humps of geopolymer and C-S-H gel became more
symmetrical, and the intensity of portlandite peaks decreased (Figure 4). This showed
that the dissolution of metakaolin and calcium hydroxide continued with the increase in
the curing period (Figure 4). The continued dissolution of calcium hydroxide may supply
calcium to the C-5-H gel with a low Ca/Si ratio formed at 1 day of curing, so that the C-S-H
gel at a longer curing period probably has a higher Ca/Si ratio and the atomic ordering
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will be increased. Meanwhile, the XRD patterns of three and seven days of curing showed
little difference and the intensities of undissolved calcium hydroxide were also similar
(Figure 4). Therefore, it can be concluded that C-S-H gel is rapidly precipitated at the early
stage of reaction and some of the calcium hydroxide remains inert due to the common ion
effect, high pH environment, and exothermic heat of geopolymerization when added as an
excessive amount to the geopolymer mixture.

A : anatase
C : calcium silicate hydrate
PC P P: portlandite

Ca2

= >
>
>

A
A Y A A

2 theta (degree)

Figure 3. XRD patterns of pure geopolymer and geopolymers containing calcium hydroxide. The
newly formed C-S-H gel and unreacted calcium hydroxide were observed in Ca8 and Calé6.

A : anatase
C : calcium silicate hydrate
P : portlandite

2 theta (degree)

Figure 4. XRD patterns of Cal6 cured for one, three, and seven days. C-S-H gel is rapidly precipitated
at the early stage of reaction and some of the calcium hydroxide remains intact.
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3.4. Ex-Situ High-Temperature X-ray Diffraction Analysis of Metakaolin-Based Geopolymers
Containing Calcium Hydroxide

The crystalline phases of heat-treated metakaolin-based geopolymer varies with its
chemical formulation and the cation of alkaline activator [40]. The geopolymers using
potassium hydroxide as an alkaline activator transform into kalsilite (KAISiOy4) and leucite
(KAISi»Og) depending on the Si/ Al ratio at temperatures above 1000 °C [40]. In the case
of sodium hydroxide being used as an alkaline activator, geopolymers transform into
nepheline (NaAlSiOy), jadeite (NaAlSi;Og), and albite (NaAlSi3Og) [41-43] depending on
the Si content at temperatures above 800 °C. The high-temperature crystalline phase can
be assumed to be jadeite because the Ca0 is Na-based and its Si/ Al molar ratio was two.
Jadeite is involved in a high-pressure phase and exhibits strong diffraction peaks at 20
30° and 31°. This is inconsistent with the strong diffraction peak at 20 23°0f the newly
formed phase. Rietveld refinement of XRD pattern presented that Si-rich nepheline and
low-carnegieite were formed in heat-treated Ca0 geopolymer at 900 °C (Figure 5).

(a)

Experimental (b)
-+ Calculated
— Difference

Si-rich

. Low- ieit
nepheline ow-carnegieite

;

T T T T T T T T T T T
10 20 30 40 50 60

2 theta (degree) 2 theta (degree)

T y T T s S B
205 21 215 22 205 21 215 22

Figure 5. Rietveld refinement result of pure geopolymer heat treated at 900 °C (a); the crystal
information of Si-rich nepheline and low-carnegieite was refined. The overlapped diffraction pattern
of Si-rich nepheline and low-carnegieite was confirmed at 26 21.2° (b).

As mentioned earlier, the Si/ Al molar ratio of nepheline is 1.0, yet several studies re-
ported that nepheline was formed as a high-temperature crystalline phase even in geopoly-
mers with a Si/Al molar ratio of 1.0 or higher [44,45]. Metakaolin-based geopolymers
demonstrating a Si/ Al molar ratio between 1.15 and 2.15 were crystallized to nepheline
(PDF #00-035-0424) after heating at 900 °C, and the diffraction intensities of nepheline
decreased as the Si/ Al molar ratio of the geopolymer increased [44]. Another study re-
ported on the formation of nepheline when the metakaolin-based geopolymers with a
Si/ Al molar ratio of 1.8 were heated at 1000 °C [44]. Nevertheless, the Si/ Al molar ratio of
geopolymers in these studies (5i/ Al molar ratio = 1.15>) [44,45] was higher than that of
nepheline (Si/ Al molar ratio = 1). The intensity ratio of the obtained peaks of this phase
were also inconsistent with that of nepheline reported in [44,45]. These studies showed
that nepheline could be formed via heat-treatment of geopolymers with a Si/ Al ratio of
more than 1. In conclusion, the high-temperature crystalline phase of geopolymers in this
study is estimated as a Si-rich nepheline from the previous research results as well as the
refinement analysis in this study.

The Ca0 showed the strongest XRD pattern at 20 21° while geopolymers containing
calcium hydroxide represented it at 26 23° (Figure 6a). These differences may be due to the
overlap of Si-rich nepheline and low-carnegieite diffraction patterns. Nepheline and low-
carnegieite can be formed concurrently when the metakaolin-based geopolymer is heated
at 900 °C, and the strongest diffraction peaks are overlapped at 26 21° [42]. Nepheline and
carnegieite are polymorphisms with the same chemical composition, but with different
crystal structures. The Si/Al molar ratio of geopolymers that were synthesized in this
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study was higher than low-carnegieite. In addition, it is known that low-carnegieite
containing high Si content does not exist. According to a previous study, when metakaolin
and NapCOj3 are milled and then heated at 600-800 °C, carnegieite can be formed [46].
Hence, the formation of low-carnegieite is presumably caused by the reaction between
Na which is released from the alkaline activator, and metakaolin which is not involved in
(or unreacted) geopolymerization at high-temperature. As a result of Rietveld refinement
of Si-rich nepheline and low-carnegieite, it was confirmed that two crystalline diffraction
patterns were overlapped at 20 21° (Figure 5b).

A: anatase .
@ N: Si-rich nepheline (b) Sl'““}‘
nepheline

L: low-carnegieite

W: wollastonite Wollastonite
N Calé6
N N N
Nl w N N NwN N Si-rich
nepheline
Ca4
Ca4
N
N N
NN WNN N NwN N R
Ca2
Ca2
N
MW NN v N

Cal

Ca0 ) A Wollastonite

T T T T T T T T T T T T T T
10 20 30 40 50 60 29 30 31

2 theta (degree) 2 theta (degree)

Figure 6. XRD analysis results of pure geopolymer and geopolymers containing calcium hydroxides
post heat treatment (a) and 26 range from 29° to 31° (b); Si-rich nepheline and low-carnegieite
were observed in Ca0 geopolymers as high temperature crystalline phases. The low reflection of
wollastonite was confirmed in Ca4.

The diffraction pattern of wollastonite (CaSiOs, PDF #00-027-0088) was consistent
with a newly formed phase in Ca4, Ca8, and Cal6 geopolymers (Figure 6). It is known
as the high-temperature crystalline phase that is formed when C-S-H(I) gel is heated at
800 °C and its main diffraction pattern of wollastonite is observed at 26 30° [47]. The low
reflection of wollastonite was confirmed in Ca4 geopolymer which did not show the C-5-H
reflection at room temperature XRD analysis (Figure 6b). Considering these aspects, C-S-H
gel was formed in all geopolymers containing calcium hydroxide, though the amount of
precipitated C-S-H gel was small and the asymmetric amorphous hump of geopolymer
concealed its reflection.

4. Conclusions

The effect of calcium hydroxide on the setting behavior and compressive strength of
metakaolin-based geopolymers was investigated. The ratio of metakaolin, fumed silica,
NaOH, and distilled water in the geopolymers was kept in the formulations
(NayO:Al05:5i10,:H,0 = 1:1:4:10) in order to confirm the effect of calcium. The setting
of geopolymers was accelerated in proportion to the dosages of calcium hydroxide in
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up to 4% of the total mix weight. The addition of 2% calcium hydroxide to the mixture
was beneficial for the improvement of compressive strength of the geopolymers. The
fast setting and enhancement of compressive strength is presumably caused by the fast
dissolution of metakaolin and precipitation of C-S-H gel. In the XRD analysis, the cuspidal
diffraction peak of C-S-H gel was observed in geopolymers containing 8% and 16% calcium
hydroxide. The C-S-H gel is rapidly precipitated at the early stage of reaction and some of
the calcium hydroxide remains intact due to the reduction of solubility and common ion
effect. The ex-situ high-temperature XRD analysis and Rietveld refinement results showed
that geopolymer with a S5i/ Al ratio of 2.0 and C-S-H gel transformed into Si-rich nepheline
and wollastonite, respectively.
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Abstract: The purpose of this research is to study the effects of quarry rock dust (QRD) and steel
fibers (SF) inclusion on the fresh, mechanical, and microstructural properties of fly ash (FA) and
ground granulated blast furnace slag (SG)-based geopolymer concrete (GPC) exposed to elevated
temperatures. Such types of ternary mixes were prepared by blending waste materials from different
industries, including QRD, SG, and FA, with alkaline activator solutions. The multiphysical models
show that the inclusion of steel fibers and binders can enhance the mechanical properties of GPC. In
this study, a total of 18 different mix proportions were designed with different proportions of QRD
(0%, 5%, 10%, 15%, and 20%) and steel fibers (0.75% and 1.5%). The slag was replaced by different
proportions of QRD in fly ash, and SG-based GPC mixes to study the effect of QRD incorporation.
The mechanical properties of specimens, i.e., compressive strength, splitting tensile strength, and
flexural strength, were determined by testing cubes, cylinders, and prisms, respectively, at different
ages (7, 28, and 56 days). The specimens were also heated up to 800 °C to evaluate the resistance
of specimens to elevated temperature in terms of residual compressive strength and weight loss.
The test results showed that the mechanical strength of GPC mixes (without steel fibers) increased
by 6-11%, with an increase in QRD content up to 15% at the age of 28 days. In contrast, more than
15% of QRD contents resulted in decreasing the mechanical strength properties. Incorporating steel
fibers in a fraction of 0.75% by volume increased the compressive, tensile, and flexural strength of
GPC mixes by 15%, 23%, and 34%, respectively. However, further addition of steel fibers at 1.5% by
volume lowered the mechanical strength properties. The optimal mixture of QRD incorporated FA-
SG-based GPC (QFS-GPC) was observed with 15% QRD and 0.75% steel fibers contents considering
the performance in workability and mechanical properties. The results also showed that under
elevated temperatures up to 800 °C, the weight loss of QFS-GPC specimens persistently increased
with a consistent decrease in the residual compressive strength for increasing QRD content and
temperature. Furthermore, the microstructure characterization of QRD blended GPC mixes were
also carried out by performing scanning electron microscopy (SEM), X-ray diffraction (XRD), and
energy dispersive spectroscopy (EDS).

Keywords: microstructural characterization; quarry rock dust; geopolymer concrete; steel fibers;
workability; mechanical strength; elevated temperature; residual compressive strength
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1. Introduction

There has been a significant increase in construction activities around the globe to
fulfill the growing infrastructural needs. Ordinary Portland cement concrete (OPC) is the
most important material generally used in all construction activities. The ordinary Portland
cement is manufactured by the consumption of fuel and conversion of raw materials,
during which an enormous amount of CO; is released into the atmosphere. According to a
study, one ton of carbon dioxide is released into the environment during the production of
one ton of cement [1]. Further, an enormous amount of waste is produced from different
industries, such as slag from steel or iron industries, ceramic wastes from ceramic industries,
red mud from alumina industries, and fly ash from thermal power plants. It is challenging
for researchers and environmentalists to find an alternative to traditional OPC concrete
and manage or dispose of these industrial wastes. Therefore, it is necessary to find the best
solutions to effectively utilize these industrial byproducts/wastes to minimize land and air
pollution. One of the solutions is alkali-activated cement or geopolymer concrete (GPC)
that is produced by alkali activation of different byproducts/waste materials and minerals,
i.e., fly ash, slag, rice husk ash (RHA), waste ceramic materials, etc. [2,3]. A review of
alternative binders reveals that gypsum, geopolymer, and starch can be good alternatives
to lime and magnesium-based binders for building materials made of bio-composites [4]

GPC is one of the better and feasible solutions to decrease or completely avoid
using traditional ordinary Portland cement concrete. Further, it promotes industrial
wastes/byproducts to produce environmentally friendly binder material [2,3]. Due to
the early compressive strength, better chemical resistance, and low permeability, GPC has
presented itself as a good alternative to the traditional binders [5,6]. It can be manufactured
from basic geological materials (such as metakaolin) or industrial pozzolanic materials
(slag, fly ash, RHA, and ceramic wastes), which consist of a large amount of alumina
(Al,O3) and silica (Si0O») [7-10]. Since SiO, and Al,Oj3 are the main oxides in the GPC
production, industrial waste materials such as fly ash, slag, copper, and zinc SG can be
used as an aluminosilicate source in GPC synthesis. The FA has been widely used to
produce geopolymer binders due to its wide availability, durability, and high pozzolanic
properties [11-15]. Several studies highlight low calcium FA-based GPC production un-
der elevated temperature curing for short periods [16-18]. However, the results are not
promising under ambient curing conditions due to the slower polymerization process.
The polymerization process leads to the formation of calcium aluminate silicate hydrate
and sodium aluminate silicate hydrate compounds [19]. It was found that the optimum
curing temperature was 60 °C for a curing duration of 19 to 24 h, depending on the type of
binder contents for the activation of the polymerization process in GPC. Different structural
members indicate better mechanical properties of GPC with inclusion of steel fibers and
binders [20]. It was also concluded in the previous studies that heat curing limits the
usage of GPC to precast structural members only. Therefore, it is imperative to study the
feasibility of using ambient cured cast-in-situ GPC. Researchers have endorsed the use of
alccofine in GPC to achieve encouraging results at ambient curing conditions [19]. Some
researchers have also tried to enhance the reactivity of FA in the basic environment (i.e., at
ambient temperature) by increasing the fineness of FA [21] and by the addition of calcium-
containing materials [22,23] such as SG [24], alccofine [19], etc. It has been reported that SG
blended FA-based GPC specimens showed good mechanical properties, and resistance to
elevated temperature [25,26] and sodium sulphate attack. However, it showed substantial
deterioration in magnesium sulphate attack [27] and exhibited increased shrinkage [28].
Several studies have been carried out to investigate the effect of SG on the fresh, mechanical,
and durability properties of GPC. However, the development of GPC mixes by blending
quarry rock dust (QRD) wastes as a binder has rarely been explored. The QRD is a waste
material of rock quarries that is produced during the coarse aggregates manufacturing
process [29]. A portion of this unwanted waste is often used on site as a filling material
for the quarry pit [30]. Recently, QRD has been used in GPC and OPC specimens as a
partial replacement of fine aggregates, i.e., sand [29,31]. QRD has also been used as a
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partial replacement of cement in conventional concrete and showed improved strength
results with 20% replacement of QRD with the OPC. The effect of QRD as a binder on
properties of FA and SG-based GPC at ambient as well as at elevated temperatures has also
been recently investigated [32] and used in columns with steel fibers. The columns were
tested under concentric and eccentric loading [33]. The compressive strength of control
OPC specimens (without QRD) was 50.23 MPa; whereas the compressive strength of OPC
mixtures with 10%, 20%, and 30% replacement of QRD were increased by 4.8%, 8.2%, and
5.92%, respectively. Similarly, the flexural strength of control specimen was 5.12 MPa and
it was increased by 107%, 110%, and 106% for 10%, 20%, and 30% replacement of QRD,
respectively, at 28 days [30]. It therefore would be interesting to explore the suitability of
QRD as a binder in GPC mixes which is the objective of the present study.

GPC is a promising material for the construction industry with environmental benefits
and equally good engineering properties. However, one of the drawbacks of GPC in
large-scale structural applications is the low ductility [34,35]. There are different types of
fibers, i.e., steel, nylon, polypropylene, and polyethylene, that can improve the ductility,
flexural, and tensile properties of GPC blends. However, steel fibers (SF) have been the
best due to their better ductile and thermal properties at elevated temperatures [36,37].
Genesa et al. [35] explored the basic characteristics of SF-based GPC. It was observed that
compressive as well as splitting tensile strength was increased by a margin of 8.5% and
61.6%, respectively, with the fiber volume fraction of 1%. It has also been reported that
the splitting tensile and flexural strength of GPC mixes with 0.5% steel fibers by volume
were increased by 19-38% and 13—44%, respectively, than the plain samples [38]. Another
study reported that compressive and flexural strengths were increased by 3.4% and 31.5%,
respectively, by adding 1.2% by volume SF [39].

Recently, research proved that GPC has potential to be used as thermal barriers [40,41].
The structure may be exposed to open fire as well as closed fire, so it must possess thermal
stability and fire resistance. The literature shows that fiber-reinforced geopolymers can be
excellent materials for thermal and fire-resistant applications [40,42].

The actual behavior of concrete exposed to elevated temperatures depends on many
factors such as the properties of materials, heating rate, maximum temperature, exposure
period, cooling method, and loading level at the time of cooling [43,44]. It has been
found that SF has shown a higher retaining capacity of its original mechanical properties
during fire due to its higher melting temperature [45]. It has also been reported that GPC
specimens have good resistance against fire due to the presence of nanopores in abundance
that allows bonded water to migrate and evaporate without destroying the aluminosilicate
network [5,46,47]. Investigations proved that GPC loses its strength after being exposed to
a temperature of about 400 °C depending on the raw material. The drop in compressive
strength (in percentage) of fly-ash-based GPC is 35%, 44%, 50%, and 75% when exposed to
elevated temperatures, i.e., 400 °C, 600 °C, 800 °C and 1000 °C, respectively [48]. Similar to
fire resistance, GPC specimens also have frost resistance [49].

Currently, many countries are facing land and air pollution problems. A huge amount
of industrial wastes/byproducts are produced globally. The disposal of these wastes in
dump yards is linked with high costs and a negative impact on the environment. There is a
need to work on creating better and feasible solutions that can productively use industrial
wastes. The QRD wastes, also known as limestone dust, dolomite or silica powders, are
produced during the quarrying of the large parent mass rock to produce aggregates. These
wastes are nonbiodegradable and cause environmental pollution creating health hazards.
Therefore, it is best if such wastes can be recycled and used in construction activities in
order to help preserve natural resources and the environment.

Several studies are available on fiber-reinforced FA and SG-based GPC at ambient
and heat curing conditions [18,24,50]. However, the publications on QRD as a geopolymer
binder in fly ash and slag-based GPC are rather scarce. Therefore, the present study
has been undertaken to examine the properties of fiber-reinforced fly ash and slag based
GPC mixtures with QRD incorporation at room and elevated temperatures. The effects

105



Materials 2021, 14, 6890

of QRD incorporation on fresh, mechanical, and microstructural properties have been
investigated. The optimum percentage of QRD addition has been worked out considering
the performance in workability and mechanical properties. Moreover, weight loss and
residual compressive strength were also investigated after heating the specimens at elevated
temperatures, i.e., 400 °C and 800 °C.

2. Materials and Methods
2.1. Experimental Program

An experimental program was designed to achieve the objective of finding an op-
timum mix of ambient cured, ternary blended GPC comprising fly ash, slag and QRD,
reinforced with steel fibers. The low calcium FA (Super fine ash, Matrixx, Karachi, Pak-
istan), SG (ground granulated blast furnace slag Grade-80, Dewan Cement (PVT) Limited,
Karachi, Pakistan), and QRD were utilized as a binder to produce GPC mixtures. The
QRD wastes were obtained from the Margallah hills quarries near Taxila, Pakistan. The
QRD is collected at the bottom of aggregate crushers during the formation of the coarse
aggregates. It was grinded to achieve the required size equivalent to the OPC particles,
which can be sieved through a 45 pm sieve. The OPC type II cement conforming to ASTM
C-150 [51] was used for control specimens of conventional concrete, the properties of which
are provided in Table 1. The fly ash (FA) was collected from Karachi, Pakistan through
combustion process of coal (steam coal) in thermal power plants. Table 2 shows the chemi-
cal composition of FA, SG, and QRD, determined from X-ray fluorescence (XRF) analysis
(Fecto cement factory, Taxila, Pakistan). The alkaline activator used in this study consists
of sodium silicate and sodium hydroxide. The molarity of sodium hydroxide was kept as
12M. It was prepared one day before the application by mixing 98% pure flakes with tap
water. The sodium silicate solution has a modulus ratio (MR) of SiO, to Na,O between
1.90 and 2.01. The chemical composition of sodium silicate is shown in Table 3. The local
natural river sand was used as fine aggregates. Crushed stone aggregates available locally
in the size of 10 mm and 20 mm was used as a coarse aggregate. The fineness modulus of
coarse aggregate conformed to ASTM-C136-06 and specific gravity satisfied ASTM-C127-07.
The coarse aggregates (CA) were obtained from the Margallah hills quarry near Taxila,
Pakistan. Table 4 shows the properties of coarse and fine aggregates. The commercially
available hooked end hard-drawn wire SF (MasterFiber® S 65, BASF, Karachi, Pakistan),
conforming to ASTM A820 [52], type 1, were used to improve tensile as well as flexural
strength of the GPC. The SF provided best results under impact load than the remaining
fibers. The specifications of hooked end steel fibers are presented in Table 5. The alkaline
solution used in GPC mixes has a sticky characteristic. Therefore, their use makes the GPC
mixes more viscous than the ordinary concrete. A naphthalene-based superplasticizer (SP)
(Chemrite-SP 200, Imporient Chemicals (PVT) LTD, Lahore, Pakistan) confirming to ASTM
C494 was used to increase the workability of GPC mixes [53]. The different materials used
in this study are shown in Figure 1.

Table 6 shows a total of 18 mixtures were designed with different proportions of QRD
(0%, 5%, 10%, 15%, and 20% by weight of binder) and steel fibers (0.75% and 1.5% by
volume). The SG was replaced by different proportions of QRD in FA, and SG-based GPC
mixes to study the effect of QRD incorporation. As shown in Table 7, three mix types
comprising OPC concrete group serving as the control mix group; another group GPC-A of
three GPC mixes without QRD; while the remaining four GPC groups viz. GPC-B, GPC-C,
GPC-D, and GPC-E, with 5%, 10%, 15%, and 20% QRD, partially replacing SG (by weight
of binder) and keeping all the other ingredients the same in the groups. Further, each group
comprises three mix types with 0%, 0.75%, and 1.5% (by volume of composites) SF, thus
making a total of 18 mix types in the six groups.
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(g

Figure 1. The materials used in the present study to produce QRD incorporated FA and SG-based GPC (QFS-GPC)
reinforced with steel fibers; (a) fly ash, (b) ground granulated blast furnace slag, (c) steel fibers, (d) quarry rock dust at site,

(e) aggregates, (f) alkaline solution, and (g) superplasticizer.

2.2. Mixing and Casting Procedure

The mixtures were prepared based on a unit volume of one cubic meter. The quantity
of binder content was kept fixed at 400 kg/m? in all the mixes. A total of eighteen mixtures
were designed: three OPC-based concrete as control specimens and fifteen GPC specimens
with fly ash, slag, and QRD as the source binding materials. The amount of FA was kept
constant at 200 kg/ m? in all the GPC mixes, whereas SG was replaced with QRD at 0%, 5%,
10%, 15%, and 20% by weight of the binder. A total of 540 specimens were cast, consisting
of 270 cubes (150 x 150 x 150 mm) for compressive strength, weight loss, and residual
compressive strength tests; 162 cylinders (150 mm dia, 300 mm height) for splitting tensile
strength tests; and 108 prisms (100 x 100 x 500 mm) for flexural strength tests. The alkaline
activator solution was kept at 200 kg/m? with a sodium silicate to sodium hydroxide ratio
of 1.5 and alkaline solution to binder ratio (A /B) of 0.5 in all GPC mixes. The steel fibers
with both ends hooked were used in the mixes with varying contents of 0.75% and 1.5% by
volume of the concrete. The specifications of mix design proportions and mix designations
are shown in Tables 6 and 7.

All the mixes were prepared in a mechanical mixer of 0.15 m? capacity, as shown in
Figure 2a. Before mixing ingredients, aggregates were prepared to the saturated surface
dry (SSD) condition. The sodium hydroxide solution was blended a day before [19] the
application and mixed with SS solution about 30 min before its use [24] to improve the
reactivity of the solution. Firstly, the coarse and fine aggregates and binders (fly ash, slag,
and QRD) were mixed in dry condition thoroughly in the mixer for 2 min. The SF was
then added to the dry mixture, and mixing was continued for another 2 min, ensuring
adequate and homogenous dispersion of fibers in the mix. After that, the premixed alkaline
solution was incorporated gradually into the mixer. Then, mixing was continued for
another 2-3 min to achieve a uniform homogeneous mixture. Finally, superplasticizer and
remaining water were added in the mix to achieve the required workability in the range
of 50-89 mm and mixing was continued for another 2-3 min. The freshly prepared steel
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tibers reinforced GPC mix is shown in Figure 2b. The flow chart elaborating the mixing
sequence of GPC mixes is shown in Figure 3.

The newly mixed concrete was instantly cast into different molds, i.e., cylinders, cubes,
and prisms. All specimens were placed in a room at ambient temperature. After 24 h, all the
samples were demolded and kept in the ambient curing conditions for 7, 28, and 56 days.
Three specimens were used for testing each mix, and an average result was reported. The
designated specimens (150 mm cubes) were exposed to elevated temperatures (400 °C and
800 °C) after 56 days of curing to investigate the weight loss and residual compressive
strength. Before placing the samples in the kiln, they were dehydrated in an oven for
24 h at 105 £ 5 °C to remove any free water, thus preventing the samples from a possible
explosion in the kiln during the heating procedure due to very high pore water pressure
resulting from the superheated water.

Samples
casting

Figure 3. The mix production to the testing sequence of GPC specimens. 1—mixing of Raw materials; 2—adding Steel
fibers; 3—Adding alkaline solution; 4—Adding superplasticizer; 5—Casting of samples; 6—Curing of samples at room
temperature; 7—Compressive, tensile and flexural testing of samples; 8—Oven dry of samples; 9—Heating of samples at

elevated temperature; 10—Mechanical tests.

2.3. Experimental Setup

A series of tests were carried out to determine the fresh properties (workability), me-
chanical properties (compressive, split tensile, and flexural strengths), residual properties
after exposure to elevated temperature (weight loss and residual compressive strength),
and microstructural properties (from X-ray diffraction analysis, scanning electron micro-
scope images, and energy dispersive spectroscopy). Workability is defined as the ease of
placement and compaction of freshly mixed concrete. The slump cone test is commonly
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used to check the workability of freshly made concrete conforming to ASTM C143M-
15a [54] The mechanical properties of specimens, i.e., compressive, splitting tensile, and
flexural strengths were determined by testing cubes, cylinders, and prisms, respectively, at
different ages (7, 28, and 56 days). The specimens were heated to 800 °C to evaluate the
resistance of specimens to elevated temperature in terms of residual compressive strength
and weight loss. The microstructural properties from scanning electron microscopy (SEM),
X-ray diffraction (XRD), and energy dispersive spectroscopy (EDS) were investigated.

A universal testing machine (UTM) of 3000 KN capacity was used for compressive
and splitting tensile strength tests of the specimens at various ages, i.e., 7, 28, and 56 days,
according to ASTM C39/C39M-03 [55] and C496/C496M —11, respectively. The flexural
strength test was performed on prismatic samples at the ages of 28 and 56 days under
third point loading according to ASTM C1609/C1609M-19a [56]. The workability of mixes
was measured by using a slump cone test conforming to ASTM C143M-15a [54]. After
56 days of curing, three samples (150 mm cubes) from each mix group were subjected
to elevated temperatures (400 °C and 800 °C) in an automatic controlled electric furnace
of 1000 °C capacity following ASTM E 119 [57]. The samples were then cooled at room
temperature, and residual properties, i.e., compressive strength and weight loss, were
determined. The microstructural characterization of the specimens was evaluated by X-ray
diffraction (XRD) analysis, energy dispersive spectroscopy (EDS), and scanning electron
microscopy (SEM). The XRD test was performed to provide fundamental information
on the geopolymer crystal structure. A crystal structure is one of the important aspects
of materials since many properties depend on it. The X-ray diffraction (XRD) test was
performed using JEOL JDX-3532 (JEOL, Tokyo, Japan), with a step size of 0.025° and 20
range from 10-75° to analyze the geopolymer structure to find whether it is crystalline or
amorphous. The powder method was used to evaluate the degree of crystalline structure
in the polymer. The sample was scanned with a voltage of 40 kV and a current of 30 mA
using a copper X-ray tube (Cu-Ka radiation). It has been reported that diffraction occurs
only if electromagnetic radiation interacts with periodic structures. The non-crystalline
portion in GPC mixes simply scatters the X-ray beam to give a continuous background,
whereas the crystalline portion causes diffraction lines (peaks) that are not continuous.
Miller indices of the peaks describe the information about the planes of diffraction [19,58].

The EDS test was carried out to study the chemical composition of the GPC mixtures.
The energy dispersive spectroscopy (EDS) test was performed for the area using JSM-5910
(Oxford Instruments, Abingdon, UK) to find the chemical composition of geopolymers.
For the purpose of testing, a sample of GPC is taken out from the middle of the cube
specimen cured for 28 days and then ground to a powder with the help of mortar and
pestle. The powdered sample is then oven-dried to remove moisture. The EDS data is
acquired using INCA software at five different spectrums (locations) on the SEM image.
SEM was undertaken to study the fracture surface of the GPC specimens. The SEM analysis
was carried out using JSM-6490 (JEOL, Tokyo, Japan) to study the microstructural behavior
of GPC specimens when subjected to an elevated temperature of 800 °C. Samples were
collected from the failed specimens in the compressive strength test from the adjacent parts
of failure surfaces.

Table 1. The general characteristics of type II OPC used in the study.

Oxides Results (%) Physical Characteristics Results
CaO 64.2 Specific surface 322 m?/kg
SiO, 22.0 Consistency 30%
Al O3 5.50 Initial setting time 1 h 42 min
Fe, O3 3.50 Final setting time 3 h 55 min
SOs3 2.90 Specific gravity 3.5
Mg O 2.50 Soundness No soundness
K,O 1.00 Color Grey
Na,O 0.20 - -

LOI 0.64 - -
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Table 2. The chemical composition of QRD, SG, and FA used in the present study.

Oxides QRD SG FA
510, 9.35% 34.38% 57-65%
Al,O3 1.64% 12.98% 28-32%
F6203 1.03% 1.29% 1-4% max
CaO 47.13% 37.33% 1-2%
MgO 1.25% 5.59% 0.50%
K,O 0.20% 0.82% -
Na,O —0.11% 0.29% 1.5 max%
SO3 0.08% 0.23% max 4%
Si0;:Al,05 5.70 2.64 2.03
LOI 38.65% 3.4% 2.9%
Table 3. The chemical composition of Na,SiOs.
Composition Percentage
Na,O 8.93%
5i0, 29.8%
Water 61.78%
Density (kg/m?) 1400

Table 4. The properties of coarse and fine aggregates.

Coarse Aggregate Fine Aggregate (Sand)
Moisture content 1.0% Fineness modulus 2.72
Specific gravity 2.66 Specific gravity 2.74
Water absorption 0.8% Water absorption 1.25%

Table 5. The specifications of hooked end steel fibers.

Entity Specification
Length 35 mm
Diameter 0.55
Aspect ratio 64
Tensile strength 1345 MPa

Table 6. The mix designations of OPC and GPC mixes.

Mix ID Mix Composition
OPC-FO 100% cement
OPC-F0.75 100% cement + 0.75% steel fibers control mixes
OPC-F1.5 100% cement + 1.5% steel fibers traditional concrete
GPC-AF0 50%FA + 50% SG
GPC-AF0.75 50%FA + 50% SG + 0.75% steel fibers
GPC-AF1.5 50%FA + 50% SG + 1.5% steel fibers
GPC-BF0 50% FA + 45% SG + 5% QRD
GPC-BF0.75 50% FA + 45% SG + 5% QRD + 0.75% steel fibers
GPC-BF1.5 50% FA + 45% SG + 5% QRD + 1.5% steel fibers
GPC-CF0 50% FA + 40% SG + 10% QRD
GPC-CF0.75 50% FA + 40% SG + 10% QRD + 0.75% steel fibers
GPC-CF1.5 50% FA + 40% SG + 10% QRD + 1.5% steel fibers
GPC-DF0 50% FA + 35% SG + 15% QRD
GPC-DF0.75 50% FA + 35% SG + 15% QRD + 0.75% steel fibers
GPC-DF1.5 50% FA + 35% SG + 15% QRD + 1.5% steel fibers
GPC-EF0 50% FA + 30% SG + 20% QRD
GPC-EF0.75 50% FA + 30% SG + 20% QRD + 0.75% steel fibers
GPC-EF1.5

50% FA + 45% SG + 5% QRD + 1.5% steel fibers
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3. Results and Discussion
3.1. Workability

The slump values of OPC- and QRD-blended FA-SG-based GPC (QFS-GPC) mixtures
are shown in Figure 4. It can be observed from Figure 4 that all GPC mixtures without
steel fibers (GPC-AOF, GPC-BOF, GPC-COF, GPC-DOF, and GPC-EQF) have lower slump
values than OPC-based mixes due to the combined effect of slag and QRD particles along
with higher viscosity of alkaline solutions. It can also be observed that QRD content has a
negative effect on the workability of GPC mixes. The workability of QFS-GPC specimens
persistently decreased with the increase in QRD content from 0% to 20%. The slump values
of QFS-GPC mixes, i.e., GPC-BOF, GPC-COF, GPC-DOF, and GPC-EOF are 25%, 29%, 31%,
and 51% lower, respectively, than their counterpart without QRD, i.e., GPC-AOF. Previous
studies have also reported this decreasing trend of the slump with the increased QRD [30].
This decreasing trend of slump can be attributed to the angular shape particles of QRD [59]
that restrain the flowability of the mixture, contrary to the spherical-shaped particles of
FA [34] that make concrete more flowable. The workability of GPC mixes was observed
to be lesser than the corresponding OPC-based mixes. The slump values of GPC mixes
viz. GPC-AQF, GPC-BOF, GPC-COF, GPC-DOF, and GPC-EOF were 11%, 33%, 37%, 39%, and
57% lower than the OPC-based control mix. It has been investigated that workability of
FA-based GPC decreases by increasing SG content [24].

It can be noticed from Figure 4 that the workability of steel-fibers-reinforced concrete
mixtures is lower than their counterparts, i.e., plain specimens (without fibers). The slump
values of OPC-0.75F and OPC-1.5F are 16% and 36% lower, respectively, than OPC-OF
(without steel fibers). Similarly, the slump values of GPC mixes, GPC-A0.75F and GPC-
A1.5F are 13% and 41% lower than their counterpart plain samples of GPC-AQFE. The trend
of decreasing workability in GPC mixes increases with the increase in QRD content. The
slump values of group E mixes, i.e., GPC-E0.75F and GPC-E1.5F, are 51% and 58% lower
than GPC-EQOF. The addition of SF with 1.5% by volume decreased the workability up to
60% then 0.75% by volume of SF. This can be due to uneven scattering of fibers that may
have hindered the movement of mixture particles. Moreover, the fibers absorb more binder
(cement, FA, SG, or QRD) mortar due to the large surface area, which increases the viscosity
of mixes resulting in low slump values. Therefore, the optimum SF content from the above
finding is 0.75% considering workability.
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Figure 4. The slump values of GPC and OPC mixes.

The rheology of a GPC mix is generally not similar to that of an OPC mix. Hence, the
slump values of GPC do not resemble the same level of workability in OPC mixtures [24].
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Based on compaction, slump values of GPC are classified as: highly workable (90 mm
and above), medium workable (50-89 mm), and low workable (less than 50 mm) [56].
According to this criterion, GPC mixtures with 0% and 0.75% SF contents are medium
workable except GPC-EQF; and those with 1.5% SF content are classified as low workable.

3.2. Compressive Strength

Compressive strength is an important property of concrete that is connected to other
mechanical properties as well. According to ACI 318 M-11 [59], the 28 day compressive
strength needs to be at least 28 MPa for basic engineering applications, while it should be
35 MPa for corrosion protection of deform steel bars in concrete. In this study, all samples
were tested at the age of 7, 28, and 56 days according to ASTM C39/C39M [55], as shown in
Figure 5. The mean values of the compressive strength test results of OPC and GPC mixes
obtained from three identical samples are shown in Figure 6. Generally, FA- and SG-based
GPC mixes exhibit higher compressive strength values than the OPC-based mixes [16].
It can be observed from Figure 6 that the compressive strength of GPC mixes GPC-BOF,
GPC-COF, and GPC-DOF, increased by increasing the QRD replacement level up to 15%
(i.e., for 5%, 10%, and 15% QRD replacement).

(@) (b)

Figure 5. (a) The compressive testing of cubes; and (b) the failure samples.
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Figure 6. The compressive strength values of GPC and OPC mixes.

The 28 day compressive strength of QFS-GPC mixes viz. GPC-BOF (5% QRD), GPC-
COF (10% QRD), and GPC-DOF (15% QRD) are 5%, 9%, and 11% higher than the GPC-

113



Materials 2021, 14, 6890

AOF (without QRD). This increase in strength due to QRD addition can be attributed
to the increased quantity of lime produced in the geopolymerization process due to SG
replacement with QRD. From the XRF analysis of SG and QRD, CaO content in SG is 37.33%,
whereas QRD composes 47.13% of CaO content as shown in Table 2. The replacement
of SG with QRD ultimately resulted in increasing the CaO contents in the geopolymer
matrix. It has been reported that calcium-containing materials such as SG, alccofine, and
QRD accelerate the rate of polymerization at ambient temperature (room temperature) and
reduce the pore sizes [60]. The inclusion of the calcium-containing materials has increased
the compressive strength of the QRD blended FA-SG-based GPC (QFS-GPC) mixes. Hence,
GPC mixes with QRD replacement level up to 15% would produce compacted geopolymer
matrix compound, which will increase the compressive strength of the specimens at early
ages. However, when the amount of QRD is increased further from 15% to 20% as in mix
GPC-EOQF, it decreases the workability of the mix drastically as shown in Figure 4, making
it difficult to handle during placement. Hence, extra water or superplasticizer was added
to the mix GPC-EOF to increase the workability that ultimately resulted in decreasing
the compressive strength by an amount of 19% compared with GPC-AOF (without QRD
content). This phenomenon has also been reported by Hake et al., 2018 [61].

The 28 day compressive strength of QFS-GPC mixes viz. GPC-BOF, GPC-COF, and
GPC-DOF are 11%, 16%, and 18% higher than the control OPC mix (OPC-0F). However,
the compressive strength of GPC-EQF is 14% lower than the OPC-OF. After 28 days, the
compressive strength of GPC-DOF (33.4 MPa) is almost 18% higher than the control mix
OPC-0F. Therefore, mix GPC-DOF can be considered as an optimum mixture without any
fiber reinforcement considering the compressive strength.

It was observed that the effect of SF addition on the compressive strength is very low
compared with the flexural and tensile strengths. The compressive strengths of GPC and
OPC mixes were increased in the range of 2-8% by adding 0.75% steel fibers (by volume)
than their counterparts (without steel fibers). When the fraction of SF was further increased
from 0.75% to 1.5% in all GPC and OPC mixtures, the strength was further decreased by
20-30% of the counterparts without fibers. This decrease in strength can be due to the
uneven dispersion of fibers causing insufficient compaction and non-uniformity of the mix.

3.3. Splitting Tensile Strength

It is an important mechanical characteristic of concrete that is used in designing some
reinforced concrete structural members. The splitting strength testing setup of cylindrical
samples is shown in Figure 7a and determined at the ages of 7, 28, and 56 days according to
ASTM C496 [62]. The results of splitting tensile strength values of OPC and GPC specimens
are shown in Figure 8.

The splitting tensile strength of OPC-0F (1.91 MPa) and GPC-DOF (1.94 MPa) at the
age of 7 days were maximum among OPC and GPC specimens, respectively. The splitting
tensile strength of QFS-GPC specimens without fibers viz. GPC-BOF, GPC-COF, and GPC-
DOF are 3%, 5%, and 6% higher, respectively, than the GPC control mix GPC-AOF (without
QRD). However, GPC-EOF shows a decrease in splitting tensile strength than GPC-AOF.
This decrease in strength can be attributed to the decreased workability of the mix due
to increased QRD content, thus making it more difficult to handle during placement.
The additional water or admixture (superplasticizer) was added to the mix (GPC-EQF) to
increase the workability, ultimately decreasing the splitting tensile strength.

The values of splitting tensile strength of all GPC mixes without fibers, i.e., GPC-AQF,
GPC-BOF, GPC-COF, GPC-DOF, and GPC-EOF, are 15%, 12%, 10%, 9%, and 21%, respectively
lower than the control OPC mix OPC-0F; which shows that GPC mixes are weak in tensile
strength than the OPC mixes. An increase in splitting tensile strength was also observed
with the increase in curing age. The maximum splitting tensile strength in non-fiber mixes
was observed for the mix GPC-DOF with values of 2.27 MPa and 2.36 MPa, respectively,
at 28 and 56 days. These higher strength values can be due to more compactness in the
presence of optimum calcium content than the other non-fiber GPC mixes.
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(@) (b)

Figure 7. (a) The splitting tensile load application on a cylindrical specimen; and (b) the failure of the

specimen after the test.

It can be observed from Figure 8 that the addition of SF by 0.75 fraction of volume
resulted in increasing the splitting tensile strength of GPC mixes viz. GPC-A0.75F, GPC-
B0.75F, GPC-C0.75F, GPC-DO0.75F, and GPC-E0.75F by 13%, 13%, 16%, 31%, and 12%,
respectively, than their counterparts without fibers. This increase can be attributed to
the relatively strong bonding and matrix between the aggregate and SF at 0.75% fraction
by volume. The mix GPC-DO0.75F achieved the maximum splitting tensile strength with
15% QRD and 0.75% SE. The results are also in agreement with the previous studies [60].
However, the increase in SF content from 0.75% to 1.5% decreased the splitting tensile
strength. The possible cause can be uneven dispersion of fibers in the mixes for more than
0.75% SF, which caused low workability of the mixes. Extra water and superplasticizer
were used during the mixing procedure resulting in a decrease in the strength.
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Figure 8. The splitting tensile strength values of GPC and OPC mixes.

3.4. Flexural Strength

The flexural strength test is carried out to find the indirect tensile strength of concrete,
also known as the modulus of rupture (MOR). It is an important property that affects
concrete’s shear strength, bending characteristics, and brittleness ratio in structural concrete
design. In this study, the flexural strength was determined by using prismatic specimens
(100 x 100 x 500 mm) at the age of 28 and 56 days according to ASTM C1609 [56], the
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standard test method used for the flexural performance of fiber-reinforced concrete. The
flexural strength testing of prismatic samples under center point loading is shown in
Figure 9. It can be noticed from Figure 10 that flexural strength of QFS-GPC mixes viz
GPC-BOF, GPC-COF, and GPC-DOE, are 3%, 7%, and 10% higher, respectively, than GPC-AOF
(without QRD). This higher strength indicates that the flexural strength of QRD-blended
specimens increased with the increase in QRD content up to 15%. The maximum flexural
strength of non-fiber specimens at the age of 28 days was obtained by the mix GPC-DOF
(3.65 MPa) with 15% QRD content. However, the flexural strength of GPC-EOF (with
20% QRD content) decreased by 18% from GPC-AOQF (without QRD). The test results also
showed that flexural strength of GPC mixes without fibers, i.e., GPC-AOF, GPC-BOF, GPC-
COF, and GPC-EOF were 8%, 5%, 2%, and 25% lower than the OPC control mix, i.e., OPC-0OF.
However, the flexural strength of GPC-DOF was 2% higher than the mix OPC-0OF. Hence,
GPC-DOF can be considered as an optimum mix considering the flexural strength. The
test results also showed that the flexural strength of all GPC mixes increased with age.
However, this rate of strength gain is slower than the OPC mix samples.

(b)

Figure 9. (a) Flexural testing setup for Prismatic specimens of length 500 mm; and (b) the failure of a
specimen after the test.
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Figure 10. The flexural strength values of GPC and OPC mixes.

The addition of SF improved the flexural strength and improved the post-cracking
behavior (also called crack bridging effect) for all GPC and OPC mixes. The flexural
strength of GPC mixes viz. GPC-A0.75F, GPC-B0.75F, GPC-C0.75F, GPC-D0.75F, and GPC-
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E0.75F are 13%, 15%, 20%, 38%, and 16% higher than their counterparts without fibers. It
was also observed that the increase in fiber content from 0.75% to 1.5% by volume decreased
the flexural strength of GPC mixes. This decrease in strength can be due to the uneven
dispersion of steel fibers causing insufficient compaction and non-uniformity of the mix.
Experimental research proved that the addition of 0.5% SF in oil palm shell (OPS)-based
GPC improves flexural strength by approximately 13—44% [38].

3.5. Weight Loss and Residual Compressive Strength

The specimens from each mix group were subjected to elevated temperatures (400 °C
and 800 °C) at the age of 56 days to measure the weight loss and residual compressive
strength. The oven-dried samples were placed in an electric furnace of 1000 °C heating
capacity. The specimens were exposed to an elevated temperature at 8§ °C/min heating rate
until the target temperature was reached. The specimens were kept for 1 h at the required
temperature, i.e., 400 °C and 800 °C. After heating, the specimens were cooled at room
temperature. The weight before and after the exposure was measured to determine the
weight loss of specimens. The results for weight loss of specimen mixes are presented in
Figure 11. The replacement of SG with QRD resulted in an increase in the weight loss of
QRD-blended mixes. The weight loss observed in GPC mixes viz. GPC-AQF, GPC-BOF,
GPC-COF, GPC-DOF, and GPC-EOF at 800 °C were 2.34%, 3.13%, 4.23%, 5.5%, and 6.35%,
respectively. The weight loss values were increased with the increase in QRD content. The
increase in weight loss may be due to the higher loss on ignition (LOI) of QRD (38.65%)
compared with the FA (2.9%) and SG (3.4%). The weight loss values of QRD-blended
GPC mixes are higher at 800 °C than 400 °C since the release of gases in the form of
carbon dioxide (CO;), due to thermal decomposition of concrete, occurred at 800 °C. The
addition of 0.75% steel fibers in all GPC mixes, i.e., GPC-A0.75F, GPC-B0.75F, GPC-C0.75F,
GPC-D0.75F, and GPC-EQ.75F, resulted in a reduction in weight loss by an amount of
2.32%, 2.67%, 4.11%, 4.63%, and 6.04%, respectively, compared with their counterparts
without fibers. This reduction in weight loss by fibers can be due to the high heat-absorbing
capacity of SE. The lowest weight loss was observed in the OPC mix OPC-0.75F and the
GPC mix GPC-AQ.75F. The reduced weight loss in these specimens can be due to lesser
calcium content and SF presence that resisted the decomposition process.
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Figure 11. The weight loss values of GPC and OPC mixes after heating the specimens at elevated temperature.

The residual compressive strength of OPC and GPC mixes was investigated to be
inversely proportional to the temperature and QRD content. The compressive strength
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of all plain GPC mixes viz. GPC-AQF, GPC-BOF, GPC-COF, GPC-DOF, and GPC-EQF at
400 °C were decreased by 9%, 13%, 23%, 31%, and 33%, respectively, from the compressive
strength at room temperature as shown in Figure 6. The strength of the OPC control mix
OPC-0F at 400 °C was decreased by 60%, indicating that GPC mixes are more fire-resistant
than the traditional OPC mixes at 400 °C. It can also be seen from Figure 12 that the residual
strength of QRD-blended mixes decreased with the increase in QRD content.

The compressive strength of all plain GPC mixes, i.e., GPC-AOF, GPC-BOF, GPC-COF,
GPC-DOF, and GPC-EQF at 800 °C decreased by 57%, 61%, 67%, 71%, and 74%, respectively.
The drop in compressive strength increased with the increase in temperature from 400 °C
to 800 °C. This strength drop is due to the presence of a large amount of Ca(OH), and
CaCOs3 in QRD content that is dehydrated and decomposed, respectively, and converted
into CaO at temperatures in the range of 600-700 °C [63]. As a result of dehydration and
decomposition, H,O and CO, are released, causing volume shrinkage and a significant
decrease in compressive strength. It can also be one of the reasons that the matrix starts
fusing and melting into a near homogeneous phase at 800 °C, which could include the
formation of new products [64], resulting in volume reduction. It was observed during fire
that spalling of GPC samples having high content of QRD occurred after being exposed to
a temperature of about 400 °C.

It was noticed that adding 0.75% SF in OPC- and QRD-blended GPC mixes reduced
the loss in compressive strength at high temperatures. The compressive strength of all
fiber-reinforced GPC mixes, i.e., GPC-A0.75F, GPC-B0.75F, GPC-C0.75F, GPC-DO0.75F, and
GPC-E0.75F at 800 °C were decreased by 42%, 43%, 40%, 51%, and 63%, respectively.
However, the increase in the volume fraction of SF from 0.75% to 1.5% did not show
any improvement in the residual compressive strength at elevated temperatures. This
negligible effect on compressive strength could be due to the poor dispersal of SF (1.5% by
volume) in highly viscous GPC mixtures.
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Figure 12. The residual compressive strength values of GPC and OPC mixes after heating the specimens at elevated

temperatures.

3.6. X-ray Diffraction (XRD)

Figure 13 shows the XRD pattern (26 = 10-75°) of OPC and GPC mixes (without steel
fibers) observed after 28 days of ambient curing. The most significant zone where the
reactions occur in the mix is in the range of 26 = 20-30°. For the specimen GPC-DOF, sharp
diffraction peaks are more in this range than all the other samples, including the control
mix; which shows that GPC-DOF is highly crystalline. Similarly, in the temperature range
26 = 40-50°, OPC and GPC-DOF show peaks representing crystalline phases while the
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other samples, viz. GPC-AOF, GPC-BOF, GPC-COF, and GPC-EOF are in amorphous phases.
Limited periodicity of atoms in the range of 26 = 60-70° was also present in the samples
GPC-COF, GPC-DOF, and GPC-EOF due to the presence of QRD. The unreacted fly ash and
QRD contains crystalline phases such as quartz (5iO,), mullite (AlgSi;O13), and maghemite
and hematite (Fe;O3). Some studies on geopolymer materials indicate that a small amount
of quartz may have a positive effect on the mechanical properties, and other minerals may
have a detrimental effect on the geopolymer [65]. Hence, it can be observed from XRD
diffractogram that an increase in the QRD content up to 15% in all GPC mixes resulted in
an increase in the compressive strength due to the formation of crystalline phases. This
increase is because mechanical properties (compressive, tensile, and flexural) of concrete
mixtures increase in the presence of a high amount of calcium-rich species at ambient
curing temperature [19,24].
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Figure 13. The XRD pattern of OPC and GPC specimens after 28 days.

3.7. Scanning Electron Microscopy (SEM) and Energy Dispersive Spectroscopy (EDS)

Figures 14-19 show the results of SEM micrographs of OPC- and QRD-incorporated
GPC specimens.

The microstructure of GPC-DOF prepared with 15% QRD and activated by alkaline
solution is denser and less porous than the remaining mixes, i.e., GPC-AOF, GPC-BOF,
GPC-COF, GPC-EOF, and OPC-0F; which shows that GPC-DOF is more compacted. Due to
this reason, the strength of GPC-DOF is higher among all mixes. Further, there are no cracks
and unreacted particles of FA and SG in the structure of GPC-DOF due to the presence
of sufficient CaO in QRD. The SEM image of GPC-EOF shows that by increasing QRD
from 15% to 20%, the structure of the hardened mix became porous, causing cracks, which
eventually decreased the mechanical strength of the GPC specimens with more than 15%
QRD. There are a lot of unreacted particles of FA and SG in the specimens of GPC-AQF, GPC-
BOE, and GPC-COF; which could be the cause of a decrease in the compressive strength. The
spherical-shaped FA and angular-shaped SG and QRD particles are in the fuse condition
after exposure to elevated temperatures, which decreased the mechanical properties.

Figures 20-25 show the results of EDS. The presence of elements such as Ca, Si,
Al, C, and Fe indicates calcium aluminosilicate hydrate (CASH) in almost all specimens.
Therefore, the formation of CASH in GPC-DOF makes the microstructure more compacted
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and dense, ultimately improving its mechanical properties. The presence of high calcium
content in QRD and SG increases the geopolymerization process at ambient temperature
which enhances the compressive strength of GPC specimens.

(@) " (b)

Figure 14. The SEM image of GPC-AOF mix specimen; (a) magnification 309x; and (b) magnification
1.05x.

Figure 15. The SEM image of GPC-BOF mix specimen; (a) magnification 351 x; and (b) magnification
759 %.

(@) " ‘ (b)

Figure 16. SEM image of GPC-COF mix specimen; (a) magnification 352x; and (b) magnification
1.75x%.
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Figure 19. SEM image of OPC-0F mix specimen; (a) magnification 428 x; and (b) magnification 3.01 x.
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Figure 20. EDS graph of GPC-AOF mix specimen.
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Figure 21. EDS graph of GPC-BOF mix specimen.
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Figure 22. EDS graph of GPC-COF mix specimen.

T
10 15 20 25 30
Energy [keV]

x 0.001 cps/eV

180
160
140
120
100
c
20
- = L
L

Figure 23. EDS graph of GPC-DOF mix specimen.
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Figure 24. EDS graph of GPC-EOF mix specimen.
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Figure 25. EDS graph of OPC-0F mix specimen.

4. Conclusions

30

This paper presented the results of an experimental study conducted to evaluate the

influence of QRD and SF inclusion on fresh, mechanical, and residual properties of FA- and
SG-based geopolymer concrete at ambient and elevated temperatures. The following key
conclusions have been drawn from this study:

1.

2.

The workability of GPC mixes decreased by increasing the QRD content and by
incorporating SE. QRD has a negative effect on the workability of GPC mixes.

The increase in QRD content from 0% to 15% resulted in an increase in the compressive
strength of all GPC mixes at 28 and 56 days. The maximum increase in compressive
strength was noticed for the 15% replacement level of QRD.

The addition of 0.75% SF increased the compressive strength of both OPC and GPC
mixes but decreased their workability.

The tensile and flexural strength of GPC mixes increased at early ages (maximum
up to 28 days) with the increase in QRD content and incorporation of SE. However,
a reduction was observed in tensile and flexural strength with the increase of the
volume fraction of SF from 0.75% to 1.5%.

After heating the GPC specimens at elevated temperatures, the weight loss consis-
tently increased, and residual compressive strength respectively decreased with the
increase in QRD content. However, the inclusion of SF reduced the loss in compressive
strength of GPC mixes after exposure to elevated temperature.

The results of XRD analysis showed that the crystallinity of the geopolymer structure
increased by increasing QRD content up to 15% of the total binder content.

The SEM analysis exhibited that increasing the QRD content up to 15% improved the
mechanical properties due to a dense, less porous, and more compacted microstructure.
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8.  The EDS analysis showed that high content of calcium compounds improved me-
chanical properties of GPC specimens

It is worth noting that during the mixing operations, it is difficult to handle GPC at the
field due to exothermic reaction and the harmful effect of alkaline solutions on the human
body and cloth during use. Therefore, efforts are needed to produce ambient cured GPC
using solid activators instead of alkaline solutions, given its wider acceptance in the field.
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QRD  quarry rock dust

SG ground granulated blast furnace slag
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SpP superplasticizer

SF steel fiber
W/C water-cement ratio
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Abstract: Experiments on the development and properties of aerated concrete based on alkali-
activated slag cement (AASC) and using Zn powder (ZP) as a gas agent were carried out. The
experiments were designed for water-binding material (w/b) ratios of 0.35 and 0.45, curing tempera-
tures of 23 £ 2 °C and 40 £ 2 °C, and ZP of 0.25%, 0.50%, 0.75%, and 1.0%. ZP generates hydrogen
(Hp) gas in AASC to form pores. Ata w/b of 0.35, the curing temperature had little effect on the pore
size by ZP. However, a w/b of 0.45 showed a clear correlation that the pore diameter increased as the
curing temperature increased. The low w /b of 0.35 showed a small change in the pore size according
to the curing temperature due to the faster setting time than 0.45 and the increased viscosity of the
paste. Therefore, at a termination time exceeding at least 60 min and a w/b of 0.45 or more, it was
possible to increase the size and expansion force of the pores formed by the ZP through the change
of the curing temperature. ZP showed applicability to the manufacture of AASC-based aerated
concrete, and the characteristics of foaming according to the curing temperature, w/b ratio, and ZP
concentration were confirmed.

Keywords: zinc powder; gas agent; alkali-activated slag cement; hydrogen gas; aerated concrete

1. Introduction

Alkali-activated slag cement (AASC) has attracted significant attention as an eco-
friendly material compared to ordinary Portland cement (OPC) [1-6]. Many studies have
shown that AASC has high strength and durability [7-10]. AASC is widely applicable
in various members of construction, and aerated concrete is one of them. Recently, even
aerated cement/concrete to which AASC is applied has been researched and developed.
Aerated concrete is developed and manufactured to improve the characteristics of ce-
ment/concrete, such as weight reduction, water permeability, and thermal insulation. The
materials used for foaming are a foaming agent [11-14], metallic powder (Al, Zn) [15-17],
or hydrogen peroxide (H,O,) [18-21]. Aluminum powder (Al powder) is the most com-
monly used material for foaming, as mentioned in several previous studies [16,17,22]. Al
powder shows low usage and a high foaming effect. The foaming approach applies to
a simple method for generating gas to form pores inside a specimen. However, the size,
distribution, and quantity of the air foams are affected by various conditions. Several
factors, such as binder material, admixture material, curing temperature, mixing ratio, and
foaming agent, are considered [23-25]. Although aerated concrete can be manufactured
quickly and easily, the compressive strength and durability are properties that need im-
provement. Recently, several studies on aerated concrete using various foaming agents for
alkali-activated cement or geopolymer have been conducted [22,24,26-28]. For expanded
cement/concrete using zinc powder (ZP), studies on OPC-based [23] and fly-ash-based
geopolymer [29] or magnesium phosphate [15] have been reported; however, studies on
AASC are still insufficient.
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Therefore, in this study, an AASC-based experiment was designed to analyze the
mechanical properties and bubble formation characteristics of aerated concrete. In this
study, considering the high early-age strength characteristic reported as one of the charac-
teristics of AASC, we intend to improve the mechanical characteristics that decrease after
bubble formation. Herein, ZP was used as the foaming agent, different from the existing
Al powder. It has been reported that the hydrogen gas (H;) generated by the reaction of
ZP is about half in quantity compared with aluminum powder and causes a relatively slow
foaming reaction [29]. However, ZnO is potentially applicable in various fields, and several
studies are currently being conducted on the multifunctionality of ZnO in cement/concrete.
The zinc oxide applied to cement is a material reported to be effective in antibacterial
concrete [30,31], radiation shielding [32], water purification [33], anticorrosion of steel [34],
and photocatalysis [35,36].

The Equation (1) shows that ZP powder reacts with water to produce zinc oxide (ZnO)
and Hj. The generated H; expands inside the cement, forming pores.

Zn + H,O — ZnO + H, 1)

The ZnO is insoluble in water but soluble in alkaline or acidic environments [37,38].
By examining the various effects of cement using ZnO reported currently, it is expected that
the effect of zinc will be improved even more if the application field is expanded and the
optimum zinc oxide concentration and mixing conditions are found. Therefore, it is thought
that aerated concrete using Zn powder can be broadly applied to multifunctional concrete
that basically includes the effect of zinc oxide. For this, it is judged that experiments and
studies on the mixing conditions and characteristics of aerated concrete mixed with ZP
should be conducted. Furthermore, at the same time, we would like to present the purpose
for the development and application of a new metal powder that can replace aluminum
powder, which is the existing gas agent used in the production of aerated concrete. AASC
has high alkalinity, fast setting, and high strength. Thus, hydration reactants are formed
through the dissolution of ZnO in the high alkali environment of AASC. Several studies
have been conducted on OPC mixed with ZnO. However, few studies have investigated
the application of ZnO to AASC. Moreover, studies on AASC using ZP are rare. A study
was recently conducted using 0.3-0.8% ZP in magnesium phosphate cement (MPC) [15].
Additionally, a study exists on porous cement manufacturing using ZP for rapid MPC.
Similarly, ZP can be applied to AASC based on the MPC result with rapid setting high
strength performance. Therefore, this study has two purposes. The first is the development
of aerated cement using AASC, which is attracting attention as an eco-friendly, low-carbon
cement. In addition, AASC has faster setting and higher early-age strength than OPC-based
cement. This is expected to improve the mechanical performance degradation problem
of OPC-based aerated cement to some extent. The second is to examine the influence
and characteristics of ZP on aerated AASC. This is because studies on aerated cement
using ZP in AASC are very rare. From the results of this experiment, we will examine
the development and basic characteristics of aerated AASC using ZP, and plan additional
experiments on the size, distribution, and durability of bubbles in subsequent studies. The
experiments and analysis on the mechanical properties according to the concentration,
formulation, and curing conditions of ZP are first performed. Furthermore, based on the
results of the mechanical properties, follow-up studies on antibacterial, photocatalysis,
and anticorrosion of steel are planned. For this investigation, the compressive strength,
X-ray diffractometer (XRD) spectra, scanning electron microscope (SEM) images, water
absorption rate, and ultrasonic pulse velocity (UPV) were measured and analyzed.

2. Materials and Methods
2.1. Materials
Table 1 shows the results of X-ray fluorescence analysis on the chemical composition

of the slag used in this study. For alkali activator, bead type sodium hydroxide (NaOH,
purity > 98%) and liquid type sodium silicate (Na;SiO3, Ms = 2.1) were used at a 10%
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concentration of binder weight (10% NaOH + 10% Na,SiO3). Before mixing, the activator
was added to water, stirred well, and allowed to stand at room temperature in the laboratory
for 6 h and then used. The ZP has a gray color, the specific gravity of 7.14, a pH of 6.95-7.37,
and an average particle size of 4.0 pum with a purity >99.0%.

Table 1. Chemical components and physical properties used in slag.

Chemical Components (%) Density  Fineness o
(g/cm®)  (cm?/kg) LOT (%)
Si02 Alzo F9203 MgO CaO Kzo 503
Slag 34.57 10.88 0.61 419 44.56 0.37 3.94 2.89 4200 0.96

2.2. Experiments

The experimental design considered the effect of three variables: the water-binder
ratio (w/b), curing temperature, and ZP content. Here, the binder consists only of 100%
slag. Furthermore, the w/b ratio was selected to exclude the effect of superplasticizer. If it
is less than w/b = 0.35, mixing and molding of the specimen are difficult, and if w/b = 0.45,
material separation occurs due to excessive fluidity. Therefore, the final w/b ratio of
0.35 and 0.45 was selected in the range where the superplasticizer was not used. The
authors selected three curing temperatures: 23 + 2 °C, 40 & 2 °C, and 60 & 2 °C through
preliminary experiments. However, at a temperature of 60 & 2 °C, the specimen was not
properly formed due to the rapid expansion of ZP. As a result, the curing temperature
of the final experimental plan was selected as 23 £ 2 °C and 40 £ 2 °C. Finally, the ZP
content was a total of five concentrations, including 0.0%, 0.25%, 0.50%, 0.75%, and 1.00%
of the weight of the binder and a mixture without ZP. A total of 20 mixtures were produced.
Table 2 summarizes the ratio for the detailed mixture.

Table 2. Mix properties.

w/b Curing Temperature (°C) ZP Contents (%)

0.00
0.25
0.35 0.50
0.75
1.00

0.00
0.25
0.45 0.50
0.75
1.00

0.00
0.25
0.35 0.50
0.75
1.00

0.00
0.25
0.45 0.50
0.75
1.00

23£2°C

40+£2°C

Mixing was conducted following the instrument and method of ASTM C305 [39]. The
mixed samples were poured into a 50 x 50 x 50 mm?® cube metal mold, compacted, and
stored in a chamber at 23 4= 2 °C or 40 + 2 °C and relative humidity (RH) of 90 =+ 5% for
24 h. The mold was then removed and stored in the chamber at 23 + 2 °C and RH of
90 £ 5% until 28 d. The compressive strength was measured after 1, 3, 7, and 28 d, and the
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average of the measured values of the three samples was used. Microstructural analysis
was performed using an XRD with a step size of 0.017° (20) from 5° to 60° and a scanning
electron microscope /backscattered electron (SEM/BSE) at 15 kV in high vacuum mode.
For the physical properties, water absorption rate and UPV were measured.

Table 3 shows the setting time and flow values of the mixture without ZP at 23 4= 2 °C.
The setting time was measured following the Gillmore needle test made in ASTM C266 [40].
The flow value of the paste was measured using the flow table apparatus of ASTM C230 [41].
For the mixture with a w/b of 0.35, the initial and final setting times were 20 and 25 min,
respectively, and the total setting time is 45 min, setting in less than one hour. However,
for the mixture with a w/b of 0.45, the initial and final setting times were 55 and 65 min,
respectively, and the total setting time was 120 min, with a more rapid setting. The total
setting time of the mixture with a w/b of 0.45 increased about two times compared with
that with a w/b of 0.35. This increment is because the slag hydration reaction was delayed
due to the dilution of the concentrated activator with the increase in mixed water for the
same amount of binder. Moreover, the flow value of the mixture with a w/b of 0.35 was
measured as 205 mm, whereas that with a w/b of 0.45 showed excessive fluidity, exceeding
the flow table.

Table 3. Setting time and flow value of the mixture without ZP (23 + 2 °C).

Setting Time (min)

wib Flow Value (mm)
Initial Final

0.35 20 25 205

0.45 55 65 overflow

Water absorption was measured following the ASTM C1403 [42] method using a
50 x 50 x 50 mm? sample. Dry density was calculated as follows.

_ M
Pd—V

where pd is the dry density, m; is the mass of the sample after oven-drying at 105 £ 5 °C
for 24 h, and V is the volume of the sample.

The UPV was measured on a 40 x 40 x 160 mm? prismatic mold sample. First, the
receiver was contacted on the right and the oscillator on the left. Next, the measurement
was conducted again with the oscillator on the right and the receiver on the left. The
average value of both measurements for a sample was taken as one measurement value.
UPV measurement was performed on three samples, and the average value was used as
the UPV value.

3. Results and Discussion
3.1. Compressive Strength

Figure 1 shows the compressive strength measurement results according to the w/b
ratio, curing temperature, and ZP concentration. Regardless of the w/b value and curing
temperature, the ZP-containing samples showed low compressive strength values com-
pared with the free-ZP samples. Previous studies have reported that aerated concrete has
low compressive strength due to the foamed pores [24].

For the samples with a w/b of 0.35 (Figure 1a,b) and 0.45 (Figure 1c,d), the compressive
strength values of the samples with a high w/b were low, with or without ZP. Herein,
an increase in the w/b ratio was designed as a mixture in which mixed water increases
in the same amount of binder. The concentration of the activator is 10% of the binder
weight. Therefore, the mixed-water increment dilutes the concentration of the alkali
solution. Consequently, the hydration reaction of the slag is reduced, affecting the decrease
in strength. Figure 1a,b shows the results of the compressive strength of the samples with a
w /b of 0.35. For the free-ZP samples, the compressive strength at all the measured ages
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increases as the curing temperature increases, i.e., the strength of the sample cured at 40 °C
is more than that cured at 23 °C. However, for the ZP-containing samples, the compressive
strength at 40 °C decreased slightly compared with that at 23 °C. The samples with a w/b
of 0.45 showed a strong tendency to decrease the compressive strength with an increasing
curing temperature (Figure 1c,d). This trend is more significant in the samples with a w/b
of 0.45 than those with a w/b of 0.35 as the curing temperature increases. In previous
studies of AASC, an increase in the curing temperature promoted the hydration reaction
of slag and thus improved the strength. However, by using ZP in this study, no strength
improvement was observed.

70

Compressive strength (MPa)
Compressive strength (MPa)

0 0.25 0.5 0.75 1
Zn contents (%) Zn contents (%)

(a) (b)

Compressive strength (MPa)
Compressive strength (MPa)

0 04
Zn contents (%) Zn contents (%

() (d)

Figure 1. Compressive strength of samples with (a) w/b of 0.35, cured at 23 + 2 °C, (b) w/b of 0.35, cured at 40 + 2 °C,
(c) w/b of 0.45, cured at 23 4+ 2 °C, and (d) w/b of 0.45, cured at 40 + 2 °C.

The decreasing tendency of the compressive strength, even with an increase in the
curing temperature, can be considered as follows. ZP reacts with water to generate Zn(OH),
and H, inside the paste. At a curing temperature of 40 °C rather than 23 °C, the samples are
set and hardened rapidly. Therefore, the time required for the expansion and movement of
the H is insufficient owing to the rapid setting. However, as shown in Table 3, the sample
with a w/b of 0.45 has a longer setting time than the sample with a w/b of 0.35. Therefore,
the samples with a w/b of 0.45 have enough time for the bubbles generated by the H2 gas
in the paste to move and expand compared to the 0.35 samples. Therefore, the sample with
a w/b of 0.45 has reduced strength due to the large diameter pores generated by the ZP.
The high w/b ratio and the curing temperature at room temperature increase the setting
time of the paste and increase the expansion and movement of the Hj, acting as a factor to
increase the size of the pores.
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Figure 2 shows the appearance of each demolded sample after a 24-h curing. Regard-
less of the w/b and curing temperature, the top surfaces of the ZP-mixed samples are
expanded and swollen. To measure the compressive strength, the expanded part at the
top was cut to a size of 50 x 50 x 50 mm?® with a low-speed precision cutter. The upper
parts of the samples in Figure 2¢,d with a w/b of 0.45 are more expanded and swollen than
those in Figure 2a,b with a w/b of 0.35. This trend suggests that, as described above, the
expansion and movement of the H, caused by the reaction of ZP and water were more
active in the samples with a w/b of 0.45 than those with a w/b of 0.35. The expansion
height increases as the ZP concentration increases (Figure 2), indicating that, if the ZP
amount is doubled (Equation (1)), the expansion height or volume will double as well.
However, the ZP amount and the amount of expansion are not proportional. Thus, not
all the generated gases are trapped inside the sample as some foams are destroyed or
gases escape out of the sample. Such a quantity is difficult to precisely calculate. Similarly,
in the study of aerated concrete using H,O, as a foaming agent, it was reported that no
linear proportional relationship existed between the amount of the foaming agent and the
expansion rate [20].

0.0% ZP 0.25% ZP 0.50% ZP 0.75% ZP 1.00% ZP

Figure 2. Sample appearances (after 24-h curing) of specimens with (a) w/b of 0.35, cured at
23 £2°C, (b) w/b of 0.35, cured at 40 + 2 °C, (c) w/b of 0.45, cured at 23 + 2 °C, and (d) w/b of
0.45, cured at 40 + 2 °C.

3.2. Reaction Products

Figures 3 and 4 show the XRD analysis results for determining the hydration reactants
according to the w/b ratio, curing temperature, and ZP concentration. In the ZP-free
samples, hydrotalcite, stratlingite, hydroganet, monocarboaluminate, C-S-H(I), C-S-H gel,
calcite, and katoite were observed regardless of the w/b [9,28,43-45]. Table 4 summarizes
the classification and types of the hydration reactants shown in Figures 3 and 4.
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Figure 3. XRD analysis of samples with a w/b of 0.35 (a) cured at 23 & 2 °C after 1 day, (b) cured at 23 &= 2 °C after 28 d,
(c) cured at 40 £ 2 °C after 1 day, and (d) cured at 40 + 2 °C after 28 d.
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Figure 4. XRD analysis of samples with a w/b of 0.45 (a) cured at 23 & 2 °C after 1 day, (b) cured at 23 4= 2 °C after 28 d,
(c) cured at 40 & 2 °C after 1 day, and (d) cured at 40 £ 2 °C after 28 d.

Table 4. Hydration reaction summary (in Figures 3 and 4).

Label Hydration Reactant
C calcite
C1 monocarboaluminate
C2 C-S-H(T)
C3 C-S-H gel
C4 calcium aluminum oxide sulfate hydrate
C5 calcium iron sulfate hydrate
H Hydrotalcite
K Katoite
S Stratlingite
G Hydrogarnet
Cz Calcium zinc oxide (Wurzite type)
zZ Zinc hydroxide

Moreover, after 28 d as compared to one day, the slag hydration reaction increased
and the peak heights of the stratlingite, hydrogarnet, C-S-H(I), and C-S-H increased. In
the ZP-containing samples, calcium aluminum oxide sulfate hydrate, calcium iron sulfate
hydrate, calcium ZnO, and zinc hydroxide were additionally observed. Precisely, calcium
zinc oxide and zinc hydroxide are hydration reactants found in previous studies involving
ZnO [36,46,47].

It has been reported that the crystalline phase of calcium zincate (CaZn,(OH)s-2H,0,
wurtzite type) reduces the pozzolanic reaction by consuming the Ca(OH); [48,49]. However,
since there is no Ca(OH), in AASC, it can be considered that the calcium zincate is formed
by the presence of calcium eluted from the slag and OH-ions supplied from the activator.
Other studies have reported that the ZnO interferes with the C-S-H-gel formation. ZP
reacts with water to generate ZnO and Hj gas (Equation (1)). ZnO forms Zn-based hydrates
through the following reactions (Equations (2)—(4)). In the reactions up to Equations (2)-(4),
the reaction proceeds by OH™ supplied from the alkali activator and calcium ions eluted
from the slag [34,46,50,51]. Precisely, the environment in which OH™ ions are sufficiently
supplied by the activator induces the reactions up to Equations (2)—(4) quickly.

ZnO + H,O — Zn** + 20H™ — Zn(OH), 2)
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ZnO + H,O + 20H™ — Zn(OH),>~ 3)
2Zn(OH)4%>~ + Ca®* + H,O — Ca(Zn(OH)3),-H,O + 20H ™ (4)

The addition of ZP slightly affected the hydration reaction product of AASC. No
remarkable peak change of the hydration reaction product nor the formation of a new
hydration reaction product was observed due to the change in the ZP concentration.

3.3. Microstructures

Figures 5 and 6 show SEM images according to the w/b and curing temperature.
The shapes of the foams observed in Figures 5 and 6 are not completely spherical but
elliptical, formed by aeration [52,53]. Figure 5a—d shows the cross-sectional SEM images
of the samples cured at 23 °C, with a ZP concentration of 0.25-1.00%. Several voids were
observed in the cross-sectional view, and some were connected. Even with increased ZP
concentration, the diameters of the pores did not change significantly, showing similar
sizes. Figure 5e—f shows the cross-sectional SEM images of the samples cured at 40 °C,
with similar pore sizes and distributions regardless of the ZP concentration. The number
of pores of such samples slightly increased compared with those cured at 23 °C.

w/‘rrO.Z‘S, Tempi=23+2 °C o 35 Tempréi] L -
0.25%7P ., 7. S

w/b=0.35, Temp.223+28C ) & ¢ \ i w/b£0:35, Temp,
0.75% ZP 3 5 3 1.00% ZP

\/i=0.3§, Tengp. =408 2 *Cly
0.50% 2P - %

w/b=0.35;Temp. =40 +2:C X W Ny w/B=0.35, Yemg/=4p42°C ' /4 5
0.75% ZP Nt W 1.00% zP y

® ‘ )

Figure 5. SEM images of samples with a w/b of 0.35 (a) cured at 23 4 2 °C, 0.25% ZP, (b) cured at
23 £2°C,0.50% ZP, (c) cured at 23 + 2 °C, 0.75% ZP, (d) cured at 23 + 2 °C, 1.00% ZP, (e) cured at
40 £2°C, 0.25% ZP, (f) cured at 40 £ 2 °C, 0.50% ZP, (g) cured at 40 &= 2 °C, 0.75% ZP, and (h) cured
at40 +2°C, 1.00% ZP.
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Figure 6. SEM images of samples with a w/b of 0.45 (a) cured at 23 & 2 °C, 0.25% ZP, (b) cured at
23 £2°C,0.50% ZP, (c) cured at 23 £+ 2 °C, 0.75% ZP, (d) cured at 23 + 2 °C, 1.00% ZP, (e) cured at
40 +2°C, 0.25% ZP, (f) cured at 40 2 °C, 0.50% ZP, (g) cured at 40 + 2 °C, 0.75% ZP, and (h) cured
at40 +2°C, 1.00% ZP.

Figure 6 shows the cross-sectional SEM images of the samples with a w/b of 0.45
according to the curing temperature. Figure 6a—h show the cross-sectional SEM images of
the samples cured at 25 °C and 40 °C, respectively. The diameters of the pores observed in
the latter increased more than those observed in the former. Although the diameters of
the pores increased, the number of pores decreased. Besides, the diameters of the samples
with a w/b of 0.45 are 2-3 times larger than those with a w/b of 0.35, which agrees with
the results of previous studies where the foam content increased as the w/b increased [26].

The pore diameter and distribution characteristics observed in the cross-sectional
SEM images of the samples seem to be significantly affected by the w/b and curing
temperature rather than the ZP concentration. A high w/b and low curing temperatures
delay the slag hydration reaction and increase the setting time. This phenomenon gives
sufficient time for the H, generated by the reaction of ZP and water to expand and move.
Consequently, the pores present in the samples with a w/b of 0.45 are larger than the pores
present in the samples with a w/b of 0.35. Besides, with a w/b ratio of 0.45, the pore
diameter was larger for the samples cured at 40 °C than at 25 °C despite an increase in the
curing temperature. Thus, the increase in the temperature affects the expansion of the Hj.
However, for the samples with a w/b of 0.35, the pore diameter change according to the
curing temperature was different from those with a w/b of 0.45. The samples with a w/b
of 0.35 showed small-sized pores due to the fast-setting time, even at 25 °C. Increasing the
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curing temperature to 40 °C further inhibited the expansion and movement of the voids
due to a faster setting. Consequently, with a w/b of 0.35, the difference in the pore diameter
based on curing temperatures of 25 °C and 40 °C was insignificant. Despite increasing
the curing temperature, the setting speed was faster than the expansion speed of the Hy,
indicating that the pore diameter did not increase. To change the pore diameter by ZP, an
appropriate setting time for smooth H, expansion and movement is necessary.

It has been reported in previous studies that an increase in the alkali activator concen-
tration reduces the curing time, consequently reducing the foam pores’ size [29]. Therefore,
the rapid setting and hardening of AASC suppresses gas expansion. As a result, the
size of the pores formed inside the specimen becomes smaller. The amount of the air
foams increases as the amount of ZP increases, although the difference is insignificant.
The difference in the amount and size of the air foam according to the amount of ZP is
insignificant (Figure 5), indicating that, as the ZP increases, the number of foams increases.
As the foams merge and the liquid film thickens, the size of the small foams increases, and,
simultaneously, the breakdown of the foams increases [26,28]. However, the consolidation
and destruction of these foams were difficult to observe in insufficiently grown foams due
to the rapid setting time of the AASC. Therefore, when the w/b ratio of 0.45 is compared
with that of 0.35, the consolidation of the air foams and the size increase are observed due
to higher fluidity and longer setting time. This phenomenon becomes clear by comparing
Figures 5 and 6. The increase in the foam content affects the decrease in compressive
strength [26].

3.4. Water Absorption and Dry Density

Figure 7 shows the results of measuring the water absorption and ultrasonic pulse
rates. The water absorption rate (Figure 7a) increased as the ZP concentration increased
regardless of the w/b ratio and curing temperature. At a w/b of 0.35, the sample without
ZP decreased from 25.58% to 23.78% when the curing temperature increased from 23 °C to
40 °C. Moreover, even with a w/b of 0.45, the water absorption rate of the sample without
ZP decreased from 31.02% to 29.38% when the curing temperature increased from 23 °C to
40 °C.
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and (c) dry density vs. compressive strength.

With a w/b of 0.35, the difference between the absorption rates between the curing
temperatures of 23 °C and 40 °C was <3%. The pore diameters and distribution were
similar regardless of the curing temperature (Figure 5). Consequently, the difference in
the absorption rate is also small. However, with a w/b of 0.45, the absorption rate was
5.5-7.0% at curing temperatures of 23 °C and 40 °C, showing a greater difference than with
a w/b of 0.35. This trend shows the difference in the pore diameter based on the curing
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temperature (Figure 6). Thus, the sample cured at 40 °C has a larger pore diameter than
that cured at 23 °C, indicating an increase in the water absorption space.

Figure 7b shows that the dry density is higher in the samples with a w/b of 0.35 than
those with a w/b of 0.45. As shown in Figures 5 and 6, since the inner pore size of the
samples with a w/b of 0.45 is more than that with a w/b of 0.35, the density is relatively
smaller. According to previous studies, as the amount of the foaming agent increases, the
dry density decreases. In Figure 7b, the samples with a w/b of 0.45 show similar trends
to the results of previous studies. However, the sample with a w/b of 0.35 has the lowest
density at 0.5% ZP, which increases slightly again at 0.75% and 1.0% ZP. This increment
may be attributed to the merging and collapsing effects of the void structures [22,54].
In previous studies, it was reported that the compressive strength increases as the dry
density increases [22,26]. Figure 7c shows the relationship between the dry density and
compressive strength. The dry density and compressive strength were linearly proportional.
That is, the higher the dry density, the higher the compressive strength. The results of
Figure 7c are consistent with those of previous studies on aerated concrete that reported a
linearly proportional relationship between the density and compressive strength [15,24].

3.5. Ultrasonic Pulse Velocity (UPV)

Figure 8 shows the measurement results of the UPV. For the ZP-free samples, the UPV
also increases as the curing temperature increases from 23 °C to 40 °C, regardless of the
w/b. However, as the ZP content increases, the UPV decreases, which may be attributed
to the decrease in the voids in the matrix. Just as the difference in the absorption rate
based on the curing temperature was insignificant and large with a w/b of 0.35 and 0.45,
respectively, the difference in the UPV between the curing temperatures was larger with a
w/b of 0.45 than that with a w/b of 0.35.
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The similarity between the water absorption rate and the UPV based on the w/b
ratio and the curing temperature is examined in Figure 8b. A linear inverse relationship
was established between the absorption rate and UPV. With a w/b of 0.35 and 0.45, the
absorption rate and UPV are located in the upper left and lower right corners, respectively.
An increase in the w/b indicates a high absorption rate and a low UPV. Figure 8c shows the
correlation between the dry density and UPV. The dry density-UPV shows the relationship
between the water absorption and UPV. The UPV increases as dry density increases,
indicating a small number of voids. Therefore, increasing the ZP concentration decreases
the dry density and UPV regardless of the w/b because voids are formed by H, generation
due to the ZP mixing. Furthermore, as mentioned in the SEM of Figures 5 and 6, the
samples with a w/b of 0.45 had larger pores than those with a w/b of 0.35. The density
and UPV of the samples with a w/b of 0.45 were smaller than those with a w/b of 0.35.

4. Conclusions

The results of examining the strength and microstructural properties of AASC mixed
with zinc powder (ZP) at a concentration of 0.25-1.0% are summarized as follows.

e  ZP reduces the compressive strength regardless of the w/b and curing temperature.
ZP reacts with water to generate H2 to form several pores inside the sample, causing
a sharp decrease in the strength. Compared to the sample without ZP, a strength
decrease of about 50% is observed. The larger the w/b ratio (0.45 > 0.35), the curing
temperature (40 = 2 °C > 23 &£ 2 °C), and the concentration of ZP (1.0 > 0.75 > 0.5 >
0.25 > 0.0), the more the diameter of the bubbles formed inside the sample increases,
which is a direct factor in the strength.

e  The new hydration reactants by ZP are calcium zincate (Wurtzite type) and zinc hy-
droxide. No new hydration reactants were observed according to the concentration of
ZP, w /b ratio, and curing temperature. In all the samples, the increase and sharpening
of the C-5-H peaks over time were most pronounced. The decrease in the mechanical
performance due to the formation of bubbles is a greater influence factor than the
change in the hydration reactant due to the mixing of ZP.

e Increasing the ZP content increases the water absorption and decreases the dry density
and UPV. Moreover, the difference in characteristics according to the w/b ratio and
the curing temperature was clearly shown. Compared with a w/b = 0.35, at 0.45,
the difference in the water absorption, dry density, and UPV according to the curing
temperature was relatively large. The increase in the w/b ratio shows the effect of the
diameter and distribution of the pores formed by ZP on the absorption rate, density,
and UPV of the sample.

o  The bubble formation characteristics according to the curing temperature show dif-
ferent aspects according to the w/b. The w/b = 0.35 had little effect on the pore size
and distribution of the samples cured at 23 &+ 2 °C and 40 =+ 2 °C. However, in the
case of W / B in 0.45, the difference in the pore diameter according to the curing
temperature was significant. That is, it was observed that the pore diameter becomes
larger at 40 £ 2 °C than 23 + 2 °C. This tendency is that, the smaller the w/b ratio,
the shorter the setting time, which is considered to be a factor limiting the expansion
and movement of the pores by the H; gas.

e  Zinc powder suggested the possibility of being used as a gas for the production
of aerated concrete instead of aluminum powder. To control the diameters and
distribution of the pores by ZP, it is necessary to increase the curing time of the AASC
paste. The setting time or curing time is considered to be one of the important factors
in controlling the movement and expansion of the H, generated by ZP. In addition,
the construction site construction at room temperature (23 £ 2 °C) and at a high
temperature (40 & 2 °C) are expected to be fully utilized for manufacturing concrete
products in factories.
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Abstract: The greater environmental awareness, new environmental regulations and the optimization
of resources make possible the development of sustainable materials as substitutes for the traditional
materials used in construction. In this work, geopolymers were developed as substitutes to traditional
ceramics for brick manufacture, using as raw materials: chamotte, as a source of aluminosilicate, and
biomass bottom ashes from the combustion of almond shell and alpeorujo (by-product produced
in the extraction of olive oil composed of solid parts of the olive and vegetable fats), as the alkaline
activator. For the feasibility study, samples were made of all possible combinations of both residues
from 100% chamotte to 100% biomass bottom ash. The tests carried out on these sample families
were the usual physical tests for ceramic materials, notably the compression strength test, as well
as colorimetric tests. The freezing test was also carried out to study the in-service behavior of the
different sample groups. The families with acceptable results were subjected to Fourier transform
infrared (FTIR) analysis. The results of the previous tests showed that the geopolymer was indeed
created for the final families and that acceptable mechanical and aging properties were obtained
according to European standards. Therefore, the possibility of creating geopolymers with chamotte
and biomass bottom ashes as substitutes for conventional ceramics was confirmed, developing an
economical, sustainable material, without major changes in equipment and of similar quality to those
traditionally used for bricks.

Keywords: geopolymer; chamotte; biomass bottom ash; ceramic; circular economy; environment

1. Introduction

The construction sector is one of the most demanding sectors in terms raw materials
and the one that causes the greatest greenhouse gas production [1,2]. This fact is mainly
due to the high production of materials as well as their low cost. More specifically, the
consumption of ceramic materials in the building sector, among others, causes the scarcity
of natural resources such as clay [3-5] as well as generates significant CO, emissions due
to poorly optimized industrial processes [6]. Moreover, the construction sector accounts
for the largest percentage of the global energy consumption [7].

On this basis, and with new circular economy trends, in recent years research lines
have been developed based on the creation of construction materials with the incorporation
of waste [8-10]. Thus, it is possible to reduce the extraction of virgin materials and to
take advantage of waste from other industries [11-14]. Therefore, the economic and
ecological flows of the materials are closed [15]. Moreover, in the field of ceramic materials,
manufacturing processes produce high CO, emissions mainly due to the high temperatures
generated in their manufacture, around 950 °C for traditional ceramics.

It is therefore essential to search for new materials with more optimized manufac-
turing processes that use residues in their composition, have good qualities and that can
serve at the end of their useful life for the creation of other materials [16]. Based on this,
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in recent years, different lines based on geopolymers have been developed as cement
substitutes or [17-20], as in this research, geopolymers as substitutes for traditional ce-
ramic materials such as construction bricks. The term geopolymer was coined in 1978 by
Joseph Davidovits [21] and is one of the most promising materials for the construction
sector [22,23].

The geopolymer is an inorganic polymer [24] formed by the reaction of a source
of aluminosilicate (binder) with an alkaline solution (activator) [25]. In this process
called geopolymerization, aluminate and silicate monomers are formed, then they be-
come oligomers and finally geopolymers. The water in this process is depleted, so the
drying conditions are very important for its end resistance [26].

The sources of aluminosilicates that have been used correspond mostly to waste.
Among these wastes are coal fly ash [27-30], slag waste from metallurgical
industries [31-34], metakaolin [35-37], glass wastes [38—40], bagasse [41-43] and even
hazardous waste [44—47]. It is therefore a material that not only reduces the emissions of
other materials such as cement [48] or the extraction of clay for ceramic materials, but
also its manufacturing process emits less greenhouse gases [49,50] and uses waste from
other industries as raw materials [51]. The geopolymer is therefore a green material for the
environment [52-54] and it is framed within the new circular economy.

In turn, sodium hydroxide or potassium hydroxide in appropriate proportions have
been used for activator or alkaline solutions. An increase in the concentration of both
would cause the rapid precipitation of the aluminosilicate gel and lower its compressive
strength [55]. In addition, a low concentration of activator would cause an incomplete
geopolymerization process and lower compressive strength. Therefore, the concentration
of the activator as well as the curing temperature [56] is essential for obtaining the best
mechanical properties [57]. The properties of geopolymers are diverse, and include high
temperature resistance [58-60], piezoelectric properties [61], and good behavior in contact
with steel [62].

Based on what has been said and in order to develop substitutes for traditional
ceramics that are less harmful to the environment [63], geopolymers with chamotte and
biomass bottom ash were developed in this paper. The source of aluminosilicate is the
chamotte and the activator is the biomass bottom ash, since the ashes have a high percentage
of potash because they correspond to the combustion of almond husks and alpeorujo. It is
therefore a material that uses waste as raw materials and more optimized manufacturing
processes [64].

As mentioned, the building consumes huge amounts of virgin materials to obtain new
materials [65]. The increasing construction of buildings and the renovation of existing ones
cause more materials to be consumed and in turn to produce more waste [66]. Companies
that manufacture bricks with red clay generate a large amount of waste, mainly, by bricks
that do not have the right geometric and visual shapes or breaking in the transport [67].
These bricks are crushed to deposit them in the vicinity of the industries with the conse-
quent environmental impact. This material derived from the manufacture of defective
and crushed red clay bricks is called chamotte [68]. The chamotte has had a use in civil
engineering as a filler material or in the ceramic industry itself as an additive for stoneware
or new bricks [69,70], however, in these processes, their properties are not optimized. The
composition of the chamotte with high proportions of silica and alumina make it ideal for
use in geopolymers. Some authors have studied geopolymers with chamotte and sodium
hydroxide as an activator [71-73], however, the literature is scarce and the development of
timely studies in this area is still necessary.

On the other hand, the biomass bottom ash depends on their composition of the
biomass used in combustion, so each case must be studied. This waste is a big problem since
the global biomass production is 140 billion tons per year [74]. A lot of research is being
carried out for biomass flying ashes [75] and very few studies for biomass bottom ashes.

Biomass bottom ashes are a residue with inorganic components and to a lesser extent
with organic ones [76]. Its quality and composition depends on the biomass used and
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the combustion process [77], being characterized as a non-hazardous waste according
to European legislation [78]. However, it is currently an environmental problem when
produced in large quantities, not valorizing it and depositing it in landfill. Although, there
are few studies on its valorization that have been successful [79-82].

Therefore, the scope of this research is to develop geopolymers with one hundred
percent waste, chamotte and biomass bottom ash, as substitutes for traditional ceramics.
For this, different groups of samples were made with different percentages of both ma-
terials, conformed with water after going through a drying process. Finally, its physical,
compressive strength, and colorimetric properties were studied and its durability was
evaluated with the freezing test traditionally used in ceramics. Samples manufactured with
different percentages of waste combination that reflected suitable results in the previous
tests were analyzed with Fourier transform infrared (FTIR).

In short, with the development of this new geopolymer material as a substitute
for traditional ceramics for the manufacture of bricks, a series of obvious economic and
environmental advantages are achieved. On the one hand, the cost of clay extraction is
reduced, as well as the cost of the manufacturing process by preventing high-temperature
sintering of the ceramics and in addition, the cost of waste is practically non-existent, as it
is not used at present. From an environmental point of view, it can be said that the impact
on the landscape and the environment is reduced, as well as greenhouse gas emissions,
since it is not necessary to extract raw materials and avoid depositing the waste in dumps.
In addition, the production process is optimized by reducing the emission of harmful
gases without major modifications to the machinery used. Finally, a new life is given to
the waste that is not currently used, closing the flow of materials and developing a new
circular economy.

2. Materials and Methods

The materials used in this work as well as the methodology followed are detailed in
the following paragraphs.

2.1. Materials

The materials used are entirely industrial by-products. On the one hand, (and as
a source of aluminosilicates) the commonly called chamotte will be used. Chamotte is
a by-product derived from the ceramic industry that is the basis of the material for the
shaping of the geopolymer after activation. In turn, the biomass bottom ash of almond
husk and alpeorujo combustions will be used as an alkaline activator, henceforth biomass
bottom ash (BBA).

Therefore, since both by-products will be analyzed in depth in the methodology,
successive paragraphs shall describe their origin and training.

2.1.1. Chamotte

Chamotte is an inherent industrial by-product of ceramics production. The sam-
ples taken belong to the companies of the province of Jaen, Spain. These companies are
dedicated to the manufacture of bricks with red clay.

In the manufacturing process, bricks that are not accepted for commercialization
are discarded mainly because of their dimensions or shapes. Given their volume, they
are crushed in the plant to be able to store it more easily and if possible, its subsequent
withdrawal for use in other activities, such as the filling of embankments, sports courts, etc.

Based on the above, the by-product used was almost entirely sintered according to
an appropriate process, so it offers stable physical and chemical characteristics. Since the
process is similar between the different brick manufacturing companies as well as the raw
material used, there is a repeatability of the properties of the by-product over time.

This material after its process is easily found in very fine grading, so its use is immedi-
ate within the conformed of the geopolymer.
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2.1.2. Biomass Bottom Ash from the Combustion of Almond Husk and Alpeorujo

The biomass bottom ash used in this project, hereinafter BBA, belongs to the companies
located in Jaen, Spain. These biomass bottom ashes correspond to the by-product generated
in the combustion of the almond husk and alpeorujo for the generation of electrical energy.

Using such a specific combustion material creates a by-product of similar physical
and chemical properties over time. This material will be analyzed in the following sections
and has the fundamental role of providing the alkaline activation of the chamotte for the
formation of the geopolymer, and consequently, its mechanical properties.

It should be noted that before using the by-product, it was crushed to obtain a fine
grain size. The process of crushing the biomass bottom ash, which has a maximum particle
size of 16 mm, was carried out with the same equipment used for crushing clay in the
ceramics industry. Furthermore, as the biomass bottom ash has low resistance, due to the
materials from which it comes, the process is fast, economical and of high quality.

2.2. Methodology

The methodology to be followed in this work is clear and objective to evaluate the
possibility of geopolymer conformation through the use of by-products of the ceramic
industry and the generation of energy. The main purpose is to create a sustainable and
economical material as a substitute for traditional ceramics.

First of all, both by-products were analyzed in order to determine their chemical
composition. In this way, the present elements and compounds, capable of fulfilling
the functions of aluminosilicate and alkaline activator, were evaluated, respectively. The
physical properties were evaluated to determine the ease of the material for its treatment
and its subsequent conformation in the successive processes.

Once both by-products were analyzed, different samples with different combination
percentages were formed. Taking as a base material the chamotte, increasing percentages
of biomass bottom ash were added from 10% to 100%, with increases of 10%. In this way,
the variation could be observed of the physical properties of the geopolymer in all possible
combinations of both elements.

The two residues were mixed in the corresponding percentage and conformed in a
matrix with a pressure of 30 = 1 MPa. Once the samples were formed, their dimensions
were measured and they were dried at room temperature (20 =+ 2 °C) for 24 h and at
90 + 2 °C for another 24 h.

After the drying process was carried out, we proceeded to leach the elements that had
not reacted and involved a useless load. This phase consisted of a continuous recirculation
of water in a tank after submerging the samples. Once this process was carried out in the
laboratory, the samples were dried again at a temperature of 90 & 2 °C for 24 h, finally
measuring their dimensions and weight.

The physical tests after the conformed samples are the typical tests performed on
the ceramic elements to confirm the quality. Moreover, the aesthetic properties of the test
sample families and the compressive strength were studied.

Finally, an accelerated ageing test was conducted to evaluate the behavior of different
families over time. In this case, and because it is one of the most common tests used for
ceramics, the freezing test was carried out. The result of this test was assessed visually.

In a final point, all the results obtained from the different families were analyzed to
obtain a combination field of both residues that create a suitable geopolymer according to
the European ceramics regulations. The combinations of chamotte and biomass bottom ash
that showed acceptable results in the tests were finally analyzed with Fourier transform
infrared (FTIR). In this way, the formation of the geopolymer in these combinations as well
as the variations between them could be observed.

Based on the comments and according to the logical scheme, the following subsections
will be divided into several groups, the initial tests of the by-products, the geopolymers
conformed and ageing tests and Fourier transform infrared.
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2.2.1. Initial Tests of the by-Products

Based on the comments, and as an initial and essential premise of this work, the
industrial by-products, chamotte and biomass bottom ash were analyzed in detail.

First, both by-products were crushed and sieved by the 0.25 mm sieve and then dried
at a temperature of 105 £ 2 °C. The resulting material was the one that had been used in
all the tests of this work and in the conform of geopolymers.

It should be taken into account that the humidity of the products under study for the
conformation of the geopolymers would not be a problem in itself, as it could be in other
materials. However, this moisture should be taken into account to subtract it from the
water necessary for conforming.

The tests performed on the aforementioned samples can be classified into two sections,
physical tests, intended to determine the particle density UNE-EN 1097-7 [83] and laser
diffraction granulometry; as well as chemical tests, aimed at determining the different
chemical elements in the samples, elemental analysis, loss on ignition and X-ray fluores-
cence. It is essential to detect those chemical elements that will help the geopolymerization
process, as well as those harmful elements that must be monitored in the process.

2.2.2. Conformed of Geopolymers: Physical and Mechanical Tests of the
Conformed Samples

Characterized the initial materials and studied their suitability for use in the realization
of geopolymers, we proceeded to the conformation of the different families of test samples
based on the combination of both industrial by-products, chamotte and biomass bottom
ash (BBA).

The starting aluminosilicate, which will be activated later, is the chamotte. Therefore,
it is the base element on which it was proceeded to add increasing amounts of the alkaline
activator, biomass bottom ash.

This increase was made from 0% to 100%, reflecting all possible combinations of
both materials for the further study of the geopolymer conformed. In this way, it is
possible to analyze the optimal combination and possible cases in which they reflect the
characteristics acceptable by the regulations in this regard. An analytical chemical study
of the combination of both elements would be extremely difficult and unrepresentative of
reality, since, being industrial by-products, the elements are not high in purity. The different
sample groups are represented in Table 1, showing the percentage of each by-product for
each group.

Table 1. Sample groups composed of geopolymers with different combination percentages of
chamotte and biomass bottom ash (BBA).

Samples Groups Chamotte, % BBA, %
10C0A 100 0
9C1A 90 10
8C2A 80 20
7C3A 70 30
6C4A 60 40
5C5A 50 50
4C6A 40 60
3C7A 30 70
2C8A 20 80
1C9A 10 90
0C10A 0 100

It should be noted that samples groups 10COA and 0C10A, made up of 100% chamotte
and 100% biomass bottom ash, respectively, obviously do not produce geopolymers, since
there is no activation of aluminosilicates. However, both families have been carried
out to physically, mechanically and aesthetically check the variations that occur in the
formation of the geopolymer, as well as to be certain that the geopolymer has been formed.
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From each of the detailed families, six samples were formed in order to have statistically
analytical results.

The samples were formed following the same process for all families, this being the
one detailed below:

e The chamotte and the biomass bottom ash were mixed until the resulting mass was
homogenized and according to the corresponding percentages of each family.

e  Subsequently, 20% water was added to the previous mass, mixing again until obtaining
the homogenization of the product.

e  This resulting mixture was conformed in a steel matrix of internal dimensions of
60 x 30 mm, applying a gradual pressure through a piston until reaching 30 £ 1 MPa.
This pressure was maintained for one minute.

e Once the mixture was compacted, the sample was removed, leaving the sample
fully conformed.

It should be noted that the percentage of 20% water added to the mixture for con-
forming was determined empirically to optimize this process. Higher percentages of water
caused an excess of water exudation during compression.

Once the samples were made, they were left at room temperature (20 & 2 °C) for
24 h and at 90 &+ 2 °C for another 24 h to remove excess water that has not reacted
during the geopolymerization process. As mentioned above, the curing temperature of
the geopolymer has a significant influence on the mechanical characteristics. However, if
the geopolymer is to replace traditional ceramics, the production times must be similar.
Therefore, first a curing at ambient temperature for 24 h is produced to increase the
resistance and subsequently, a drying at higher temperature to decrease the production
times once the resistance of the geopolymer has been reached.

Subsequently, and in order for this process to take place in full, once the different
samples of the different families were dried, their geometric dimensions were measured
and weighed to subsequently undergo a process of continuous recirculation of water
(20 £ 2 °C). This process has two main objectives, the first of which is to eliminate possible
excess elements that are properly diluted in the water and have not reacted, or have
no utility within the geopolymer; on the other hand, to provide the water necessary for
the geopolymerization reaction to occur if, at first, it could have been stopped due to a
lack thereof. After this continuous water recirculation process, the conformed samples
were dried again. Once dried for 24 h at a temperature of 90 & 2 °C, the geometric
dimensions and mass were measured, for the subsequent study of the variation of the
physical properties in the geopolymerization process.

Once six samples were obtained for each of the families, the physical properties of the
different sample groups were studied through the tests usually used for ceramic materials.
These tests were the determination of mass loss, the determination of dimensions UNE-EN
772-16 [84], capillary water absorption UNE-EN 772-11 [85], cold water absorption UNE-EN
772-21 [86], boiling water absorption UNE-EN 772-7 [87], bulk density and open porosity
UNE-EN 772-4 [88]. The purpose of carrying out the present tests is the study of the
physical characteristics of the materials formed to compare them with traditional ceramics,
since the main objective of the project was the replacement of the latter by geopolymers.

Subsequently, the color of the various samples of the families was objectively evaluated.
For this, the colorimeter will be used, which will reflect the color of the different samples
in combination with the primary colors.

Finally, the mechanical properties of the different families will be studied through the
compression test UNE-EN 772-1 [89], that will be able to obtain the resistance of each of
them. With this essay, families can be accepted or rejected based on European regulations
and their compressive strength.

It should be noted that traditional ceramics formed with red clay for the manufacture
of bricks are those that the present work seeks to replace with geopolymers. Therefore,
the comparison ceramics were performed with the same forming conditions (water and
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compaction) and were sintered in the oven at a temperature of 950 & 10 °C, with heating
ramps of 4 °C/min and temperature maintenance for 1 h.

2.2.3. Ageing Tests (Freezing Test) and Fourier Transform Infrared (FTIR) of
the Geopolymers

The main purpose of the freezing test was the study of the behavior of the different
sample families after the effect produced by a continuous cycle of ice and melt UNE
67028 [90]. In this way, its durability could be evaluated over time and the quality of the
geopolymer was obtained before the inclement weather.

There were taken six samples of each family for its development and they were
introduced into the melting tank, progressively submerging them at a temperature of
15 + 2 °C and in a minimum time of 3 h. Subsequently, they were removed and they were
left to rest for a period of 1 min, in order to introduce them into a cold room without any
contact between them. They were kept in the chamber for 18 h, remaining at least 11 h at
the temperature of —15 £ 2 °C. They were subsequently removed from the chamber and
introduced into the melting tank for at least 6 h. This process was repeated for a total of
25 cycles.

After performing the 25 test cycles for the samples of the families, the visual inspection
was carried out. The objective of the visual inspection testing (VT) is to evaluate the
appearance of breaks, spalling and chipping greater than 15 mm, according to the UNE
67028 standard [90]. If any of the defects mentioned in several of the samples of the
different families appears, this would be classified as a freezing geopolymer, unsuitable
for use.

Sample families that obtained acceptable results in the freezing test were analyzed
with Fourier transform infrared. For this purpose, the samples of these families were
manufactured again with the process detailed in the methodology. The 10COA and 0C10A
families corresponding to 100% chamotte and 100% biomass bottom ash, respectively, were
also analyzed. In this way, it was possible to evaluate the differences that existed between
the different spectra of the detailed families and the base materials, thus analyzing the
formation of the geopolymer and chemically corroborating its existence.

To carry out this test, the samples were first crushed to a particle size of less than
0.063 mm. The detailed samples were analyzed with the Bruker Tensor20 spectrophotome-
ter (Tensor20, Bruker, Billerica, MA, USA) which allowed the recording of the FTIR spectra
of solid, liquid and gaseous samples in the mid and near infrared range. In addition, in this
case, it was used in the attenuated total reflectance (ATR). The standard spectral resolution
was 4 cm !, with a spectral range of 4000400 cm 1.

3. Results and Discussions

The successive sections describe the results of the different tests detailed above in the
methodology, including in each of them the partial conclusions that may be derived from
their analysis.

3.1. Initial Tests of by-Products

This section details the results obtained and the conclusions derived from the tests
destined for the determination of the physical and chemical properties of the elements
under study, chamotte and biomass bottom ashes.

First of all, and within the physical properties, it has been obtained that the particle
density of the chamotte and the bottom ashes of biomass is 2.54 and 2.65 t/m?, respectively.
Both densities are adequate and similar, so no volume correction would be necessary for
the geopolymer conforming process. The results given off are similar to the diversity of
materials used in construction, established as the usual particle density 2.65 t/ mS.

In turn, Figure 1 shows the particle size distribution of the chamotte (sieved by the
0.25 mm sieve). It is distinguished that the highest percentage of particles have a size
between 40 and 200 micrometers. This microscopic granulometry makes chamotte an ideal
by-product for use as an aluminosilicate in the conformation of the geopolymers. This
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fact is due to the fact that its fineness as well as its amorphous form makes an excellent
combination with the activator possible.
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0 100 200 300 400 500
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Figure 1. Graph of the laser granulometry of the sieved chamotte by a 0.25 mm sieve.

Similarly, Figure 2 shows the particle size distribution of the bottom ash of the biomass
sieved by a 0.25 mm sieve after mashing and drying. The distribution of the particles was
observed from 10 to 200 um, as a finer material than the chamotte and suitable for use as
an activator in geopolymers. It should be noted that different authors have studied and
corroborated that the fineness of the materials used in the conformation of the geopolymer
greatly influences the final mechanical characteristics.

PARTICLE SIZE DISTRIBUTION BBA
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Figure 2. Graph of the laser granulometry of the sieved BBA by a 0.25 mm sieve.
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Once the physical properties were evaluated and the results obtained for the confor-
mation of geopolymers were acceptable, the chemical properties were studied. The first
test performed was that of elementary analysis, to determine the percentage of carbon,
nitrogen, hydrogen and sulfur present in both samples.

The results of the elemental analysis test for the chamotte and the biomass bottom
ash, observable in Table 2, reflect a very low percentage of carbon. This fact is obvious,
since they derive from sintering or combustion procedures that are carried out at very
high temperatures. On the other hand, it should be highlighted that the value of sulfur
in both samples was zero—without assuming a problem to be analyzed later. If, on the
contrary, there was sulfur in one of the two samples, it should be studied later to prevent
environmental pollution problems.

Table 2. Elemental analysis of the chamotte and the BBA.

Sample Nitrogen, % Carbon, % Hydrogen, % Sulfur, %
Chamotte 0.00 £ 0.00 0.24 £ 0.01 0.08 £ 0.00 0.00 £ 0.00
BBA 0.05 +0.00 4.64 +0.14 0.48 +0.02 0.00 £+ 0.00

This test was complemented with that of loss on ignition, which is detailed in Table 3
for both materials.

Table 3. Loss on ignition for the chamotte and the BBA.

Sample Loss on Ignition, %
Chamotte 1.74 £ 0.10
BBA 8.16 +0.19

As the results reflect, the loss on ignition in both samples was markedly reduced.
This fact, as mentioned in the previous trial, is due to the production process of both
by-products, which was produced at high temperatures. The loss on ignition of the
chamotte is lower than that of the BBA, since, for its production through ceramic materials,
a sintering temperature of the clay material is necessary. In the case of BBA, even when
high temperatures are reached, the process is much faster so it can lead to unburning.

The X-ray fluorescence of chamotte is shown in Table 4 and reflects an elemental com-
position similar to that of any traditional ceramic. The silicon-aluminum ratio is suitable
for the formation of geopolymers and in turn, the percentages of magnesium, calcium and
iron are just right so as not to cause any problems. Therefore, it can be concluded that
chamotte is a good source of aluminosilicate for the manufacture of geopolymers, without
contaminating or containing harmful elements that could interfere with the process.

Table 4. X-ray fluorescence of the chamotte.

Element wt, %

Si 27.32 +£0.12
Al 8.16 = 0.10
Ca 5.95 + 0.10
Fe 4.57 +£0.09
K 3.80 + 0.09
Mg 1.92 +0.05
Ti 0.455 + 0.023
Sx 0.119 £ 0.006
Na 0.201 £ 0.012
P 0.0965 + 0.0048
Mn 0.0665 £ 0.0033
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Table 4. Cont.

Element wt, %
Sr 0.0523 £ 0.0030
Zr 0.0375 £ 0.0037
\% 0.0209 + 0.0018
Ni 0.0242 £ 0.0016
Rb 0.0208 + 0.0043
Cr 0.0146 £ 0.0017
Pt 0.0162 £ 0.0039
Cl 0.0107 4 0.0008
Ru 0.0070 £ 0.0026
Total weight % oxygen 45.39 £ 047

On the other hand, the X-ray fluorescence of biomass bottom ash, shown in Table 5,
reflects a high percentage of potassium. This fact is very interesting and necessary for its
use as an activator of the mentioned aluminosilicate. The other two majority elements
are silicon and calcium which appear to a lesser extent and do not represent a problem
for the geopolymer, as they even increase the silicon-aluminum ratio and can help to
obtain resistance. The rest of the elements present in the biomass bottom ash sample do
not represent a problem for the viability of the conformed geopolymer and there are no
elements hazardous to the environment. However, they are a burden on the material unlike
the use of pure potassium hydroxide, which is remedied for its lower price and a higher
percentage of addition.

Table 5. X-ray fluorescence of the biomass bottom ash.

Element wt, %
K 23.91 £0.19
Si 11.21 +£0.10
Ca 11.10 £ 0.13
Px 3.58 4+ 0.06
Mg 4.21 4+ 0.08
Al 2.57 +0.06
Fe 1.33 £ 0.05
Sx 0.230 + 0.011
Na 0.229 £ 0.019
cl 0.255 £ 0.013
Ti 0.128 + 0.006
Sr 0.0859 + 0.0043
Mn 0.0442 £ 0.0022
Cu 0.0240 + 0.0016
Ni 0.0221 £ 0.0012
Cr 0.0135 £ 0.0013
Zr 0.0106 + 0.0027
Rb 0.0070 + 0.0035
/n 0.0047 £ 0.0016
\% 0.0024 + 0.0012
Total weight % oxygen 32.89 £+ 0.36

3.2. Physical and Mechanical Tests of the Conformed Samples

The families made of samples with the different percentages of added chamotte and
BBA were tested to study their viability. Figure 3 shows the results of the loss of weight,
linear shrinkage, capillary water absorption and cold water absorption of the different
samples of the families after the water recirculation process. That is, after conforming and
subsequent drying process in an oven, the dry weight was determined and subsequently,
they were submerged in a recirculated bath and dried after 24 h.
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Figure 3. Graphs of the loss of weight, linear shrinkage, capillary water absorption and the cold water absorption of the
different sample groups of geopolymers.

As can be seen in Figure 3, the percentage of weight loss is increasing with respect
to the percentage of BBA about mixing in the geopolymer. This fact is mainly based on
the ability of the geopolymerization process in the circulation of water to eliminate those
superfluous elements that are not part of the geopolymer’s structure. These elements are
mostly present in the BBA, since the chamotte is a stable material because of its sintering
process. Compared to a traditional ceramic after sintering, which has a weight loss of
around 9.5%, it can be deduced that it is quite similar, in most cases being even lower.

The linear shrinkage values for the 100% chamotte and 100% BBA families are substan-
tially different from the other families. This is because there is no combination of the two
by-products and the geopolymer cannot be formed. On the other hand, the families formu-
lated with a combination of both by-products have a greater linear to medium shrinkage
that increases the percentage of BBA, which is not excessively high in any case. This fact is
corroborated when comparing the linear shrinkages obtained with a traditional ceramic. A
red clay ceramic after sintering has an average linear shrinkage of 2.7%.

As in the previous case, the water absorption rate of the families with 100% chamotte
and 100% BBA is significantly different from the rest of the families. In the families
composed of both wastes, a tendency towards a decrease in the absorption rate is observed
with an increase in the addition of BBA. This fact implies the creation of a denser material
and with less open porosity with the increase in the percentage of BBA. The reduction in
the water absorption rate creates a material suitable for outdoor use, since contact with
water would not cause great absorption and an increase in the weight of the material
to be supported by the structure. In comparison, a traditional ceramic has a capillary
water absorption of 1700 g/m?-min, similar to the samples formed with 60% BBA and
higher percentages.

As with the capillary water absorption, rate cold water absorption reflects a reduction
in the absorption capacity of samples with a higher percentage of BBA in their formulation.
This fact predicts a higher density of the materials created and a lower porosity, which in
turn could lead to higher compressive strength. The traditional ceramics usually have a
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cold water absorption of 13%, something lower than the values obtained and derived from
the sintering and conforming process.

At the same time, the results of the boiling water absorption, open porosity, bulk
density and compressive strength tests for the different sample groups are detailed in
Figure 4. The progressive addition of BBA causes a lower boiling water absorption, a
higher bulk density of the test samples and a lower open porosity of the families. This fact
will be directly related to the quality of the geopolymer.
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Figure 4. Graphs of boiling water absorption, open porosity, bulk density and compressive strength of the different samples

groups of geopolymers.

It should be noted that the samples made of 100% BBA cracked and collapsed dur-
ing the boiling water absorption test, therefore they were totally discarded from further
interpretation. The unsuitability of this family does not suppose a problem, since it cannot
be considered a geopolymer as it is only made up of BBA and there is no suitable alu-
minosilicate. In family 10C0A, a similar fact occurs, only the aluminosilicate exists and
not the activator so it cannot be considered a geopolymer. However, both families show
that the geopolymer has been formed as there are great differences in its physical and
mechanical properties.

The boiling water absorption and the open porosity in a traditional ceramic is usually
12% and 24%, respectively. As can be seen in Figure 4, the families with percentages of 60%
BBA addition in the mixture coincide approximately. On the other hand, lower values are
obtained for higher percentages of addition of BBA at 60%.

On the other hand, a standard ceramic usually has a bulk density of around 2 t/m?,
while geopolymers in all families have lower densities. This decrease in density, far from
being a problem, can become a strength, because if the adequate resistances prescribed
by the regulations are achieved, having a lower density makes possible a lower thermal
insulation, as well as a better acoustic insulation. On the other hand, its lower weight makes
it possible to create lighter claddings that do not overload the structure of the building.

Finally, the compression strength test of the conformed samples of the different
families of geopolymers is essential to evaluate the formation of the geopolymer. Moreover,
with this test, the appropriate percentage of the combination of chamotte and BBA will be
selected for production.

155



Materials 2021, 14, 199

Firstly, the results clearly reflect the formation of a geopolymer structure, since it
can be seen that the compressive strength of the samples with a combination of chamotte
and BBA increases with respect to the samples conformed with chamotte alone. In turn,
over 60% of BBA on the mix creates a material which, although it has a higher density
and lower porosity, has a reduction in compressive strength. This is mainly due to the
fact that there is no adequate proportion of chamotte and BBA, so that only a percentage
of the BBA reacts with the chamotte and all the unmixed BBA remains in excess. This
fact decreases the resistance notably as it is an inert load. It should be noted that in this
research the material is composed entirely of waste, so that in these there are a number of
chemical compounds that do not only not favor the geopolymerization reaction but lead to
a decrease in resistance.

Both conclusions confirm the geopolymer structure formed, with maximum compres-
sive strength around the combination of 60% BBA and 40% chamotte. However, there
is a range of the combination of both by-products that comply with the regulations on
the resistance of ceramic materials, more specifically beginning with family 9C1A. This
European standard sets a minimum compression strength for red clay bricks of 10 MPa.

The ageing test will rule out those families of samples that do not have adequate
behavior in service, even though they reflect adequate initial mechanical characteristics. In
turn, the colorimetric test will classify the samples according to color, which is essential
within ceramic materials. The ultimate aim is to create a resistant but pleasantly aesthetic
material that is accepted by the market.

Figure 5 shows an orderly representation of a sample from each of the families of
geopolymers. As can be seen, there is a darkening of the samples due to the increasing
percentage of BBA. At the ends are the colors of the chamotte and the BBA, respectively. In
the central zone are the intermediate combinations of both residues. Since the aesthetics of
an element are a personal appreciation, and ultimately it is the market that must choose
it, it can only be identified faithfully in order to establish a color scale that does not vary
according to the photograph taken.

Figure 5. Image of the different families of samples from family 10COA (left) to family 0C10A (right).

In order to determine the color of each sample accurately, the colorimeter was used,
giving the following values for the primary colors red, green and blue, as detailed in Table 6.

Table 6. RGB color coordinates of the samples conformed by the chamotte and the BBA of the
different groups.

Groups Chamotte, % BBA, % Red Green Blue
10CO0A 100 0 379 + 19 182 +9 115+7
9C1A 90 10 249 + 12 119 +5 77 £3
8C2A 80 20 253 + 8 126 £7 84+4
7C3A 70 30 232 +10 126 £7 87 t4
6C4A 60 40 192 + 10 109 +5 78 £3
5C5A 50 50 177 + 10 107 £ 6 79+ 3
4C6A 40 60 170 £ 6 112 +4 85+ 3
3C7A 30 70 155 + 8 115+ 4 93+ 3
2C8A 20 80 147 +9 115+ 6 97 £5
1C9A 10 90 142 + 8 122 +6 109 &5
0C10A 0 100 118 +£5 115+ 6 110 £ 5
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The color coordinates of the different groups of samples are another characteristic of
the material, not limited by the regulations but by the quality controls of the industry. It is
usual that a ceramic material incorporating waste is not accepted by the industry because
of the color it reflects, even if it has adequate physical and mechanical characteristics.
The quality criteria established by the producing companies have maximum permissible
variations in the color of the final material, and therefore the addition of waste that varies
sharply in color is rejected. In this case, it can be seen that the variation in color is gradual
and towards darker shades, which is important and easy to market.

3.3. Ageing Tests (Freezing Test) and Fourier Transform Infrared (FTIR) of the Geopolymers

Once all the parameters of the different families, physical, mechanical and aesthetic,
had been determined, the freezing test was carried out.

The ultimate aim of this test was to study the behavior of the different families in
service, i.e., to study the variation in the initial characteristics over time. To evaluate ageing,
this test requires a visual inspection after 25 freezing and defrosting cycles, determining
which families are affected and should be discarded. The affected geopolymers will be
called freeze geopolymers and will be rejected.

Figure 6 shows the picture of the different sample families before and after the freezing
test. For comparison, one sample is taken that has been tested and another that has not
been tested for each family.

After performing the freezing test and the observation of the above pictures, it can be
concluded that only sample families 6C4A, 5C5A, 4C6A and 3C7A are suitable. Families
10C0A, 9C1A, 8C2A, 7C3A, 2C8A, 1C9A and 0C10A are freezing geopolymers, as they
present spalling and flaking of more than 15 mm. Freezing geopolymers are rejected
because they may not represent a sufficient quality of service.

On the basis of this result, it can be commented that although the physical and
mechanical characteristics of the previous families, except for families 10COA and 0C10A,
were within the current regulations, the freezing test revealed a subgroup of samples
with better mechanical and physical behavior during their useful life. These families will
definitely be the ones considered as possible solutions, corresponding to combination
percentages of 40% BBA with 60% chamotte up to 70% BBA with 30% chamotte.

The acceptable sample families listed above were then subjected to Fourier transform
infrared (FTIR) analysis. For this purpose, new samples were made with the process
detailed in the methodology and analyzed in order to compare the spectra. In turn, the
families 10COA and 0C10A corresponding to 100% chamotte and 100% BBA, respectively,
were analyzed. In this way, it is easy to observe in the comparison of the spectra the
differences that exist between them as well as the modifications that are produced by the
process of geopolymerization.

Figure 7 shows the spectra of all the detailed families as well as in the right margin
the amplification of all the spectra between 850 and 1150 cm ™. It can be seen how due to
the geopolymerization process, the asymmetric stretching frequency changes to a lower
value for the families 6C4A, 5C5A, 4C6A and 3C7A than the one of the band presenting
the chamotte and the BBA around 1010 cm~!. This is because AlO4 partially replaces
SiO4 and changes the chemical environment of the Si-O bond. On the other hand, the
comparison of the spectra in the 850-1150 cm~! zone shows that the intensity of the
frequency band detailed above and that of 875 cm ™! increases for the 6C4A, 5C5A, 4C6A
and 3C7A geopolymer families with respect to the chamotte and BBA bands. The increase
in intensity indicates an increase in chain length and more aluminosilicate gel formed, i.e.,
a more complete geopolymerization process. It should be noted that the higher intensity is
reflected in the 4C6A group of samples, which in turn has been the most resistant family. It
can be concluded that the Fourier transform infrared (FTIR) analysis coincides with the
results with the previous compression test.
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10COA 9C1A 8C2A
7C3A 6C4A 5C5A
6C4A 7C3A 8C3A

9C1A 10COA

Figure 6. Image of the samples before the freezing test (left) and after the freezing test (right) for each of the geopolymer
families studied.
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Figure 7. Fourier transform infrared (FTIR) analysis of the families with acceptable results (6C4A, 5C5A, 4C6A and 3C7A),
as well as of the family with 100% chamotte (10C0A) and the family with 100% BBA (0C10A). On the right, a comparison of
the intensity of the spectra for the families detailed in the region 850-1150 cm ™! is shown.

4. Conclusions

The development of the research methodology present in this work has led to a series
of conclusions derived from each test. In order to obtain an objective and representative
final conclusion of this investigation, the conclusions derived from each of the sub-sections
of the methodology are set out below:

e  The physical-chemical characterization of the chamotte and the biomass bottom ashes
showed the suitability of both materials for the conformation of geopolymers. The
elemental composition of the chamotte provides the perfect base of aluminosilicate, in
combination with the high percentage of potassium present in the biomass bottom
ashes. On the other hand, the similarity between the densities of both by-products
and their microscopic granulometry facilitates the mixing process.

e  The physical tests carried out on the families of samples conformed have reflected log-
ical and statistically representative behavior. The loss of weight and linear shrinkage
increased as the percentage of BBA in the mix increased. However, the bulk density is
much lower than that of a traditional ceramic, which is of interest for other properties
such as thermal or acoustic insulation. On the other hand, the rate of capillary water
absorption, the cold water absorption and boiling water absorption, as well as the
open porosity, decreased as the percentage of BBA in the mixture increased.
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e  The mechanical tests reflected a perfect quadratic curve, with a maximum of around
60% biomass bottom ashes in the mixture. However, all the families, except for 10COA
and 0C10A, showed adequate resistance behavior according to the regulations in force.

o  The freezing tests determined that only the 6C4A, 5C5A, 4C6A and 3C7A families
have adequate resistance to the ageing test.

e  The Fourier transform infrared (FTIR) analysis reflected the formation of the geopoly-
mer for the 6C4A, 5C5A, 4C6A and 3C7A sample groups.

e  Geopolymers with acceptable results are formed with 40% BBA and 60% chamotte
up to 70% BBA and 30% chamotte, the optimum combination being 60% BBA and
40% chamotte.

On the basis of the partial conclusions mentioned above and obtained from the
detailed investigation methodology, it can be concluded that it is possible to produce
geopolymers with physical, mechanical and aesthetic characteristics similar to those of
traditional ceramics. Therefore, a sustainable material can be developed, thanks to the use
of industrial by-products and to the low gas emissions of the manufacturing process, with
appropriate characteristics and composed entirely of waste.
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Abstract: Boroaluminosilicate geopolymers were used for the immobilization of heavy metals. Then,
their mechanical properties, phase composition, structure, and microstructure were investigated. The
addition of borax and boric acid did not induce the formation of any crystalline phases. Boron was
incorporated into the geopolymeric network and caused the formation of N-B-A-S-H (hydrated
sodium boroaluminosilicate) gel. In the range of a B/ Al molar ratio of 0.015-0.075, the compressive
strength slightly increased (from 16.1 to 18.7 MPa), while at a ratio of 0.150, the compressive strength
decreased (to 12 MPa). Heavy metals (lead and nickel) were added as nitrate salts. The loss of
the strength of the geopolymers induced by heavy metals was limited by the presence of boron.
However, it caused an increase in heavy metal leaching. Despite this, heavy metals were almost
entirely immobilized (with immobilization rates of >99.8% in the case of lead and >99.99% in the case
of nickel). The lower immobilization rate of lead was due to the formation of macroscopic crystalline
inclusions of PbO-xH,O, which was vulnerable to leaching.

Keywords: alkali-activation; fly ash; boron; lead; nickel; leaching

1. Introduction

Rapidly growing industries have given humanity ever higher standards of living, but
improper management can have serious consequences for the environment. One of the
most important impacts is environmental pollution, such as greenhouse gas emissions
to the atmosphere, the formation of heaps from the deposit of solid wastes, and the
contamination of water and soil with heavy metals. In order to protect the environment,
some restrictions have been imposed and some goals have been established in order to
create a “recycling society” that seeks to eliminate waste generation and use it as secondary
raw material. Ordinary Portland cement (OPC) is one of the most used materials in the
world, but it has a large carbon footprint, so research into obtaining its ecological alternative
is obviously needed.

Geopolymers, like alkali-activated aluminosilicates, are defined as binder materials
built from a tri-dimensional network structure of —Si-O-Si(Al)- bonds and synthesized
by treating the reactive solid source of SiO; and Al,O3 with an alkaline solution [1]. Due
to their similarity in chemical structure and physical properties to hardened ordinary
Portland cement, geopolymers are considered a green alternative of the most commonly
used building material in the world [2]. The relatively low alkali activation temperature
of aluminosilicates (<90 °C), along with the lack of need for calcine substrates and fuse
clinkers, results in reduced energy consumption and a lower amount of CO, released
into the atmosphere in the case of geopolymers in comparison with OPC. The final solid
products of alkali-activated aluminosilicates are highly chemical and fire-resistant, and
they exhibit relatively high mechanical strengths [3]. Therefore, the physical properties
of geopolymers show their potential to be environmentally-friendly Portland cement
alternatives that can be used as construction and building materials. There are various
known reactive solid sources of SiO; and Al,Oj3, starting from synthetic pure chemical

Materials 2021, 14, 214. https://doi.org/10.3390/ma14010214 164

https:/ /www.mdpi.com/journal /materials



Materials 2021, 14, 214

reagents to natural minerals and industrial by-products. According to the literature,
geopolymers have been successfully obtained from coal fly ash [4], bottom ash [5], red
mud [6,7], slag [8], and biomass fly ash [9]. This fact suggests an excellent opportunity to
reuse materials that are currently waste.

The composition of ashes, generated both in power plants and waste incinerators,
depends on the source of solid fuels used in the combustion process, but it usually contains
heavy metals. Without treatment, hazardous ions can be washed out and pose a threat
to the environment. Heavy metals can get into the soil and water, enter plants, and then
pass through the food chain to animal and human bodies. Immobilization is the chemical
process of material transformation in such a way that soluble compounds are not eluted.
One of the most effective materials for deactivating compounds is glass due to its high
chemical resistance [10]. However, such a process is rarely used due to the fact that it is
energy-consuming. In the literature, one can find more cost-effective methods with the use
of cement pastes [11], slag-alkali binders [12], and red ceramics [13].

Another important aspect of alkali-activated aluminosilicates is their ability to im-
mobilize hazardous ions, which has been widely investigated in the past few years, e.g.,
the immobilization mechanism of heavy metal cations (Cd?*, Pb%*, and Zn?*) and anions
(AsO43~ and Cr,O,%) in the composite geopolymers based on granulated blast furnace slag
and drinking water treatment residue [14] or the immobilization of hexavalent chromium
in fly ash-based geopolymers [15]. Additionally, the results described in [16] showed a ma-
trix based on alkali-activated aluminosilicates that could be an alternative to cementitious
binders. The proposed mechanisms of the heavy metal immobilization in geopolymers
involve the ion-exchange of charge-balancing cations (Na*) with heavy metal cations;
covalent bonding of heavy metals to the aluminosilicate network of a geopolymer; the
precipitation of hydroxides, carbonates, silicates of heavy metals; and the physical encapsu-
lation of heavy metals in a low-permeable geopolymeric matrix [17]. Heavy metals may be
trapped in closed micropores created in a geopolymeric matrix [18]. When the heavy metal
leaching from geopolymers is below the standard limits, the geopolymers can be used in
some construction applications [19].

In order to make geopolymers more cost-effective and eco-friendly, some attempts
have been made to introduce other elements, such as boron, which could totally or par-
tially substitute alumina or silica. Boron is used in different industries, such as, energy,
agriculture, medicine, and glass, detergent, and ceramics manufacturing [20]. It is present
in nature in many kinds of minerals, and its main salts (borates) are not considered toxic
substances [21]. There have been some studies regarding geopolymers with the addition
of various boron compounds, such as borax, anhydrous borax, boric acid, amorphous
and crystalline lithium tetraborate, and colemanite [22-30]. Boron may also be introduced
to a geopolymer matrix when the raw aluminosilicate material contains this element.
Celik et al. [20] made geopolymers based on metakaolin and colemanite waste, while
Taveri et al. investigated the utilization of recycled borosilicate glass for geopolymer
production [31]. The impact of using borax as a component of the alkalizing solution
was undertaken in the mentioned literature, and the chemical was considered to be an
environmentally-friendly additive that could influence mechanical properties. In Portland
cement systems, boron acts as a hydration retarder, and it has a strong impact on hydration
kinetics—it slows down the dissolution of aluminate phases [32]. Boron negatively affects
the hydration and mechanical strength of Portland cement, but it has no influence on the
alkaline activation of fly ashes [21]. However, in geopolymers activated with NaOH and
sodium silicate, a decrease in the content of sodium silicate in the activator solution was
found to lead to a steep decrease in compressive strength, while the presence of borax
allowed for the obtainment of a much slighter decrease in compressive strength [24].

To the best of our knowledge, there have been descriptions of boroaluminosilicate
geopolymers utilized as matrixes for the disposal of ashes containing heavy metal ions.
Taking into account the nature of boron, its ability to complex various elements, and the
commonly known immobilizing properties of borosilicate glasses [33], the immobilizing
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properties of boroaluminosilicate geopolymers were investigated in the present work. The
aim of this research was to utilize alkali-activated fly ash as a matrix for the immobilization
of heavy metals and to assess the role of boron in immobilization efficiency. The results of
structural studies of boroaluminosilicate geopolymers, obtained via an alkali-activation
method of fly ash with two different sources of boron, are also presented. The results show
the possibility of the utilization of industrial by-products bearing high amounts of heavy
metals and boron compounds for the production of geopolymers that could be used, e.g.,
in roads basements construction.

2. Materials and Methods

Coal fly ash (FA) obtained from a Polish power plant was used as an aluminosilicate
source for alkali-activation, which was conducted with a sodium hydroxide solution.
Additionally, borax and boric acid were used to introduce boron to the structure of the
geopolymers. Lead nitrate, Pb(NOj3);, and nickel nitrate, Ni(NOj3),-6H,O, were utilized to
determine the immobilization properties of the geopolymers.

Geopolymers were obtained by mixing fly ash with an alkali activator (NaOH) solution
(AA). Two series with boron were prepared—one with borax (BX), Nay[B4O5(OH)4]-8H,O
and one with boric acid (BA), H3BOs—as sources of boron. The amount of boric compound
represented four molar ratios of boron to aluminum: B/Al = 0.015, 0.030, 0.075, and 0.150
(Table 1). The amount of aluminum in fly ash was determined with the X-ray fluorescence
(XRF) method.

Table 1. Geopolymer composition. AA: alkali activator (NaOH) solution; FA: fly ash; BX: borax; BA:
boric acid.

B/Al (mol/mol) AA (mol/dm?) AA/FA (g/g) BX (wt.%) BA (wt.%)
0 0 0
0.015 1 0.625
0.030 10 0.4 2 1.250
0.075 5 3.125
0.150 10 6.250

The samples with heavy metals were prepared by adding a metal salt to the geopoly-
meric slurry. The amount of the metal salt represented the amount of metal cations in
relation to fly ash, and it was 2 and 4 wt.%. After mixing, the pastes were cast in silicone
molds, thus obtaining cubic samples (20 x 20 x 20 mm?) that were cured at 80 °C for one
day. The samples were tested after another 27 days.

XRF was used for the quantitative analysis of fly ash and geopolymers (with an Axios
PANalytical Max 4 kW spectrometer (PANalytical, Malvern, UK) with a wavelength disper-
sive and Rh source). The standardless analysis package Omnian (PANalytical) was used for
the semiquantitative analysis of the spectra. The results are presented on a percentage scale
(normalized to 100%). XRD (X-ray diffraction) was used to analyze the phase composition
of the samples; a diffractometer (Empyrean, PANalytical) was with CuK« radiation and
a graphite monochromator, and the measurements were carried out in the 2theta angle
range of 5-60° for 3 h with a step of 0.007. Phases were identified with the use of an X'Pert
HighScore Plus (PANalytical) application and the International Centre for Diffraction Data.
SEM (scanning electron microscope) was used to observe the microstructure of the samples
(with an FEI Nova NanoSEM 200 microscope; samples were sprayed with graphite), to
observe the microstructure, and prepare EDS (energy-dispersive X-ray spectroscopy) maps
(with ThermoFisher Scientific Phenom XL (ThermoFisher Scientific, Waltham, MA, USA);
samples were sprayed with gold). FT-IR (Fourier transform infrared spectroscopy) was
used to study the structure of the samples (with a Bruker VERTEX 70v vacuum spectrome-
ter (Bruker, Billerica, MA, USA); samples were prepared as KBr pellets and spectra were
measured in the mid infrared range (4000400 cm~!) with 128 scans and a resolution of
4 cm™!). The bulk densities were calculated by dividing the mass of the sample by its
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volume. The compressive strength of each sample was measured with a ZwickRoell (Ulm,
Germany) machine working on the principle of a hydraulic press.

The leaching test was prepared according to the procedure described in the EN 12457-
2:2002 (Characterization of Waste—Leaching) standard. The geopolymer samples were
crushed, and the size of the particles for the leaching test was below 4 mm. They were
poured with distilled water and shaken for 24 h. The ratio of the leaching solution (L) to
the sample (S) was: L/S = 10 L/kg. The concentrations of Pb?>* and Ni?* cations in the
leachates were analyzed by atomic absorption spectrometry (AAS). The analyses were
conducted on a Philips PU 9100 x spectrometer (Philips, Amsterdam, The Netherlands)
with a calibration curve.

3. Results
3.1. Characterization of Fly Ash

The chemical composition of the FA is presented in Table 2. It was an aluminosilicate
material (SiO; and Al,O3 > 80 wt.%) of class F (according to ASTM C 618-05). Some heavy
metals—cobalt, zirconium, chromium, zinc, nickel, copper, and lead—were present in trace
amounts. An ‘amorphous halo’” can be seen in Figure 1, which suggests the high presence
of glassy content. Moreover, the crystalline phases of quartz and mullite were identified.

Table 2. The chemical composition of fly ash (FA).

Oxide Composition (wt.%):

P2 05 SiOz TiOz A12 03 Fez 03 MgO CaO NaZO Kzo LOI 1

1.1 51.4 12 33.8 4.5 1.6 1.6 1.1 2.3 47
Trace Composition (mg/kg):

Co Sr Ba Zr Cr Zn Ni Cu Pb As

2038 774 510 367 229 134 111 103 97 65

1 LOI = loss on ignition at 1000 °C.

Q MM MM MMM MM M M
Ma  Q :

0 15 2 25 30 35 4o 45 50 55 60
2theta (deg)

Figure 1. The XRD pattern of fly ash (M—mullite; Q—quartz).

3.2. Boroaluminosilicate Geopolymers

Mechanical properties: The compressive strength and bulk density of the prepared
geopolymers are presented in Figure 2. The compressive strength of the reference sample
(without boron) was 16.1 MPa, and the addition of boron to the extent expressed in a B/ Al
molar ratio of 0.015-0.075 caused a slight increase in strength (16.4-17.3 MPa in the case of
BX as the source of B and 17.7-18.7 MPa in the case of BA as the source of B). The values of
the compressive strength of the samples with borax and boric acid were quite similar, so
the effect of borax “water” on strength could be excluded. A higher content of boron (B/ Al
=0.150) induced a decrease in the compressive strength to 13.7 MPa for BX and 12.0 MPa
for BA (the relative changes of compressive strength due to the presence of B are shown
in Figure 3). In [30], it was observed that replacing sodium silicate with borax led to a
compressive strength drop from 45 to 30 MPa.
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Figure 2. The compressive strength and bulk density of geopolymers with borax (BX) and boric acid
(BA) as the source of boron (Ref—reference sample without boron).
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Figure 3. The relative changes in the compressive strength of geopolymers—the effect of the increas-
ing boron content (in relation to geopolymer without boron).

Phase composition: As can be seen in Figure 4, some crystalline phases, mainly
quartz and mullite, were identified in the geopolymers; these were the unreacted compo-
nents of the fly ash. The newly formed phases were sodium carbonates and zeolite-like
feldspathoids, which could have been hydroxysodalite or hydroxycancrinite. Zeolite-
like phases and zeolites are common phases that form during the geopolymerization
process [34]. Sodium carbonates (e.g., trona, NagH(COs),;-2H,0, and thermonatrite,
NayCO3-H;0) formed due to the reaction between atmospheric CO, and free sodium
in the pore solutions [35,36]. There were no visible differences between the patterns of
the samples with and without boron. This is consistent with [37], in which the presence
of borax and boric acid did not lead to the appearance of new phases. It can be then con-
cluded that boron was built into the structure of a geopolymeric N-A-S-H gel (N-A-S-H
= NayO-Al,03-5i0,-Hy0), thus forming N-B-A-S-H gel.
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Figure 4. The XRD patterns of geopolymers with borax (a) and boric acid (b). 0—reference sample
without boron (H—hydroxysodalite; M—mullite; Q—quartz; and C—sodium carbonates).

Structural studies: Figure 5 presents the infrared spectra of geopolymers with and
without boron. In all of them, some groups of bands could be distinguished. The bands
in the region of 3500-3400 cm ! (stretching vibrations of O-H) and at around 1650 cm !
(bending vibrations of H-O-H) were related to OH—groups and structural water molecules
that were present in geopolymeric gel [38]. The bands at about 1450 and 860 cm ™! appeared
due to the carbonation process, namely the stretching vibrations of C-O bond in the CO;
groups. The main band at 1000 cm ™! could be assigned to the vibrations of Si-O-Si and
Si-O-Al bonds. There were no distinct changes in the spectra caused by the addition of
boron compounds.

Generally, boron may occur in the structure of oxide glasses in both triangular and
tetrahedral coordination. In the presence of alkali, it is more likely to change from three-
to four-fold coordination without non-bridging oxygen formation [39]. Additionally, the
introduction of aluminum reduces the amount of [BO3] groups in the glass [40]. Such a
situation, namely the presence of alkalis and aluminum, existed in these geopolymeric sys-
tems and suggested that boron was present in their structure in a tetrahedral coordination.
This was confirmed by the absence of a band at 1350 cm !, which could have been related
to the vibrations of boron in three-fold coordination.
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Figure 5. The FT-IR spectra of the geopolymers with borax (a) and boric acid (b). 0—reference sample without boron.

Williams and van Riesen [27] stated that boron in borax, which is both three- and four-
fold coordinated, is likely to reorganize during the reorientation stage of the reaction, and it
results in a four-fold coordinated boron in a geopolymer. They had similar observations that
the trigonal boron dissolved and rearranged into tetrahedral boron, which was introduced
in the geopolymeric cross-linked network that was made by Taveri et al. [31]. The tetrahe-
dral boron in the mixture could directly participate in the geopolymerization, resulting in
enhanced polycondensation [37]. It should be noted that tetrahedra such as [AlO4] and
[BO4] introduce additional negative charges to a structure that should play an important
role in the heavy metal immobilization properties of boroaluminosilicate geopolymers.

The only response of the spectra to the increasing content of boron was a slight shifting
of the main band towards lower wavenumbers from 1007 to 997 cm ™! in the case of BX and
from 1007 to 1000 cm ! in the case of BA. This may indicate that boron in the tetrahedral
coordination was incorporated into the aluminosilicate network of geopolymers. In glass,
B-O vibrations in [BO4] units were assigned to the band at 930 cm ! [41], which should
explain the shifting of geopolymeric band of 1007 cm~! to lower wavenumbers in the
presence of boron.

Microstructure: SEM images of the geopolymers with and without boron are presented
in Figure 6. The amorphous geopolymeric gel was visible in all samples. The spherical
shapes in Figure 6a,e are fly ash particles that dissolved to a greater or lesser extent and that
were covered with the condensed gel. Some concave voids of halved cenospheres (hollow
particles of fly ash), partially filled with the geopolymerization products, are visible in
Figure 6¢. No crystalline products, as the result of boron addition, were observed. However,
the microstructure of the samples with the highest boron content (Figure 6¢,f) seemed less
compact and more porous. Since the bulk density did not change much with the addition
of boron compounds (remaining in the range of 1.24-1.28 g/cm?), the additional atoms in
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the structure must have increased the density. As such, the effect of structure relaxation
caused by boron was evident.

Figure 6. SEM images of the geopolymers reference sample (a,d), with BX (b,c) and BA (e, f). B/Al =
0 (a,d), 0.030 (b,e), and 0.150 (c,f).

3.3. Geopolymers with Heavy Metals

Mechanical properties: Figure 7 presents the compressive strength and bulk density
of the samples containing heavy metals, namely nitrate salts of lead and nickel. Their
presence caused a decrease in the compressive strength of the geopolymers, both with
and without boron. The reference samples without boron achieved about 14 MPa (2 wt.%
of Pb?*), 12 MPa (4 wt.% of Pb?*), 8 MPa (2 wt.% of Ni%*), and 5 MPa (4 wt.% of Ni%*),
while for sample without heavy metals achieved 16 MPa (Figure 2). As such, the relative
strength loss was 12% and 18% caused by lead presence, and there was a much greater loss
caused by nickel presence: 52% and 70% (Figure 8a,b). Lee et al. [42] observed a drop in
compressive strength from 24 to 17 and 13 MPa, respectively for geopolymers with 0, 0.5,
and 1 wt.% of Pb. This negative impact on compressive strength could have been related
to not only heavy metal cations but also the nitrates that were introduced together with
Pb%* and Ni?*. Komnitsas et al. [43] stated that both nitrate and heavy metal ions influence
compressive strength. Nitrate ions, even in low quantities, may prevent the hardening
of a geopolymeric gel and, therefore, the development of compressive strength. The
presence of a large quantity of nitrate is known to suppress silica solubility [44]. However,
Nikoli¢ et al. [45] showed that the addition of NaNOj3 (2.4 wt.% of NO3 ™) had no effect
on the compressive strength of geopolymers, while PbNOj3 (the same amount of NO3 ™)
caused an almost 25% decrease in compressive strength.
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Figure 7. The compressive strength and bulk density of the geopolymers with borax (BX) and boric acid (BA) as the
source of boron and (a) 2 wt.% of Pb?*, (b) 2 wt.% Ni%*, (c) 4 wt.% of Pb>*, and (d) 4 wt.% Ni** (Ref—reference sample
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The loss of strength of the boroaluminosilicate geopolymers induced by Pb was
significantly limited when B was introduced with borax (1-6% for 2 wt.% of Pb%* and 7-
17% for 4 wt.% of Pb?*); in the case of boric acid, the strength loss was even higher. However,
in the case of Ni, there was no enhancement in the strength loss of the boroaluminosilicate
geopolymers in comparison to that of the reference sample.

In Figure 8c,d, one can see a similar effect of the boron presence, like in the case of
the samples without heavy metals (Figure 3) that had a slight increase in the compressive
strength in the range of the B/ Al ratio of 0.015-0.075 (but 0.030 for 4 wt.% of Ni?*). It can
be stated that a certain amount of boron in the matrix of geopolymers has a positive impact
on their compressive strength.

Phase composition: Several new peaks appeared in the diffraction patterns (Figure 9)
as the result of heavy metal salt addition to the geopolymers. In the case of the samples with
lead, the most matching phase was lead oxide, probably in the form of PbO-xH,O, which
is likely to form in a highly alkaline environment. The addition of nickel nitrate caused the
formation of sodium nitrate (nitratine) as the product of the reaction of NO3~ anions with
Na* cations from the alkaline activator. Minor amounts of some nickel compounds were
also detected, most probably in the form of nickel hydroxide or silicate.

a CH H H
Q MMC M MMM M M M
HM Q HMLLL H MQGcQ: Q i

o s 25 d0 35 4o 45 s 85 60
2theta (deg)

Figure 9. The XRD patterns of the geopolymers with heavy metals and without boron: (a) Pb%*

and (b) Ni2* (H—hydroxysodalite; M—mullite; Q—quartz; C—sodium carbonate; L—lead oxide;

N-—nickel compounds; S—nitratine).

The formation of hydroxysodalite in the matrix of geopolymers may have had a
positive impact on the immobilization of heavy metals. Ni?* cations were immobilized
in the center of a six-member ring of sodalite, while Pb** was six-fold coordinated by
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ce

Absorbant

the oxygen atoms of the six-membered ring of the sodalite cage and three molecules of
water [46].

Structural studies: The differences between the spectra of geopolymers with and
without heavy metals (Figure 10) could be observed in three regions: about 1400, 1000, and
700 cm~!. The bands at 1384 cm ™! were related to nitrate ions [43,47], and their intensities
increased with the higher dosage of heavy metal salts. The main band at about 1000 cm !
slightly shifted to the lower wavenumbers in the presence of heavy metals. This might
have been related to the formation of connections between geopolymeric frameworks
(cross-linking) by heavy metal cations [48,49], but it is more likely that it was related
to the increase in the non-bridging oxygen because the introduced heavy metal cations
bound with non-bridging oxygen [50]. The last changes were observed in the range of 710-
650 cm ! (small images in Figure 10) related to pseudolattice vibrations (of overtetrahedral
fragments of the structure). The change in the band intensity in this range could have been
related to the ion-exchange of Na* cations for heavy metal cations, since the ion-exchange
induced an alteration in the ring’s surrounding, changes in ionic radii and charges of
the cations, and the deformations of rings [51]. A similarity of the geopolymer network
and the zeolite framework in terms of the occurrence of ring structures was indicated by
Bortnovsky et al. [52], proving that a geopolymeric network is built of deformed 6-, 8-, and
10-membered rings.
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Figure 10. The FT-IR spectra of the geopolymers with heavy metals: (a) Pb>* and (b) Ni?*.

Microstructure: SEM images and EDS maps of the samples with heavy metals are
presented in Figure 11. There were no significant changes in the general microstructure
caused by the presence of Pb (Figure 11a), though some sporadically occurring inclusions
could be observed (Figure 11b). The elemental mapping of the general structure of the
sample with lead showed that Si, Al, O, Na, and Pb were distributed regularly throughout
the sample, which indicates the bonding of lead cations to the geopolymeric network (both
ion-exchange and covalent bonding mechanism could be involved here). The crystalline,
macroscopic inclusion shown in Figure 11b was composed of Pb, clearly to a greater
extent than the rest of the sample, proving the presence of precipitation mechanism of
immobilization and probably being PbO-xH,O. In the case of the sample with Ni, such
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macroscopic inclusions were not observed (Figure 11c), and only some microscopic regions
with the higher nickel concentrations were visible.

Figure 11. SEM images and EDS maps of the geopolymers with heavy metals: (a) the general image
of the sample with Pb, (b) the inclusion in the sample with Pb, and (c) the general image of the
sample with Ni.

Immobilization properties: The values of heavy metals leaching from the geopolymeric
samples are presented in Figure 12. In the case of the samples with 2 and 4 wt.% of Ni?*,
the leaching was very low, namely < 0.05 mg/L for the reference sample (without boron).
The leaching values were much higher for the reference samples with —0.6 mg/L (Pb?*
2 wt.%) and 2.6 mg/L (Pb%* 4 wt.%) of lead. The higher leachability of Pb than of Ni can
be attributed to the occurrence of macroscopic crystalline inclusions of PbO-xH,O with
a significant solubility in water. Another reason for the higher immobilization efficiency
of Ni than Pb may be related to their exchange energies, which are higher for Pb** than
Ni?*, and they are inversely related to solvation radii of heavy metals ions: Ni2* (4.04 A) >
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Pb2* (4.01 A)—the larger the solvation radius is, the more favorable the immobilization
is [46]. Nevertheless, the immobilization rates (Table 3) were excellent. For the reference
sample, they were >99.9% for Pb*" and >99.99% for Ni?*. It should be noted that the
heavy metal concentrations in the geopolymers were at extremely high levels, namely
20,000 and 40,000 mg/kg, but despite this, they were almost completely immobilized by
the geopolymers. The typical contents in actual hazardous wastes, respectively, for Pb?*
and Ni?* are: 398 and 90 mg/kg in municipal solid waste incineration fly ash [53], 1129
and 1420 mg/kg in municipal solid waste incineration bottom ash [54], 8966 and 50 mg/kg
in waste glass from the spent fluorescent lamps [55], and 7060 and 93 mg/kg in sludge
from wastewater treatment [56].
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Figure 12. Heavy metal leaching from the geopolymers.

Table 3. Heavy metal immobilization in the geopolymers.

Immobilization Rate (%)

Sample B/Al

Pb%* 2% Pb?* 4% Ni2* 2% Ni2* 4%
Ref 0 99.97 99.94 >99.99 >99.99
0.015 99.96 99.93 >99.99 >99.99
BX 0.030 99.95 99.87 >99.99 >99.99
0.075 99.87 99.85 >99.99 >99.99
0.150 99.84 99.87 >99.99 >99.99
0.015 99.94 99.84 >99.99 >99.99
BA 0.030 99.91 99.84 >99.99 >99.99
0.075 99.88 99.88 >99.99 >99.99
0.150 99.88 99.87 >99.99 >99.99

The presence of boron in the structure led to an increase in heavy metal leaching. This
was probably because the addition of a boron compound to the geopolymers led to the
creation of additional immobilization sites due to the formation of [BOy] tetrahedra, which
provided more negative charges to the geopolymeric network and attracted heavy metal
cations. However, the addition of boron caused an increase in geopolymer permeability,
and this effect prevailed over the creation of additional immobilization sites, which resulted
in an increased leachability. It should be noted that despite this, the immobilization rates
of geopolymers with boron were still excellent: over 99.99% in the case of nickel and
99.84-99.96% in the case of lead. The presence of boron in real wastes subjected to alkali-
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activation can cause the increased leaching of some heavy metals, but its presence could
also limit the compressive strength drop induced by heavy metal presence.

4. Conclusions

The addition of boron compounds to geopolymers slightly enhanced the compressive
strength when the B/ Al molar ratio was not higher than 0.075. A ratio of 0.150 caused
a decrease in geopolymer strength. It was found that boron was incorporated into the
geopolymeric structure and formed N-B-A-5-H gel. The boron presence did not induce the
formation of any new crystalline phases. The immobilization properties of geopolymers
were studied by introducing lead and nickel nitrates. A compressive strength drop was
observed, and it was especially significant in the case of nickel addition. However, the boron
presence in the matrix allowed us to limit the compressive strength decrease. Its presence
had also a negative impact, because the heavy metal leaching increased with the increasing
boron content. Nevertheless, the immobilization rates were excellent, especially when
considering that heavy metals were added in extremal amounts of 20,000 and 40,000 mg/kg
of fly ash. The immobilization rates in the case of the samples with lead were always higher
than 99.8%, while in the case of the samples with nickel, the immobilization rates were
higher than 99.99%.
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