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A waste-free complex technology for rice husk ash utilization is proposed in order to
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YTUNTN3ALUA 3051bl PUCOBOM LUEJNTYXU C NOJTYYEHUEM
BOCTPEBOBAHHbLIX CUITMKATHbIX MATEPUAIIOB

A.A. KetoB', M.MN. KpacHoBckux?, B.I'. Ocbpuxtep’, H. XKanr®

1I'Iep|v|c1<|/||7| HaUWOHanbHbIN NCCneaoBaTeNbCKUA MONMUTEXHUYECKUA YHUBEPCUTET,
MNepmb, Poccuiickaa ®enepaumns

2I'Iep|v|0|<|/||7| rocy4apCTBEHHbIN HaLMOHanbHbIN nccregoBaTensCkUn YHUBEPCUTET,
MNepmb, Poccuiickaa

3LlJaHb,zJ,yHCK|/||7| yHuBepcuTeT, LianHaHb, Kutan

O CTATbBE AHHOTALWMA
MonyyeHna: 12 pekabps 2023 PucoBas wwenyxa sBNsieTCa MHOrOTOHHaXXHbIM OTXOAOM BO BCEX CTpaHax, npous-
OpobpeHa: 22 ansaps 2024 BOOSLUMX PUC, M €e YyTUNM3auust 40 CUX MOp OCTaeTCsl HepelleHHoW npobnemoit. Mpu
MpuHsTa k nyGnukaumu: CKUraHUM PUCOBON LLEMNYXM MOXHO MOSyYNTb SHEPIUIO, HO B Ka4ecTBe OTxoAa obpasyeT-
05 cespansa 2024 CA 3HaYWTenbHOEe KONMMYEeCTBO 301bl, KOTopas npeactaBnseT cobol amMopdHbIN okcua
KPEeMHUS C pa3nnyHbIMU NPUMECAMU. VIMEHHO Hanuyne npumMeceit OCTaTOMHOrO yrnepoaa
Knroyesble crosa: M OKCMAOOB KarnbUMs U MarHus He no3sornsieT nepepabaTbiBaTb 307y PUCOBON LUENyXU B
30M1a PUCOBOW LUENYyXu, aMmopdHbIV YUCTBIN OKCUA KPEeMHUS ANs MonyyYeHWs BOCTPEOOBAHHbLIX CUMMKATHBLIX MPOAYKTOB.
OKCW[, KPEMHWS, XMAKOe CTEKNO, B ctaTbe npepnoxeHa v 3KCNepuMMeHTanbHO MOATBEPXKAEHA BO3MOXHOCTb OKUCIIEHUSI
rpaHynMpoBaHHOE NEHOCTEKIO. OCTaTOYHOrO YrrepoAa HuUTpaTamu ¢ NOCneayloLmnM pacTBOPEHUEM MOMYYEHHOrO Mpo-

[yKTa HaTpueBOW Lenoyblo npu atMmocgepHom AasneHun. OGocHoBaHa pasfenbHas
nepepaboTka NOMy4YEHHOro pacTBopa W ocafka C MoflyYeHWEM TOBApHOW MPOAYKUMK —
pacTBopa XWAKOro CTekna U rpaHynMpoBaHHOro neHoctekna. MpeanoxeHa 6e3oTxogHas
KOMMIEKCHas TEXHOMOIMSI YTUNMU3aLUMKU 30Mbl PUCOBOIA LUENYXU C MOMyYeHUEM LEHHbIX
TOBapPHbIX NPOAYKTOB.

Introduction

Rice husk is a large-tonnage waste left from rice production. It is not subject to humification
and therefore becomes a serious environmental pollutant. A distinctive feature of rice husk is its
high ash content due to the presence of silicon dioxide [1]. Burning of rice husk is the most per-
spective method of its utilization because it produces energy and ash which is possible to use for
goods manufacture. High quota of silica in ash allows to generate ahigher profit margin, value-
added product such as silica gel creating a profitable new industry [2]. The utilization of rice husks
is especially relevant for China, where of it are produced up to 4'10” tons annually [3]. During the
processing of this rice, about 37.8 million tons of rice husks are produced annually in China [4].

Rice husks are characterized by an abnormally high for plant waste ash content. Thus, ac-
cording to the authors [5], the ash content in various types is varied from 18.3 mass. % up to 28.6
mass. %. The main component of this ash is silica, the content of which reaches §9—96 mass. %.
The remaining proportion in the ash is made up of oxides of alkaline, alkaline earth metals, iron
and phosphorus. For example, according authors [6] in Nigeria the ash consists for 79-87 % wt.
of SiO, and such admixtures as 0.6-1.8 Al,O3; 0.6-2.2 Fe;Os; 0.7-1.6 CaO; 1.5-2.3 MgO;
1.9-2.4 K,0; 0.1-0.2 Na,O and 4.2-9.9 P,0:s. In the ash, some differences in composition can be
found depending on the place where rice grows. Thus, based on the above data, it can be con-
cluded that when burning rice husks in China, 6.9-10.8 million tons of rice husk ash can be ob-
tained annually, which mainly consists of amorphous silicon oxide.

It is very significant to compare the indicator of annual ash production with the extraction of
a mineral analogue, also predominantly consisting of amorphous silicon oxide — with diatomite.
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Thus, according to the authors, the annual production of diatomite in China is 0.42 million tons
[7]. Indeed, the content of amorphous silica in diatomites of various deposits is 63-90 mass. %
[8] and the rest part of the mineral consists of oxides such as Al,Os, Fe,Os, TiO,, Na,O, K,0,
CaO and MgO.

The diagram (Fig. 1) shows the average value content of amorphous silica and admixtures in
rice husk ash and diatomite. Obviously that chemical composition is similar for ash and for di-
atomite and so both materials are valuable as a source of amorphous silica. However, diatomite is
considered a valuable fossil raw material and mining companies incur high costs for its extrac-
tion, while rice husk ash is considered a useless waste. We propose to consider rice husk ash as a
valuable resource of contaminated amorphous silicon oxide, similar to diatomite, but rice husk
ash, in contrast with diatomite, is a renewable resource. Therefore, for developing of rice husk
ash processing it is necessary to focus not on destroying of the material, but on full using of all its
components and obtaining of demanded products.

Based on the chemical structure of both diatomite and rice husk ash, two ways of processing
of these feedstock materials can be proposed. The first case is to produce certain products from
the entire material without separating silica from impurities. So concrete manufacture is the most
typical solution for rice husk ash utilization [9, 10]. Sustainable geopolymer [11] and colored
glasses [12] as more expensive materials are also can be manufactured from rice husk ash. The
oxide impurities in the feedstock do not significantly affect the quality of the obtained products in
these examples.

Rice husk ash Diatomite

® Amorphous silica
1 Admixtures

Fig. 1. Average value content of amorphous silica and admixtures in rice husk ash and diatomite
Puc. 1. Cpennee 3HaueHue coqepskanusi aMophHOTO KpeMHe3eMa U IPUMECE B 3011e
pI/ICOBOI‘/‘I MeJIyXu 1 JTUaTOMUTE

In the second case, the main component must be cleaned from the impurities for further
processing and obtaining products with high added value. The main component of rice husk ash
1s amorphous silica and therefore the most obvious solution for rice husk ash processing can be
offered the production of liquid glass by dissolution in alkali. The dissolution of pure amor-
phous silica in an alkali solution for obtaining liquid glass at 100 °C and atmospheric pressure
is known [13]. However, the presence of a significant amount of impurities in rice husks ash
makes impossible the direct synthesis of liquid glass. The presence of such admixtures as car-
bon and inorganic compounds makes it difficult to produce pure products with high surplus
value from rice husk ash.

From various silicate materials, liquid sodium glass is one of the most popular products and
it has a high added. Despite the high content of silicon oxide in ash it is rarely used to produce
liquid glass. Rice husk ash is possible to use for liquid glass production by interaction with so-
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dium hydroxide solution but such product polluted with carbon and inorganic ions. So, the con-
sumption of such liquid glass is limited with constructions needs namely for geopolymer manu-
facture [14, 15]. It is possible to remove iron ions impurities by preliminary treating ash with ac-
ids [16], but this method is very expensive. Nevertheless, liquid glass is one of the most impor-
tant products of the silicate industry and is widely used for the manufacture of heat-resistant and
acid-resistant materials, paint coatings, as protective and decorative coatings, for corrosion pro-
tection and many other fields of industry [17]. Therefore, in order to obtain pure liquid glass, it is
necessary to clean the rice husk ash from carbon and oxides, primarily from Al,Os, Fe,Os, CaO,
MgO and P,0s. So, the aim of this article was not only to receive pure liquid glass from rice husk
ash but also to concentrate these admixtures in commercial product in order to propose the tech-
nologically effective solution of wasteless utilization of rice husk ash.

Materials and Methods

Rice husk produced in the Krasnodar region of Russia were used. Pyrolysis of the rice husk
was performedwith a STA 449 F1 device for the synchronous thermal analysis (Netzsch, Selb,
Germany), allowing thethermal analysis of a sample to be performed with simultaneous recording
of its thermal gravimetricand calorimetric characteristics. The gaseous products were analyzed
with a QMS 303 CF Aeolos massspectrometer (Netzsch, Selb, Germany). The results were proc-
essed using the appropriate software.

A scanning electron microscope Hitachi S 3400N (Japan) was used.

For the synthesis of liquid glass with silicate module 3.0, rice husk ash was poured with
an estimated amount of sodium alkali and placed in a thermostat at 90°C for a day with stir-
ring. The amount of sodium contained in the nitrate was additionally considered in the case of
carbon oxidation of ash with sodium nitrate. The product obtained as a result of ash oxidation
after dissolution in alkali was defended for a day at 90°C and the precipitate with the lower
half of the solution was separated from the upper transparent solution. Both parts of the re-
sulting solution were dried separately at 90°C until a solid vitreous materials were formed for
further analysis.

Results and discussions
Initial rice husk ash

The initial rice husk was used in energy generator and the resulted ash is shown at the Fig. 2,
as an optical photo and at the SEM photo at Fig. 3.

Obviously that carbon presents as in particles of ash as in the free state. Thermogravimetric
analysis in air of this sample gives the curves of mass and ion current m/z = 44 (carbon dioxide)
shown at Fig. 4.

Up to a temperature of 360 °C, a loss of 1.42 mass. % occurs, that may be due to the desorp-
tion of water and adsorbed volatile organic compounds. The intensive oxidation of carbon starts
at 360°C, speed of oxidation is the highest at 533 °C and it finished approximately at 650°C. The
sample contains about 4.01 mass. % of carbon. Therefore, the first task on the way to obtaining
pure liquid glass is the task of removing carbon. The most obvious way for carbon removing is its
oxidation at heat treatment in the presence of oxidants.

94



Kemos A.A., Kpacnoeckux M.I1., O¢gppuxmep B.I'., Kane H. /
Construction and Geotechnics, m. 15, Ne 1 (2024), 91-101

Fig. 2. Optical photo of initial rice husk ash Fig. 3. SEM photo of initial rice husk ash
Puc. 2. Ontuueckas Gpotorpadus HCXoIHON Puc. 3. COM d¢otorpadus ucxonHoi
30JIbI PUCOBOH LIETYXH 30JIbI PUCOBOH LIETYXH
TG, % Ion Current - 107'°, A

Mass Change: -1.42 % 25
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99 Fig. 4. Thermogravimetric analysis of rice husk ash
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There are no clear peaks in the diffractogram of the rice husk ash. The perturbation identified
in the diffractogram of the sample is characteristic for X-ray amorphous silica.

Oxidation of carbon in rice husk ash

Oxidation of residual carbon in the rice husk ash is difficult due to the need for high tem-
peratures and the difficulties of mass transfer of the air stream inside the ash layer. Therefore, it
has been proposed to oxidize carbon of ash with salts what is known for wastes oxidation [18].
Sodium salts with oxidizing potential can additionally form sodium silicate after thermal treat-
ment, which is a valuable product and the basis for the further production of liquid glass. For ex-
ample, sodium silicate is known to be produced by the interaction of sodium carbonate or sodium
hydroxide with natural crystalline sand [19].

The sodium hydroxide, carbonate and nitrate were used for oxidation of carbon in rice husk
ash and the corresponding curves of obtained ion currents of carbon dioxide are shown at Fig. 5.

The temperature of the maximum rate of carbon oxidation appeared 458, 453 and 483 °C corre-
spondently for sodium hydroxide, sodium carbonate and sodium nitrate. These temperatures are about
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80 degrees lower than the temperatures of carbon oxidation by oxygen in the air. An additional argu-
ment in favor of using nitrates to remove carbon from the ash is the absence of the need for external
diffusion of oxygen in the air and the associated possibility of entrainment of small ash particles by
the exhaust gas. Moreover, these oxidants also form sodium silicates during heat treatment.

TIon Current - 107", A
9.0

Poak: 458 T

Fig. 5. Mass spectrum curves of carbon dioxide
m/z = 44 for 10 mass. % of sodium hydroxide (1),
sodium carbonate (2) and sodium nitrate (3) with

rice husk ash
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7.0
6.0

5.0
Puc. 5. Kpussie Macc-ciekTpa IMOKCHIA yraepoaa

m/z =44 nna 10 macc. % ruapoxcuna Hatpus (1),
kapOonara HaTpus (2) u HuTpaTta Hatpus (3)
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For example, the diffractogram of the product of the interaction of rice husk ash with sodium
nitrate is shown in the Figure 6. The peaks corresponding to cristobalite, tridymite and sodium
silicate Na,S1,0s are marked.
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Fig. 6. X-ray diffractogram of the product of the interaction of rice husk ash with sodium nitrate
Puc. 6. PentrenoBckas audpakrorpaMMa npoyKTa B3auMOICHCTBHUS 307161 PUCOBOM IICTYyXU
C HUTPATOM HATPHUs

The products received from rice husk ash and other two oxidants look similar and have the
same crystal phases. The resulted products have the light color and are soluble in hot slight alkali
solution at heat treatment at 90 °C.

Precipitation of admixtures

As a result of the dissolution of the product after the oxidation of ash in sodium alkali under mix-
ing at 90 °C during four hours, a solution of liquid glass with a silicate module 3.0 was obtained. A
loose sediment falls to the bottom during settling. It can be assumed that the precipitate consists of
insoluble magnesium and calcium silicates and partially of crystalline forms of silicon oxide.
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To confirm this assumption the solution of liquid glass and sediment formed at the bottom of
the liquid glass solution were separated and dried. The results of X-ray fluorescence analysis of
the initial ash after oxidation of carbon by ammonia nitrate, as well as the dried solution and
sediment are shown in Table.

Atomic concentration of elements in initial ash and in resulted products after interaction
with sodium alkali

ATOMHaSI KOHIICHTpaIII/ISI 3JICMCHTOB B I/ICXOIIHOf/i 30JIC U B HOJIy‘IeHHI)IX HpO)lyKTaX I10CJIC
B3aWMO/JICUCTBUSI C HATPUEBOM IIETOYBIO

Element Concentration, at. %
initial rice husk ash solution sediment
Silicon 28.57 22.83 18.75
Potassium 0.57 0.82 0.36
Magnesium 0.81 0.00 1.12
Sodium 1.00 9.43 10.08
Calcium 0.37 0.00 1.72
Oxygen 68.68 66.92 67.97
Total 100 100 100

It is obvious that the alkali treatment makes it possible to obtain a solution of sodium silicate
in which calcium and magnesium silicates are precipitated. Magnesium and calcium silicates
have variable compositions and do not crystallize well, but are nevertheless practically insoluble
and form precipitates [20]. Cristobalite and tridymite founded in the silicate after removal of car-
bon by oxidation are also weakly soluble in alkaline solution in contrast to amorphous silica [21].
Therefore, alkaline treatment can separate amorphous silica in the form of soluble glass from in-
soluble impurities such as magnesium and calcium silicates and crystalline forms of silica.

Sodium silicate solution or liquid glass is a marketable product but the precipitate with a part
of solution is also possible to transform in such useful material as granulated foamed glass [22].

Heat treatment of a dried solution with a precipitate at 750°C leads to the formation of a
granular cellular material, the photo of which is shown in the Fig. 7.

i

.‘h

120215 10.0kv 10.7nm xa7EsEaRe

Fig. 7. Granules of foamed glass obtained from precipitate and liquid glass (a);
inner structure of foamed granule (b)
Puc. 7. I'panynsl BCIEHEHHOTO CTEKJIA, MOJYUYECHHBIE U3 0CaKa U )KUIKOTO CTeKIa (a);
BHYTPEHHSA CTPYKTYpa BCIICHEHHOU rpanyisl (b)
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Granulated foamed glass is a well-known and popular product at the market of on the con-
struction materials [23—-25]. So, the calcium and magnesium oxide admixtures to the rice husk
ash may be not the waste but the base for manufacture of such marketable product as granulated
foamed glass.

Conclusions

Utilization of rice husk ash for manufacturing of products with high surplus value is difficult
due to the presence of two main types of impurities in the ash — calcium and magnesium oxides
and carbon. The separation of these impurities inevitably needs in high operating costs. But an-
other solution is also possible in which carbon is removed by oxidation, and magnesium and cal-
cium oxides are separated not in the waste format, but in the form of a valuable product as granu-
lated foamed glass. A waste-free complex technology for rice husk ash utilization is proposed in
order to obtain valuable market products — liquid glass and granulated foamed glass.
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Scientific and Educational Center “Rational Subsoil Use”, 2023.
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