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Abstract

:

Australia and many other parts of the world face issues of contamination in groundwater and soils by per- and poly-fluoroalkyl substances (PFAS). While the pyrolytic treatment of contaminated soils can destroy PFAS, the resulting heat-treated soils currently have limited applications. The purpose of this study was to demonstrate the usefulness of remediated soils in concrete applications. Using heat-treated soil as a fine aggregate, with a composition and particle size distribution similar to that of traditional concrete sands, proved to be a straightforward process. In such situations, complete fine aggregate replacement could be achieved with minimal loss of compressive strength. At high fine aggregate replacement (≥ 60%), a wetting agent was required for maintaining adequate workability. When using the heat-treated soil as a supplementary cementitious material, the initial mineralogy, the temperature of the heat-treatment and the post-treatment storage (i.e., keeping the soil dry) were found to be key factors. For cement mortars where minimal strength loss is desired, up to 15% of cement can be replaced, but up to 45% replacement can be achieved if moderate strengths are acceptable. This study successfully demonstrates that commercially heat-treated remediated soils can serve as supplementary cementitious materials or to replace fine aggregates in concrete applications.
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1. Introduction


On a global scale, concrete is the single most used man-made material, amounting to a usage of 3 tonnes per person per year [1,2,3]. The cement and concrete industry emits about 5–8% of the total global CO2 output [4,5,6]. Numerous options are available to reduce the carbon footprint of the sector (e.g., avoid or limit concrete use where possible, substitute Portland cement with low CO2 supplementary cementitious materials (SCMs), improve efficiencies of cement manufacturing plants, use alternative fuels in kilns, substitute clinker/aggregate, improve concrete durability, etc.) [7,8]. All of these strategies, or combinations of them, are appropriate and should be utilised whenever possible.



Contamination by per- and poly-fluoroalkyl substances (PFAS) of the natural environment, as well as purpose-built infrastructure, is a worldwide problem impacting many communities [9,10,11,12,13,14,15,16,17]. In this study, an overview of trials is given where cement and fine aggregate replacements were sourced from heat-treated remediated soils that had been previously impacted by PFAS. The heat-treatment, consisting of a two-phase pyrolytic process (the technology owned by Renex Op Co Pty Ltd., Dandenong South, Australia), both destroyed the PFAS and partially activated (i.e., calcined) the clay component of the soil.



Currently, there is a worldwide shortage of both fine and coarse aggregate for use in concrete [18,19,20,21,22]. In particular, Melbourne (due to major projects) faces severe shortages of suitable fine aggregate. Melbourne has the additional problem (like many major cities) of PFAS contamination in soils and sediments (as well as surface and ground waters) in which major infrastructure projects are being undertaken. In the West Gate Tunnel project alone, 4000 tonnes of PFAS-contaminated soil has been stockpiled [23]. Furthermore, heat-treated soils are classified as industrial waste and therefore need to be sent to landfills at considerable expense unless they can be converted into a resource. While direct disposal in landfills may be an easier option, it uses valuable landfill volume, precludes the possibility of using the material as a resource and therefore unsustainably depletes more of the limited supply of virgin sand, cement and aggregate. In addition, when disposed in landfills, co-contaminants can become an issue [24,25]. In contrast, co-contaminants can be locked up in the cementitious matrix [26], thereby avoiding further exposure of the environment. By value-adding remediated soils as components in cements, mortars and concretes, one has the ability to provide economic sustainability to the remediation industry. At the same time tens of thousands of tonnes of useful material can be utilised that otherwise would be disposed in a limited number of licensed landfills, potentially subjecting humans and the environment to long term exposure.



Heat-treated soils containing sufficient amounts of clay minerals can potentially be used as supplementary cementitious materials. Their pozzolanic activity is dependent on the initial mineralogy and activation temperature, and their “shelf life” requires maintaining them in dry state [27,28,29,30,31,32,33]. The reactivity of kaolinitic clay is significantly greater than any 2:1 layer clay minerals [34]. When activating clay minerals by heat-treatment, the temperature must be high enough to increase the structural disorder of the clay minerals present by dehydration and dehydroxylation, but not so high to cause the recrystallisation of mullite. Keeping the heat-activated clay dry subsequent to treatment is important because metakaolin (calcined kaolinite), for example, interacts with water [35] and loses its cementitious properties via rehydration.



There are many benefits of employing the pozzolanic activity of calcined soil as SCM in cement or concrete applications. Arguably, the most important is a reduction of the considerable carbon footprint of cement manufacture: clinker is kilned at ~1500 °C vs. soil pyrolytic treatment, at ~550–650 °C. Any cement clinker offset by calcined soils necessarily leads to an increased energy efficiency of cement manufacture. SCM-clinker blends have been shown to provide comparable strengths at lower ordinary Portland cement (OPC) contents and also result in superior concrete durability, reduced heat of hydration and hence reduced risk of early age thermal cracking [36,37,38,39]. By considering calcined soils as a source of fine aggregates, the currently experienced shortage of aggregates can be eased, particularly where the fine aggregate replacement (FAR) is sourced near, or indeed from, major projects. This study provides the basis for a successful use of reclaimed PFAS-affected soils in cements, mortars and concretes, particularly as replacements of fine aggregates in mortars and concretes, but also as supplementary cementitious material in cements. When studying the suitability of the heat-treated soils as FAR, mortars were chosen initially to enable a clear distinction between the soil fine aggregates and conventional concrete sand.




2. Materials and Methods


Mixes of cement pastes (mixture of cement and water) and mortars (mixture of cement, water and fine aggregates) incorporating heat-treated soils as either SCM or as FAR were prepared, and the fresh and hardened properties of the mixtures were investigated. Ordinary Portland cement with the properties listed in Table 1 (and conforming to Australian Standard AS3972-2010 [40]) was the primary binder used. All mixes were prepared in a 20 L mortar mixer according to ASTM C305 [41] and the fresh mixtures were casted in 75 × 75 × 75 mm cube moulds. The compressive strength measurements were conducted on 5 samples with a semi-automatic compression-testing machine as per ASTM C109 [42]. Reference samples were tested twice (i.e., a total of 10 samples on two different days) to make sure variations due to changing ambient conditions (e.g., relative humidity, temperature, etc.) were negligible. The slump values of some of the fresh mixtures were determined according to Australian Standard 1012.3.1 [43]. After one-day curing in the moulds, all samples were demoulded and placed in a lime-saturated bath as per Australian Standard 1012.8.1 [44] for a further 27-day curing.



2.1. Soils


A pyrolytically heat-treated PFAS-affected soil was provided by Renex Op Co Pty Ltd., Dandenong South, Australia (Renex). PFAS are a large group of fluorinated hydrocarbons currently listed as substances of environmental concern in Australia. Contaminated soils which arrive at Renex are often co-contaminated with PFAS, hydrocarbons, various types of pesticides and other co-contaminants. A two-phase pyrolytic treatment [45] destroyed the organic contaminants in the soils but resulted in the loss of many soil properties (mineral transformation and total sterilisation). During the process, the contaminated soils travel through a rotary kiln at temperatures of ~550–650 °C with a typical residual time of about one hour. Being a pyrolytic process, all oxygen is purged from the waste stream with nitrogen gas. Any non-volatile organic materials are carbonised during this process. The out-gas stream containing volatilised PFAS (and co-contaminants) is then fed into a secondary pyrolytic chamber and combusted at ~1200 °C for final destruction. Post heating-stage scrubbers (wet and dry system), filters and an activated carbon bed collect and remove all CO2, fluorine and other associated non-organic, and potentially acid-producing, gases from the waste stream. In recent tests, all PFAS present in PFAS-doped soil was removed to below detection limits when Renex’s two-phase pyrolytic method was used.



On exiting the treatment process, the treated soil is generally sprayed with water for cooling and dust control then stockpiled. Most soils for this study were collected from the top 0.3 m of the stockpile and used predominantly as fine aggregate replacement. For studies on using the heat-treated soil as supplementary cementitious material (SCM), a size-fractionated portion of the collected sample was reactivated by heating to 750 °C for 2 h in a laboratory muffle furnace. In some tests, the heat-treated soil was collected from the plant in a dry state (i.e., without sprinkling it with water) and similarly used (i.e., as SCM).




2.2. Analysis


Fourier transform infrared (FTIR) spectroscopy and X-ray powder diffraction (XRD) techniques were applied to crushed and then milled (McCrone XRD Mill; milled for 6 min using agate grinding elements) samples. FTIR measurements were conducted with a Perkin Elmer Frontier spectroscope in the range of 650–4000 cm−1, 4 cm−1 resolutions and 64 co-added spectrum per measurement. The milled samples were pressed against the diamond-attenuated total reflectance (ATR) probe using a pressure arm (relative force ~100 unit). XRD patterns were collected with a PANalytical X’Pert Powder diffractometer (Cukα; λ = 0.15406 nm) in the range of 6.7–70° 2θ, with a step size of 0.01313° and 0.49 s time/step, on front-pressed sample mounts. As a reference sample, a kaolin-rich alluvial clay (>80% kaolinite), calcined at 750 °C for 2 h, was also studied.



Particle size distribution was measured with a series of stainless steel sieves with the following aperture sizes: 26,500 μm, 13,200 μm, 9500 μm, 6700 μm, 4750 μm, 2360 μm, 600 μm and 75 μm, following ASTM D6913/D6913M–17 [46].




2.3. Fine Aggregate Replacement (FAR)


Fine aggregates were replaced with sieved heat-treated soil at replacement rates of up to 100%. Specific gravity and water absorption values of the FAR and reference concrete sand were measured according to AS 1141.5 [47]. The FAR component of the remediated soil were the sieved fractions (75 µm to 2.36 mm with 2.9% water absorption and 2.2 specific gravity of the sieved pyrolytically treated soil), proportioned to match the fine aggregate used in the reference mixes. For all mortar mixes, the very fine (<75 μm) and very coarse (>2.36 mm) fractions of the aggregates were excluded to (i) minimise any strength gain due to cementitious activity from the <75 μm phases (where cementitious properties are most likely) of the treated soil, (ii) eliminate reduced workability due to the presence of fine particles in large quantities and (iii) eliminate the effects of coarse aggregates (>2.36 mm).



Mortar mixes were prepared with the inclusion of fine aggregates purchased from a local supplier marketed as “concrete sand” (washed sand) with a specific gravity of 2.54 and water absorption of 0.7%. We selected mortars rather than concretes because in mortar mixes the influences of fine aggregates on the various fresh and hardened properties are more pronounced. The water to binder ratio for all mixes was 0.45. Based on some preliminary research, the reference mortar mix with 0.45 water to cement ratio gave good consistency and workability. In the mortar mixes where a high percentage of heat-treated soil FAR was used, a polycarboxylate-based high-range superplasticiser (~0.45–2.38% by weight of cement) was used. For all mortar mixes a 1:2 cement to fine aggregate ratio was used. Mix designs were based on saturated surface dry (SSD) conditions.




2.4. Supplementary Cementitious Material (SCM)


To investigate the usefulness of heat-treated soil as a supplementary cementitious material (SCM), we started by analysing the effect of the as-received hydration state of the soil. The as-received or lab-calcined soil (see below) was milled for 8 h at 400 RPM in a planetary ball-mill to obtain 100% passing 75 μm. This milled product was then used to replace various percentages (up to 45%) of the binder. Additionally, paste mixes were prepared with 15% SCM content from “as-received”, “oven dried”, “calcined” and “dry received” sources. The “as-received” sample was collected from the treated stockpile of the Renex pyrolysis plant. In addition to being wet during the dust control steps, the stockpile was exposed to various weather conditions (e.g., rain, sunlight, wind, etc.). The samples that ultimately arrived to our research facility corresponded to an air-dry but previously wet (rain) condition. A portion of the “as-received” sample was then dried in a laboratory oven at 110 °C for 16 h to eliminate any residual moisture in the soil and to obtain an “oven dried” sample. Another portion, referred to as “calcined”, was heated to 750 °C for 2 h in a closed container to reactivate (i.e., calcine) the clay component of the sample. Recommendations by Scrivener 2019 [34] (e.g., optimal calcination temperature of ~700–800 °C, 1–2 h residual time, etc.) were followed in the calcination process. The “dry received” soil corresponded to samples collected directly from the rotary kiln, prior to normal processing (i.e., spraying with water). The properties of the paste and mortar mixes are detailed in Table 2.





3. Results and Discussions


3.1. Compositional Differences


The phase compositions of the commercially available concrete sand and the calcined soil at 750 °C as determined from XRD are shown in Figure 1. Not surprisingly, the reference concrete sand contained predominantly quartz, but also a small amount of feldspar and trace amounts of mica. The treated calcined soil was more complex and was dominant by quartz. Also present were minor amounts of metakaolin (from the calcination of kaolinite), feldspar (mainly albite), illite, calcium carbonate (calcite) and calcined mica (mainly biotite and muscovite). The presence of metakaolin and partially calcined illitic clay indicated that the calcined soil would show pozzolanic activity (illites reach complete calcination at higher temperatures (~950 °C) [48]). The overall higher background of the calcined soil’s XRD trace, most importantly between 15 and 30 2θ°, indicates a greater content of amorphous phases in the heat-treated soil compared with that of the concrete sand [49].



Secondly, the XRD phase composition of the “calcined” soil was compared with that of the “dry received” soil (Figure 2). Both soils contained essentially the same phases (e.g., quartz, kaolinite, metakaolin, illite, feldspar, mica and calcite). Furthermore, the highly similar baselines of the calcined and dry received soils indicate similar amorphous contents. However, the collected XRD pattern indicated a greater amount of kaolinite (diffraction peaks at ~11.6, ~19.8, 23.7 and ~25.4 2θ° [50,51,52]) and, correspondingly, a lower metakaolin (~8.9, 23.6 and 31.4 2θ° [53,54]) content in the dry received soil, which emphasises the importance of an adequate calcination temperature. In this instance, the lower temperature used in the pyrolysis plant (~550–650 °C compared to 750 °C in the lab furnace) resulted in greater residual kaolinite content and only partial calcination of the kaolinite [34]. Moreover, the greater illite content (~10.1 and 35.6 2θ° [51,52,55]) of the dry received soil indicated that less illitic phases were calcined compared to those of the calcined soil. The overall lower calcined clay content of the dry received soil compared to that of the calcined soil forecasts a correspondingly lower pozzolanic activity as well.



The FTIR spectra of the reference concrete sand, the calcined soil and the dry received soil (Figure 3) confirmed the presence and dominance of quartz (~1163 cm−1 → Si-O-Si stretching, ~1057 and ~1081 cm−1 → Si-O stretching, ~796 cm−1 → Si-O symmetric stretching, ~777 cm−1 → Si-O symmetric bending, ~695 cm−1 → Si–O of SiO4 symmetric bending) [56]. One difference between the reference sand and the soils is that the spectrum of the dry received and calcined soils exhibits a shoulder (~673 cm−1) on the Si-O band at ~695 cm−1, which likely indicates the presence of iron-oxide phases [57,58].



To investigate this further, an as-received soil sample was calcined in an open container rather than a closed container (inset, Figure 3). As anticipated, the aerobic calcination resulted in a more intense peak at ~673 cm−1 due to the greater amount of iron-oxides (i.e., more oxygen was available for forming such phases). By comparing only the dry received soil and the calcined soil (closed container case), this shoulder is less intense for the dry received soil. The composition of the atmosphere in the rotary kiln was more anoxic (produced by purging with nitrogen gas), whereas in our laboratory furnace the anoxic environment was created using a closed system (i.e., while sealed, there was initially some oxygen present). Non-surprisingly, purging is a more effective way of eliminating oxygen and the formation of various oxides.



Another focus area of the collected FTIR spectrum is the range of 800–1000 cm−1, where some differences between the various samples in the FTIR spectra were also observed. It appeared that the reference sand had no peak or shoulder within this range, but the dry received soil showed a very minor shoulder and the calcined soil a more pronounced shoulder. When kaolinite transforms to metakaolin during calcination, the following chemical reaction (Equation (1)) takes place [36,59]:


Al2Si2O5(OH)4 → Al2Si2O7 + 2 H2O



(1)







The presence of the shoulder was probably related to the different coordination states of the Al in kaolinite and metakaolin (Al coordinates with more oxygen in metakaolin compared to that in kaolinite) [60]. Consequently, the greater electronegativity (from the extra oxygen atoms) resulted in a shift and shoulder formation (around 925 cm−1) of Si-O-Si stretching at ~1057 cm−1. Hence, the given shoulder could be a good indicator of the presence of metakaolin and might reveal information on the amount of metakaolin phases. Thus, the calcined soil used had more metakaolin compared to the dry received soil, which confirms the XRD results presented earlier.



Overall, the high quartz content of the heat-treated soil indicates its suitability as fine aggregate replacement. Moreover, the presence of metakaolin and calcined illite indicates the potential for using (at least a portion of) the soil as a supplementary cementitious material (i.e., pozzolana). The two listed options were investigated in detail, and the main outcomes are discussed below.




3.2. Replacing Sand with Heat-Treated Soil in Mortar Mixes


3.2.1. Particle Size Distribution


For a fine aggregate replacement application, we considered the particle size distribution (PSD) a key parameter. Consequently, the PSD of the heat-treated soil was measured following ASTM D6913/D6913M–17 [46]. In Figure 4, the average of three measurements is plotted and compared with the PSD of the commercially available concrete sand also used in this study. The cumulative curves in Figure 4 clearly show that the two materials had similar portions within the 0–2360 μm particle size range (~71% vs. ~88%), although the heat-treated soil contained more fines (~49% vs. ~25% within the range of 0–600 μm). Furthermore, the treated soil contained more of the coarse particles (> 2360 μm) compared to the concrete sand (~29% vs. ~12%).




3.2.2. Fresh Properties


To evaluate the impacts of sand replacement with heat-treated soil on the fresh properties of the mortar mixes, a series of mixes were prepared with various percentages of sand replacement, and the slump values of the freshly mixed mortars were measured. Initially, mortar mixes without the use of superplasticiser were prepared, and the effect of replacement percentages was evaluated. As indicated in Figure 5, even a 30% sand replacement by the heat-treated soil altered the workability greatly and decreased the measured slump value by ~80%. For even higher percentages of sand replacement, slump values very close, or equal, to zero mm were measured. These results indicated the need of a rheology modifier and hence mixes with a generic superplasticiser (SP) were prepared.



From the results obtained on mortar mixes with SP (left three columns in Figure 5), it is clear that the loss in slump value upon sand replacement can be easily eliminated by using a superplasticiser. The results indicate that the higher percentage of replacement utilised, the more superplasticiser is needed, but the required amounts did not exceed the manufacturer’s recommendations and usual dosage rates [61,62], and similar slump values to what was measured for the reference mortar were easily achieved. Moreover, a linear relationship was found between the amount of fine aggregates replaced (30%, 60% and 100%) and the corresponding volume of superplasticiser used in this study (Figure 6). The amounts of superplasticiser were normalised to correspond to a 210 mm slump (the slump value measured for the reference mortar).




3.2.3. Mechanical Performance


The compressive strengths of the mortars without superplasticiser are shown in Figure 7. For these mixes a 60% or 100% sand replacement resulted in a very low workability (5 mm and 0 mm slumps), and hence these mixes were considered non-practical without the use of a superplasticiser. Consequently, compression tests were conducted on lower fine aggregate replacements (15% and 30%). A 15% replacement (Figure 7) corresponds to a ~4% decrease in compressive strength, and a 30% replacement decreases the strength by no more than 9%.



For greater replacement rates, where the usage of a superplasticiser was necessary, the compressive strength decreased by ~8% for a 30% concrete sand replacement, by ~14% for a 60% replacement and by ~19% when the fine aggregate was completely replaced by the heat-treated soil. Based on the available literature [63,64,65,66], these results are considered extraordinary in terms of maintaining an adequate strength (>40 MPa) of the mortars even at very high replacement percentages.



Note that a 30% concrete sand replacement is considered a borderline case where the usage of a superplasticiser depends on the actual application. The fact that the losses in compressive strength were 8.4% and 8.5% for a 30% fine aggregate replacement with and without superplasticiser confirms that the superplasticiser had no effect on the measured mechanical performance at that level of FAR.



To further investigate the relationship between the extent of fine aggregate replacement and its impact on the mechanical performance, a correlation was made (Figure 8) between the replacement percentage and strength loss, and a linear relationship was found (making application-tailored planning easy). In conclusion, replacing the fine aggregate can be achieved both at lower and at greater amounts. The best FAR percentage depends on the requirements of the given application. The authors believe that in most applications a total replacement (100%) is a feasible option, with an appropriate rheology agent, and should be utilised for the sake of sustainability.





3.3. Heat-Treated Soil as Supplementary Cementitious Material


3.3.1. Impact of the Hydration State of the Soil on the Mechanical Performance


The effects of the prehydration and heat treatment of the soil were evaluated by comparing the 28-day compressive strength of pastes with 15% SCMs of various types (e.g., “as-received”, “oven dried”, “calcined” and “dry received”) (Figure 9). Results indicated that any contact of water would eliminate the cementitious properties of the heat-treated soil, which could not be recovered by drying at 110 °C. As-received and oven dried samples showed ~12% and ~13% strength losses, which highlighted that a 15% OPC replacement by these materials had essentially no cementitious properties and did not contribute to the measured compressive strength.



It is well known [33,67,68] that clays can only show pozzolanic activity, and therefore contribute to strength development, if they are heat-activated (i.e., calcined) at ~600–850 °C. Not-surprisingly, in-lab calcination at 750 °C activated the clay component of the soil, and hence the inclusion of the calcined soil resulted in a compressive strength slightly greater than the strength of the reference paste. The modest improvement can be attributed to the formation of additional calcium silicate hydrate (CSH) phases due to the pozzolanic reaction between portlandite and silicic acid [27,30,59,69,70,71].



Although the dry received sample had pozzolanic activity, samples prepared with it provided ~6% lower compressive strength compared with the paste with calcined soil. The lower measured compressive strength compared to the calcined soil likely originated from the lower temperature used for the heat treatment at the pyrolysis plant (~550–650 °C vs. Tcalcination = 750 °C), which was insufficient to achieve a high level of activation of the clays in the heat-treated soils [36,67,68]. The compositional differences, namely the lower kaolinite but greater metakaolin content of the calcined soil compared to that of the dry received soil, have been shown in the previous section and support the findings on the mechanical performance of the two different samples.



These results indicate that the pozzolanic properties of the calcined clay in the heat-treated soils can only be met if contact with water can be avoided; or, alternatively, if there is a possibility to reactivate the soils at or above ~750 °C. As this latter option would increase the carbon footprint of the materials substantially, alternative methods for cooling and dust control need to be considered.




3.3.2. Effects of SCM Percentage on the Mechanical Performance


In another series of tests, paste mixes were prepared with various amounts of heat-treated dry received soil, and their impact on the measured compressive strength was evaluated. As indicated in Figure 10a, the compressive strength decreased with cement replacement, and although not in a linear trend, it appeared that either a smaller amount of OPC replacement (15%) with modest strength loss (47.6 MPa vs. 46.1 MPa) or a greater amount of replacement (45%) where the strength is already compromised would be beneficial. A 30% OPC replacement did not appear to be practical, since the strength loss of a 30% SCM paste is essentially comparable with the strength of the 45% SCM sample (32.4 MPa vs. 29.5 MPa). In the case of 45% replacement, the strength is still sufficient for moderate strength materials.



Mortar samples (using commercial fine aggregates only) with the same supplementary cementitious contents (15%, 30% and 45% heat-treated soil) (Figure 10b) showed a very similar trend to that observed for the paste mixes.



Interestingly, at higher SCM percentages (30% and 45%) the paste samples had comparable strengths to the mortar samples (usually, a transition from paste to mortar results in an improved mechanical performance). This phenomenon might be related to the composition of the heat-treated soil; based on the results presented earlier, the soil contained a large amount of quartz, and perhaps the total surface of the finely milled quartz in the paste samples with 30% and 45% heat-treated soil was sufficient to ensure the surface area for high levels of nucleation of hydration products. The extra amount of quartz (from the reference concrete sand) in the mortar samples with 30% and 45% of SCMs might be above the threshold where the increase in the total surface area has negligible additional nucleation effects.




3.3.3. Compositional Differences of the Hydrated Samples


The composition of 28-day-old paste samples was investigated with the FTIR technique (Figure 11). As anticipated, the greater the cement replacement percentage applied the more quartz signals (~695, ~777, ~796, ~1057 and ~1163 cm−1) were observed in the FTIR spectrum (as outlined above, the heat-treated soil contained a large amount of quartz). Secondly, an increasing amount of surface bound water (~2350–3650, ~1640 cm−1) [72] was observed with increasing SCM quantities, a trend which is likely related to the clay content (e.g., kaolinite, metakaolin, illite, calcined illite) of the heat-treated soil. In our previous study [29] we showed that calcined clay shows a more pronounced water uptake compared with that of the OPC. More importantly, it was possible to follow the pozzolanic reaction in the samples of various SCM contents by monitoring their residual portlandite contents. In the pozzolanic reaction the portlandite reacts with silicic acid coming from the clay and form calcium silicate hydrates. The loss in portlandite content is hence an indicator of the extent of pozzolanic reaction [30].



In reality, the heat-treated soil SCM contained a large amount of non-cementitious and non-pozzolanic materials (i.e., quartz), and thus the compressive strengths of the samples decreased with increasing SCM contents (Figure 10 in the previous paragraph). However, the heat-treated soil contains, in general, sufficient amounts of pozzolanic material to partially mitigate the loss of strength through the formation of additional CSH from the pozzolanic reaction. For example, replacing 15% of the OPC with the heat-treated soil resulted in a very modest strength loss (~3%), and the inset in Figure 11 shows that the 15% SCM sample did have less portlandite compared to the reference. Surprisingly, the 30% SCM paste showed almost identical portlandite content to what was measured for the 15% SCM, and hence a greater strength loss (~30%) was observed by doubling the SCM’s amount (i.e., moving from 15% to 30%). This is because the 30% SCM sample had very similar pozzolanic activity to that of the 15% SCM paste, but the 30% soil also contributed a large amount of non-cementitious material in the mix. In the 45% SCM paste almost all of the portlandite was consumed (indicating high pozzolanic activity), and the minor strength loss (32.4 MPa → 29.5 MPa) compared with the strength of the 30% SCM is hence justified. The moderate pozzolanic activity of the 30% SCM paste is unexpected and will require further investigation.






4. Summary and Conclusions


In this study we investigated the possibility of using remediated PFAS-contaminated soils, post pyrolysis treatment, in cement paste and mortar applications. The analytical investigations of the heat-treated soils clearly showed a huge potential for them to be used either as a supplementary cementitious material or as fine aggregate replacement, largely due to their compositional properties (i.e., the presence of large amounts of quartz and calcined clay).



The usefulness of the heat-treated soil as fine aggregate replacement stemmed from the fact that the measured water absorption, specific gravity and particle size distribution were all adequately similar to those of the reference fine aggregate. Not surprisingly, considerable mechanical performances were observed for mortars containing heat-treated soil (45.4–53.9 MPa); less than 20% strength loss, compared to the reference sample, was measured for 100% fine aggregate replacement. Thus, the heat-treated soil can serve as a substitute material for standard concrete sand. While a high percentage of fine aggregate replacement with the treated soil is certainly achievable for many applications, some caution is required, as it can have a negative effect on the fresh properties of the mortars. For example, a 30% FAR changed the slump value from 210 mm to 45 mm. In this study a generic superplasticiser proved successful in overcoming the reduced workability by applying the normal dosage rate recommended by the supplier (i.e., no more than 2.5 wt% for 100% FAR).



When using the heat-treated soil as a supplementary cementitious material, one should bear in mind that any contact with water prior to mixing with cement diminishes the cementitious properties of the heat-treated soil and thus must be avoided. Another important parameter for gaining cementitious behaviour from the heat-treated soil is applying an adequate temperature in the heating process. For instance, it was shown that a 750 °C heating resulted in a greater metakaolin content, which enhanced pozzolanic properties, compared with that of a typical industrial treatment of 550–650 °C. A strong correlation was found between the amount of consumed portlandite (i.e., pozzolanic activity) and the mechanical performance of hardened 28-day-old pastes and mortars, confirming that the heat-treated soil did contain sufficient pozzolanic phases. Based on the results from this study, when only modest compressive strength loss is acceptable (~3% in cement pastes), no more than 15% heat-treated soil should be used as cement replacement. In applications where sustainability is the key driving force and a moderate strength (not less than 30 MPa) is satisfactory, a 45% replacement can be utilised.



In summary, the pyrolysis process developed for heat-treating and remediating PFAS-contaminated soils is favourable not just in addressing an emerging and widespread environmental contaminant, but also to value add to a material otherwise considered industrial waste. We demonstrated that the pyrolysed soil can be used for both SCM and FAR in cement pastes and mortars, and thus lead to the avoidance of the disposal of large quantities of materials in landfills.



In future studies, the impacts of the heat-treated soils in concrete mixes can be examined, and perhaps the combined SCM+FAR properties of the soils can be investigated by using the treated soils without any particle size separation (i.e., without sieving). The durability aspects of the concrete incorporating heat-treated soils require some attention as well. While not a focus of this study, further work should also address the pre-mixing of contaminated wastes to ensure a consistent mineralogy of the heat-treated soils for applications in pastes and mortars.



The authors consider that case studies like this should become “business as usual” for many remedial bids, particularly in areas where there are shortages of aggregates or where large construction projects unearth PFAS-contaminated soils.
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Figure 1. XRD patterns of concrete sand and calcined soil (<75 µm fraction). Abbreviations: Q-quartz, MK-metakaolin, F-feldspar, I-illite, C-calcium carbonate, Mi-mica. 
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Figure 2. XRD patterns of dry received and calcined soil (<75 µm fraction). Abbreviations: Q-quartz, MK-metakaolin, F-feldspar, I-illite, C-calcium carbonate, Mi-mica. Note that the baseline of the dry received soil is shifted by 1000 cps upward for clarity and that the original baseline of the dry received soil overlaps with that of the calcined soil. 
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Figure 3. FTIR spectrum of the reference concrete sand, the calcined soil and the dry received soil. Note there were no absorbance peaks identified within the 1300–4000 cm−1 range. 
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Figure 4. Particle size distribution curves of the concrete sand and heat-treated soil. 
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Figure 5. The measured slump values of freshly mixed mortars and the amount of superplasticiser used in the mixes (right three columns). 
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Figure 6. Relationship between fine aggregate replacement and amount of superplasticiser used. 
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Figure 7. Compressive strength of mortar samples without (a) and with (b) the use of superplasticiser. 
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Figure 8. Linear relationship between fine aggregate replacement percentage and loss in strength. 






Figure 8. Linear relationship between fine aggregate replacement percentage and loss in strength.



[image: Sustainability 12 04300 g008]







[image: Sustainability 12 04300 g009 550] 





Figure 9. Compressive strengths of paste samples hydrated for 28 days with various types of heat-treated soils. 
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Figure 10. Compressive strength of paste (a) and mortar (b) samples incorporating various amounts of heat-treated soils as SCMs. 
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Figure 11. FTIR spectrum of 28-day-old paste samples incorporating various amounts of heat-treated soils as SCMs. 
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Table 1. Composition of ordinary Portland cement.
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Clinker Constituents (%)

	
SiO2

	
Al2O3

	
Fe2O3

	
MgO

	
CaO

	
Na2O

	
TiO2

	
K2O

	
MnO

	
P2O3

	
SO3




	
19.9

	
4.7

	
3.38

	
1.3

	
63.9

	
0.17

	
0.25

	
0.45

	
0.08

	
0.06

	
2.5




	
Gypsum (%)

	
3.3




	
Loss on ignition

	
3




	
Bulk density (kg/m3)

	
~1400




	
Specific gravity

	
~3.0




	
pH

	
~12




	
Particle size

	
~90% less than 35 μm and ~30% less than 7 μm
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Table 2. Details of the mixes investigated in this study.
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Mix Designation

	
Binder (wt%)

	
w:b Ratio

	
SP (wt% of Binder)

	
Aggregate (wt%)

	
Aggregate:Binder




	
OPC

	
SCM

	
Concrete Sand

	
FAR






	
Mortars

	
Reference

	
100

	
0

	
0.45

	
0

	
100

	
0

	
1:2




	
15% FAR

	
100

	
0

	
0.45

	
0

	
85

	
15

	
1:2




	
30% FAR

	
100

	
0

	
0.45

	
0

	
70

	
30

	
1:2




	
60% FAR

	
100

	
0

	
0.45

	
0

	
40

	
60

	
1:2




	
100% FAR

	
100

	
0

	
0.45

	
0

	
0

	
100

	
1:2




	
30% FAR with SP

	
100

	
0

	
0.45

	
0.45

	
70

	
30

	
1:2




	
60% FAR with SP

	
100

	
0

	
0.45

	
1.00

	
40

	
60

	
1:2




	
100% FAR with SP

	
100

	
0

	
0.45

	
2.38

	
0

	
100

	
1:2




	
15% SCM

	
85

	
15

	
0.45

	
0

	
100

	
0

	
1:2




	
30% SCM

	
70

	
30

	
0.45

	
0

	
100

	
0

	
1:2




	
45% SCM

	
55

	
45

	
0.45

	
0

	
100

	
0

	
1:2




	
Pastes

	
Reference

	
100

	
0

	
0.45

	
0

	
0

	
0

	
-




	
15% SCM

	
85

	
15

	
0.45

	
0

	
0

	
0

	
-




	
30% SCM

	
70

	
30

	
0.45

	
0

	
0

	
0

	
-




	
45% SCM

	
55

	
45

	
0.45

	
0

	
0

	
0

	
-
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