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PREFACE

This volume contains papers of the XXI International Waste Recycling Conference.

This conference series is being organised by academic and research institutions of Visegrad 4
countries:
¢ Institute of Raw Material Preparation and Environmental Processing, University of Miskolc,
Hungary;
¢ Institute of Geotechnics, Slovak Academy of Sciences, Kosice, Slovakia,;
e Institute of Environmental Engineering, VSB-Technical University, Ostrava, Czech
Republic;
e AGH-University of Science and Technology, Cracow, Poland,;
e Cracow University of Technology, Cracow, Poland.

The V4 WR21 Internationl Conference (22—-23 November, 2018, University of Miskolc,
Hungary) was organised in cooperation with the
e Mining Scientific Committee, Hungarian Academy of Sciences,
e Sub-committee on Mining, Earth- and Environmental Sciences, Sub-Commission on Pre-
paration, Environmental Processing ,
¢ Mining and Energy and Association of Environmental Enterprises as well as
¢ ,Sustainable Raw Material Management Thematic Network-RING 20177, EFOP-3.6.2-
16-2017-00010 PROJECT.

The papers presented covers all the topics of waste recycling science, technology and innovation:
¢ Recycling and utilisation of industrial wastes (metallurgical, power-engineering, mecha-

nical engineering, chemical industrial, WEEE, end-of-life vehicles, plastics, demolishing

waste, mining waste and tailings etc.);

Treatment and recycling of municipal solid waste and biowaste;

Recycling of critical raw materials from secondary sources;

Decontamination and remediation of contaminated areas;

Waste water treatment and air quality control,

Business activities in waste recycling;

Legislation issues of recycling and waste utilization.

The valuable contribution of all the authors, as well as organisers is highly appreciated.

Miskolc, November, 2018.
Dr. Ljudmilla Bokanyi
editor
chair of the conference
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SMART URBAN RE-USE FLAGSHIP ALLIANCES IN CENTRAL EUROPE

PETER CHRABAK*-ERNO GARAMVOLGY1?

1Senior Researcher, Bay Zoltan Nonprofit Ltd. for Applied Research, peter.chrabak@bayzoltan.hu
2 Senior Researcher, Bay Zoltan Nonprofit Ltd. for Applied Research, erno.garamvolgyi@bayzoltan.hu

Abstract

Waste is an extremely relevant issue in urban areas. It can cause social conflicts in housing areas
as waste collection schemes in public spaces is visible for citizens and has an impact on the living
quality of urban spaces. Reuse is a highly relevant approach to tackle the challenges of Waste
Prevention in urban areas and to implement sustainable production and consumption patterns in
practice.

The INTERREG SURFACE project’s main objective is to improve environmental manage-
ment and quality of life of urban areas through the establishment of Multi-Stakeholder based
Smart Re-Use parks (SRP) as a possible solution for increasing sustainability in selected pilot
urban areas represented by project consortium partners. The change consists in the availability of
a harmonized and evidence based decision making setting in the field of waste prevention and
reuse in Central European area where: 1) reuse and waste prevention options become integrated
options of environmental management strategies & action plans, 2) urban decision makers can
share decisions, 3) multi-stakeholder cooperation schemes and Smart Re-Use Parks Action Plans
can be shared and used; 4) tested and validated pilots can be studied and 5) an increased set of
immediately usable instruments be adopted through twinning training schemes as showcases for
further implementing the project results on other European urban locations as best practices.

Keywords: Re-use, Smart re-use parks, Waste prevention, Functional Urban Area, Environ-
mental sustainability.

1. INTRODUCTION

Large volumes of waste and waste water, poor air and water quality, high levels of ambient noise,
lack of integrated environmental management nowadays are relevant issues in modern urban living
areas. Reuse, as the second priority step in the EU waste hierarchy is a highly relevant approach to
tackle them. Despite recent improvements at transnational level there is still a highly fragmented
decision making landscape in this field.


mailto:peter.chrabak@bayzoltan.hu
mailto:erno.garamvolgyi@bayzoltan.hu

10 Peter Chrabdak—Erné Garamvélgyi

2. THE SURFACE PROJECT

The INTERREG SURFACE project (2017-2020) focuses on jointly creating the knowledge foun-
dations of re-use related approach and demonstrate the potential of integrated reuse activities for
urban resource efficiency and waste prevention strategies. SURFACE project plan to contribute for
a more sustainable lifestyle by “mainstreaming” re-use as an alternative way of fulfilling customer
needs. In this broad context re-use not only refers to waste management legislation but also has
interfaces to a number of strategies, policies and concepts in the area of sustainable development
(e.g. Europe 2020 Strategy, Circular Economy Strategy, Sustainable consumption and production
and Sustainable Industrial Policy Action Plan, European Strategy on Sustainable Development).

The core project aim is to support the European Circular Economy Strategy by prolonging the

product life time through re-use and subsequently saving resources and improving energy effi-
ciency. The project concept is substantially based on the three dimensions of sustainable devel-
opment:

o Ecological sustainability — Improving resource efficiency by reducing wastes and emissions
by extending the lifetime of products.

o Social sustainability — The primary goals are the change of public behaviour towards a sus-
tainable life style. Additionally creation of “green jobs” for low qualified / long-time unem-
ployed people as well as providing good quality products for people with low income are also
promoted.

e Economic sustainability — Strengthening regional economies by stimulating co-operations
between different actors and development of new business fields and models (especially for
social enterprises, SMEs and service providers) and supporting the sharing economy.

The demonstration of the potential of integrated re-use activities for urban resource efficiency and
waste prevention strategies, as well as preparing the ground for the Pilot actions are supposed to
illustrate re-use as a key driver for sustainable and environmentally conscious consumption.

More specifically the project SURFACE targets to improve the environmental management and
quality of life in urban areas through the establishment of Multi-Stakeholder based “Smart Re-Use
parks” as a possible solution for increasing sustainability in selected pilot urban areas delegated and
represented by project partners, especially:

o fostering the exchange of know-how between countries and regions to be as efficient as pos-

sible with available resources.

¢ building up modular solutions for re-use centres and networks to fulfil the needs of all CE

countries by easy adaption.

e promoting the setting up of a customised SRP considering the local/regional waste prevention

plans and vice versa.

o defining a list of requirements on a basic and on an advanced level of an SRP development

in order to adopt the concerned best practices.

e implementing pilots for testing the SRP concept in several CE countries.

With the successful implementation the re-use and waste prevention options may become integrated
part of environmental management strategies and action plans, or local/regional waste prevention
plans — in line with the Circular Economy strategy of the EU and multi-stakeholder cooperation
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schemes and Smart Re-Use Parks action plans can be shared and used for supporting urban decision
makers.

The project consortium consists of several partners from CE region countries as Austria, Croatia,
Slovenia, Poland, Czech Republic, Hungary and Germany, Italy (with certain regions). The Hun-
garian partner is the Bay Zoltan Research Institute.

3. WHAT IS A “SMART RE-USE PARK”?

Ideally a “Smart Re-Use Park” (SRP) is a flexible and modular combinations of re-use oriented
services — located in visible and liveable urban areas — organically embedded into urban waste pre-
vention strategies. Depending on each urban context the modular structure of SRPs is guided by
urban strategies and plans which define the combination of services best responding to urban waste
prevention goals for instance: reuse-collection points and shops, repair cafes, repair and upcycling
workshops, rental services, swapping platforms, educational labs, Fab Labs', online reuse market-
places, exhibitions for different target groups (schools, environmental initiatives, general public,
etc.). For the straightforward development of an SRP the next essential dimensions should be clearly
addressed:

o Geographical area
Concerned (local) stakeholders, cooperation
Organisation structure of an SRP
Available and additionally required infrastructure
Implemented functions and services within an SRP.

4. SMART RE-USE PARK ACTIONS

Figure 1
The premise for awareness raising re-use centre of of the FKF Nonprofit Zrt. in Budapest

1 Afab lab (fabrication laboratory) is a small-scale workshop offering open access to (personal) digital fabrication.
So a FabLab is a digital workshop which can be used by the public to create transform creative ideas into tangible
prototypes. A FabLab comprises digitally controlled machines like a lasercutter, CNC-router, a 3D printer, a vinyl
cutter and electronics with the aim to make “almost anything”. — source: http://fablab.nl/wat-is-fablab/?lang=en
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The core concept of the SURFACE project is the formation of SRPs in five pilot regions (IT, AT, DE,
PL, HU) and preparing the implementation in the other four regions (IT, CZ, SI, HR). The SRP will
be a place where products, goods and materials will be given a new chance to get back into the product
cycle instead of ending up as waste or as recycled material with a lower value. The SRP is not solely
a place where goods get reused or upcycled, it also provides a space where people encounter each
other and have the opportunity for exchange and knowledge transfer in the area of Re-Use. Courses
and workshops can give leverage to reach new horizons in environment conservation. Figure 1 shows
one of the two premises of the FKF Nonprofit Zrt., as the assigned pilot for the implementation of
SURFACE aims in cooperation with Bay Zoltan Research Institute.

As a first step a comprehensive survey had been made for project partners and their feedbacks
were evaluated to unfold the initial phase of each participated pilot urban area, including the statis-
tical data and actual waste management situation. The fact sheet of the pilot areas are presented in
Table 1 capturing the situation of 2017.

Table 1
Fact sheet on participated pilot areas
GEOGRAPHICAL AREA
COUNTRY LOCATION TYPE OF AREA (km?) POPULATION
Austria Schwaz, Innsbruck Service area of the pilot 3 938.00 389 126
Land and Innsbruck host company
Stadt
Croatia Labin Service area of the pilot 390.92 22 590
host company
Czech republic = Stonavka and Brno Service area of the pilot 314.87 386 594
host company
Germany Lindau and Kempten Service area of the pilot 297 700 1900
host company
Hungary Budapest Service area of the pilot 525 1 860 000
host company
Italy Vicenza Province 2722 867 314
Italy Rimini Province 863.6 336 898
Poland Torun Municipality 115.57 193 000
Slovenia Ljubljana City 163.8 270 000

5. WASTE MANAGEMENT SITUATION IN THE PILOT AREAS

At the local level waste management practice is rather similar in all concerned areas due to similar
legislative environment: The responsibility of waste management is mostly given to the municipal-
ities or group of them and therefore the municipal solid waste collection is a public service. Accord-
ing to the conducted surveys, there are two possible options for bulky waste collection: in some of
these areas citizens are entitled to the free removal of bulky waste once per year free of charge. In
this case bulky waste should be placed at the designated location on the day agreed for bulky waste
collection or one day before. If citizens have already used this service, they can either take their
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bulky waste to the collection centre by themselves or they can order collection for payment. In other
areas there is only an option for citizens to bring the bulky waste to the collection points for high
volume waste by themselves or to give their re-usable goods to the re-use centres.

In SURFACE participated countries a general trend in quantity of waste is observed: it is notice-
able that the amount of collected waste is rising while the percentage of disposed waste is signifi-
cantly lower comparing to previous years.

6. DECISION MATRIX

Towards to achieve the project goals, important deliverable of the project has been developed: the
Decision Matrix (DM) is assigned to scatter the built-up knowledge and know-how for a wider
implementation of SRP concepts throughout in and outside the Central European territory. The DM
is supposed to provide guidance about selection criteria to be adopted in other locations throughout
Europe in order to implement the available practices via the project results. The DM is substantially
based on the experiments of project partners to unfold and share their opinion and expertise, which
are important for a common thinking.

In favour of the reason above, a survey was developed in cooperation with project partners for
the widest consensus on guiding principles of an SRP. The survey comprises 8 categorized ques-
tions with predefined answers with marking from 1-5 at discrete steps of 1. The concerned cate-
gories are:

1. Legislation
Private business
State subsidy
Socio-economy aspects
Public awareness
Smart Re-Use Park implementation potential
Demand on second-hand items
Supply on second-hand items

N~ WN

The eight questions were then followed by three additional questions on implementation, where the
answers here were also predefined by “Yes” or “No” options. For every question a free text cell was
offered for making remarks and amendments.

In fact the predefined answers may have inhere certain limitations on making the most precise
answers, however for an easier comparison and common understanding the answers from different
partners it was considered to be the most proper option.

All questions had got a hint aiming common perception, as well as short description on all op-
tional answers (grades). Every project partner having pilot activity was asked to apply the questions
specifically to their pilot area and fill in accordingly. Their inherently subjective answers were pre-
sented automatically in an excel spider web diagram for an easier review and comparison. So, over-
all we had 9 complete surveys at the end (examples are shown on Figure 1 and Figure 2).

The individual partner surveys were composed into one common table summarising the status-
quo situation on each area assigned within SURFACE project. It presents as a comprehensive
summary of the survey with the questions with their answering options and all the answers and
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intends to serve as the Decision Matrix (DM). The DM is aimed to contribute for a swift bench-
marking of the current situations in SURFACE pilots from different aspects of re-use, i.e. legis-
lation, economic conditions, public attitude. It can also transfer information for new associated
partners, or stakeholders having interest to implement and/or operate SRPs, or solely a variety of
single re-use activities.

A. LEEGISLATION

H. SUPPLY ON
SECOND-HAND ITEMS™

B. PRIVATE
BUSINESS

G. DEMAND ON

SECOND-HAND ITEMS C. STATE SUBSIDY

F. SRP D. SOCIO-ECONOMY
IMPLEMENTATION... ASPECTS
E. PUBLIC
AWARENESS
Figure 2

Austrian status-quo on Smart Re-Use Park implementation

Austria has got the most developed SRP infrastructure among the project partners. In this pilot area
the strongest dimension concerning re-use is its socio-economy aspect: there are one or more social
programmes linking directly to re-use. It is in close relation with a definitely positive public aware-
ness and the dominant presence of private for-profit and non-for-profit businesses as well in the
field of re-use. These positive givens leads to a relevant potential to the development of SRP in the
region. This intention is also promoted by the already existing re-use related initiatives in the region,
i.e.: repair and upcycling workshops, repair cafés, swapping platforms, rental services, fab labs,
Library of Things?, guided city tours with the focus on Re-Use. There are 62 recycling facilities in
the region where re-usable items can be collected. The operators of an SRP are not restricted on
legal status, so it can be hosted even by NGO, civil association and private company as well.

The willingness of citizens to transfer their obsolete items to re-use facilities is generally positive,
but as long as there is a (well-known) company which makes profit out of the sale of re-use items
the willingness may decline. So, the public is mainly motivated by environmental aspect to donate
their obsolete items.

Concerning the demand on second-hand items, in the Austrian pilot region there is a strong striv-
ing for people beyond the green movement community to buy them. Although in the other districts
of Tyrol, especially in the touristic areas the interest deteriorates drastically.

2 Library of Things is an identical implementation of book library on any other items that can be found in a household,
i.e. tools, sport equipment, toys, household appliances. The Library of Things movement is a growing trend in
public int he United States and Western Europe.
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The main drawback of the Austrian re-use system is the insufficient financial support, moreover the
legislative background is also mentioned as a non-supportive factor.

As opposed Hungary has moderate tradition and public environmental consciousness as it is
showed by Figure 2.

A. LEGISLATION
5

H. SUPPLY ON SECOND- 4

HAND ITEMS B. PRIVATE BUSINESS

G. DEMAND ON SECOND-

HAND ITEMS C. STATE SUBSIDY

F. SRP IMPLEMENTATION
POTENTIAL

D. SOCIO-ECONOMY
ASPECTS

E. PUBLIC AWARENESS

Figure 3
Hungarian status-quo on Smart Re-Use Park implementation

The Hungarian pilot area can be positioned in a fully average status from every aspect and can
make a step forward in each category. The two most promising givens are the generally positive
perceptions of the public on re-use issues and the dominantly positive acceptance of using second-
hand products.

Nevertheless the two identified most relevant drawbacks refers to the engagement of state
aiming to support: nor direct financial subsidy, nor direct social programmes exist supporting re-
use initiatives.

Some elements as building blocks for an SRP already exist in the pilot region, i.e. rental ser-
vice, online re-use marketplace, exhibition for different target groups. From venture aspects there
is no restriction on the type of legal body to implement or to run an SRP.

7. OVERALL CONCLUSIONS ON DM RESULTS

The overall impression gained by the evaluation of the individual surveys above accurately reflects
the re-use situations in the concerned areas. The overall consequences on each analysed dimensions
are introduced in this chapter.

Legislation
From legislative aspects the German pilot area is in the most favourable position: its legislative

measures exceed the mandatory provisions proactively. ltalian region Emilia Romagna and Austrian
Mid-Tyrol can be assumed to have a supportive legislation on re-use.
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On the other end of the scale, the Croatian and Bohemian areas reported a rather passive and
insufficient legislative system from re-use dimensions. The other locations are positioned them-
selves being in a neutral legal status, where the related obligations (derived from EU and national
level) are fulfilled, however re-use is poorly addressed in the national and regional legislations.

Private business in re-use field

The presence of private actors in re-use field is mainly dominant in Austrian, Italian, Croatian and
Slovenian regions. In Austria the private sector also involves private non-profit organisations. Most
of the respondents claimed that the private share in re-use business is considerable, but still minor.
In the Polish area the sector is mainly dominant by governmental organisations.

State subsidy
According to the reported answers of the surveys the most depressed aspect in re-use field is

the deficient state subsidy. In most of the pilot areas there are some not significant financial
supports; even they do not address re-use directly, even in the well exemplary region like Austria
and Germany.

Socio-economy aspects

This analysed dimension shows the biggest deviation of answers: Austria and Italy can be consid-
ered having the most developed region, which are being reflected by the answers. Austria and Italy
(Vicenza) reported that there are more social programmes linked directly to re-use, and also in Ger-
man region there are more social programmes, but with indirect relation to re-use. In other pilot
areas there are no social programmes at all, or if there are any, they indirectly linked to general
waste management, but not re-use.

Public awareness

The public awareness on preparing for re-use activities is generally positive, but in Italian Emilia
Romagna region it is assumed to be neutral, but not negative at all. In Austria and in Vicenza this
awareness manifests in practice due to the existing re-use related shops having intensive visits by
costumers and for a generally good reputation of re-use. In Croatian region the awareness is also
very positive, however it is lacking of re-use shops.

SRP implementation potential

The givens in project SRPs are considered to be the most developed in Austria, Germany, Italy
(Emilia Romagna, Vicenza) and Slovenia. It means that in these regions there are already relevant
activities that can be easily integrated within an SRP. In these FUAs there are several specific re-
use related activities are present i.e. repair and upcycling workshops, rental services, swapping plat-
forms, fab labs.

Despite the very positive situation in Austria, they identified development potential in the region.
According to their opinion the scientific approach and a more conscious public awareness is missing
currently, which can promote far beyond the situation.

The Croatian pilot area starts from a very basic level, where there is only one textile sorting
facility with a shop represents the re-use activity.
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In the other areas, there are few SRP related activities are present. Hungarian partner reported
that there are ongoing re-use related activities, however their integration into an SRP raises financial
and legislative questions. From starting SRP as a business (implementation, operation) generally
there is no restriction on the legal status of its host (NGO, civil association, private etc).

Demand and supply on second-hand items

The assessment of demand on second-hand items is the most ambiguous among the concerned areas:
Austrian, German, Hungarian, and especially Polish partners reported that using and buying second-
hand items are generally approved by the public. On the contrary Croatian, Italian (Emilia Romagna,
Vicenza) and Slovenian partners shared that there is a massive negative opinion on using second-
hand items. In Bohemian region there is ineligible experiment.

The feedbacks on supply of second-hand items reflect quite consistent situations in the concerned
pilot areas. They generally assess that the public in the areas generally are conscious on the envi-
ronmental gains of re-use, but as a common experience, they hardly turn it into practice, which
means they do not make efforts to deliver their obsolete products to a re-use friendly option, i.e.
collection centres, online marketing, etc.

8. IDENTIFICATION OF POTENTIAL STAKEHOLDERS

The recognition of concerned stakeholders in relation with urban waste prevention plan is organi-
cally linked to further, but practical steps of SURFACE project: the developed SRPs in dedicated
areas highly require common thinking and interaction between project partners and external stake-
holders from the beginning of the project implementation. For this aim, two main elements have to
be integrated: on one hand the list of potential stakeholders having influence on the SRP develop-
ment and on the other hand, a moderated platform for them to interact for changing information
(Multi-Stakeholder Forum, MSF). Both actions are developed within the project.

The core concept of MSF is that each pilot area in the project should have its own group of
interested actors (i.e. waste management companies, municipalities, policy makers) having direct
relations on re-use activities in the concerned area. We can also call them as regional multi-stake-
holder fora. However, in accordance with the practical implementation of re-use intentions on a
higher (strategic) dimension, the long-term sustainability and boosting effect of project activities
can be ensured by the involvement of actors having direct or indirect influence on regional (national)
and/or local (urban) waste prevention plans. The waste prevention plans are strategic documents on
an integrated approach of sustainable development of responsible waste management in the area
bringing the national and European efforts closer to the local practice and also in consideration of
urban givens.

The aim of the MSF is two-fold: it brings together all actors having role in waste management,
especially in re-use and the stakeholders from strategic planning and legislation via regulations and
plans. The MSF also serves as a conveyor for actors from level of implementation (actors having
role on SRP development) with colligating their needs and expectations. Finally, a multilateral in-
teraction of national and international stakeholders can lead to a cost and time effective cooperation
with practical outcomes possessing the widest basement of their consensus.

For the sake of these aims, the first step would be to ask the project partners to think which
stakeholders can be interested and which of them should and wants to participate in the regional
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MSF. Here the focus is on urban Waste Prevention Plans, where all contacted partners should have
preferably direct, but at least indirect interest on the development of regional/national Waste Pre-
vention Plans. That is why partners with (potent) influence on Waste Prevention Plan (policy mak-
ing) should have priority. This task is now ongoing in the project and supposed to have the result as
list of stakeholders having relation on SRP development in each project area. Stakeholders from
national dimension are not excluded from the list, however they should have influence on strategic
planning related to re-use intentions. Finally, the MSF could be a communication platform for these
actors, where they can keep contact and can discuss the topic in more details.

9. POTENTIALS AND VISIONS IN FUAS

In every pilot areas from all participating countries, there is at least one re-use joint activity which
is already established and great potential for launching new initiatives. Short overview of the poten-
tials in the field of repair and re-use in concerned areas, based on the findings from separate ques-
tionnaires for each project partner, can be seen in Table 2.

Table 2
Potentials in the field of repair and reuse in concerned FUAs

+ + + + + +

O+

S A S = o = SR A = o
+ -)* + + + + + + +
+ (@ + + N/A + + + +
©)* O* + + -)* + + + +
L o S S S = o =
+ + + + + + + + +
- - )= + + + + + +

(—)*: don’t exist currently but are considered as a short or long term goal

(+)*: Austria —Library of things;

Czech Republic — Mini library;

Italy (Vicenza) — proposals of tourism dedicated to visiting areas dedicated to re-use, creation of local net-
work of subjects engaged in re-use
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Prevention of waste and preparing for re-use must have priority in waste management according to
the waste hierarchy defined in the European Waste Framework Directive. Considering the different
level of re-use related development in countries, dimensions should be determined on different level
in order to make a distinction between the level of development, especially considering the organi-
sational structure, the infrastructure and the offered services of an SRP.

Therefore the necessity and advantage of SRP establishment are evident among all countries and
urban areas participating in the project. An SRP may include all three pillars of sustainability (men-
tioned above) by offering an opportunity for stakeholders to interact with each other. Main idea
behind the implemented SRP has several key points:

¢ It must have social, economic and environmental impact;

¢ |t should be designed as centre for a separate collection of reusable goods on the spot or/and

via external collections which would contribute to waste reduction, resource savings and cir-
cular economy;

¢ Itshould offer high range of preparation for re-use and re-use activities for different materials

- such as repairing, restoring, redesigning, renovation, refurbishment, workshops and educa-
tion and other activities to raise awareness;

¢ It may offer basic vocational education and employment for socially excluded and vulnerable

groups of population; re-use and repair activities hold a big potential for creating jobs for
people with different level of skills.

¢ |t should be entertaining for children, youth and adults as well;

o It must be open and accessible for citizens.

10. CONCLUSIONS AND NEXT STEPS

The project is still ongoing until the middle of 2020.The following tasks will make strong efforts
to develop methodology tools in order to fertilize the SRP concept on other urban locations
throughout Europe.

The tasks will include the development of a tool, named Cooperation Matrix aiming to sup-
port the selection process of the most appropriate relationships to be established between public
authorities (responsible for waste prevention and management), private companies (offering ser-
vices for waste management), social enterprises (providing workplaces for disadvantaged people
at local level) for implementing and managing an SRP.

Additionally the SRPs Activation Toolbox will be developed. It is a decision support tool
based on SURFACE evidences which will allow urban managers to establish if, when and how
to implement SRPs as part of their waste prevention strategies.

The project will also eventuate in a “Smart Re-Use Twinning Scheme” for supporting a joint
field training process which will allow transfer and implementation of SRP based systems in other
locations outside the partnership.
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Abstract

The development of high power and high energy lithium-ion-batteries in mobile applications lead worldwide
to a steady growing amount of electric vehicles during the last years. When these batteries reach their end of
life, an efficient recycling is required by European law 2006/66/EG in order to ensure environmental
protection and sustainability as well as to close the material cycle. State of the art recycling is based on
pyrometallurgical and hydrometallurgical processes focusing on the recovery of high valuable and stratetic
important components like copper, cobalt and nickel. Unfortunately, organic components are burned and
metalls like lithium and aluminium are lost in the slag. A combination of this state of the art with mechnical
process technologies like comminution, screening and sorting, recycling efficieny can be increased.

The presentation focuses on the different preparation, pretreatment and processing steps within the
recycling chain for Lithium-lon-batteries in order to provide a safe and effective process. Batteries are
collected and pre-sorted to separate them by type, size and cathode material avoiding any cross-
contamination for subsequent process steps. After preparation, batteries are disassembled to needed depth
of dismantling of further handling in respect to maxium size or volume of waste. Deactivation aims to
remove residual chemically stored energy. Moreover, toxic and flammable electrolyte components are
decomposed guaranteeing work and facility safety. Processing steps are depending on target output
materials and requirements of metallurgical treatment. Methods and technologies from mechanical,
chemical and thermal are used to generate first recycling products and provide concentrates for
pyrometallurgical and hydrometallurgical refining. As a result, the proposed procedure allows to classify
all available technologies for recycling lithium-ion batteries. As an examples, chosen research and
industrial approaches will be shown.

Keywords: Lithium-lon-batteries, recycling, mechanical processing, deformation, flow sorting

1. INTRODUCTION

Since the beginning of the 1990s, rechargeable lithium ion batteries (LIBs) have been widely used
as electro-chemical power sources in many types of portable electronic devices like smart phones,
laptops and power tools. During the last few years, development of high power und high energy
lithium-ion batteries have increased the amount of electric vehicles and hybrids, in total numbers as
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well as in variety of types. Lithium-ion-batteries show big advantages due to their high energy and
power density, low weight and small size, high operation voltage and wide range of operation tem-
perature, long life cycles and low self-discharge rate (LEUTHNER 2013).

At the end of their lifespan, used batteries are marked as dangerous waste and European law
2006/66/EG requires a minimal recycling rate of 50%, respectively. Recycling rate is relevant for
all kinds of lithium-ion batteries, although, they are classified by European law in respect to their
application in three different categories. First category contains all portable batteries from con-
sumer electronics, laptops, tablets or power tools. Batteries from bigger devices like electric ve-
hicles, scooters or bikes as well as stationary energy storage systems are indicated as industrial
batteries. Third category called automotive batteries includes starting and lightning batteries for
vehicles.

State-of-the-art recycling processes for lithium-ion batteries are based on high energy and cost-
intensive pyrometallurgical and/ or hydrometallurgical processes with limited capacities and low
recycling rates (WUSCHKE et al. 2015). Target materials of recycling are high valuable and
stratetic important components like copper, cobalt and nickel. By contrast, low valuable organic
components like solvents and separator are burned and metalls like lithium and aluminium are
lost in the slag in pryrometallurgical processes (HANISCH et al. 2015). These materials also have
to be separated before hydrometallurgical treatment because of incluencing process stability and
recovery yield. Especially the growing amount of spent industrial batteries from electric vehilces
consists of complex compounds and more peripherical components. Combining state-of-the-art
processes with adequate preparation and pretreatment steps like presorting collected batteries by
battery type or chemistry and disassembling peripherical parts, respectively, or technologies from
mechanical processing are highly investigated topics. Therefore, additional deactivation steps are
required to enable a safe and effective handling and processing. As a result, these efforts leads to
creation of new business models, reducing materials which are lost in slag and increaseing overall
recycling efficieny and economic benefits.

2. COMPONENTS OF LITHIUM-ION-BATTERIES

Lithium-ion batteries consist of complex compounds, different subunits and various materials. Basic
functional unit contains positive and negative electrodes, electrolyte and separator that are included
by cell housing. In its most conventional structure, the electrodes formed by metal foils with duplex-
coated active materials are divided by plastic separator foil. Cathode active materials were
developed with valuable materials containing different amounts of cobalt like lithium cobalt oxide
(LCO), lithium nickel cobalt aluminium oxide (NCA) and lithium nickel manganese cobalt oxide
(NMC). These ultrafine lithium metal oxides are toxic, respirable and ,especially nickel and cobalt,
carcinogenic to humans (HANISCH et al. 2015). Furthermore, they contaminate soil and ground
water when disposed incorrectly. However, the amount of used these materials is gradually being
decreased and replace by non-toxic and low valuable lithium iron phosphate (LAROUCHE et al.
2018). Anode active materials typically consists of natural or synthesized graphite. The liquid
electrolyte is composed of organic solvents (PC, EC, DMC, DEC), conductive salt like lithium-
hexaflourophosphate and other additives (HARTNIG 2013). Some of the electrolyte components are
corrosive and easy flammable. Under inconvenient conditions, they even tend to form explosive
atmospheres. Moreover, the chemical properties of organic solvents affect human health and cause
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toxic chemical reaction products with materials of cathode when treated mechanically or pyromet-
allurgically. To guarantee safe function, electrodes, separator and electrolyte is imbedded by hous-
ing made of aluminium, stainless steel or plastics. Several of basic functional units (cells) are elec-
trically and mechanically connected forming the next higher subunit (module). Depending on ap-
plication, modules are further connected to battery systems or directly implemented into final prod-
uct as battery block. However, battery systems and blocks are equipped with several peripheral
components like final housing, power electronics, battery management system and cooling or heat-
ing systems. Besides toxic and potentially hazardous materials in lithium-ion-batteries, remaining
electric energy and high voltage of battery systems has to be removed before disassembling and
mechanical processing.

3. UNIFORM INDICATION FOR RECYCLING PROCESSES OF LITHIUM-ION BATTERIES

Recycling of spent Lithium-ion batteries arises interest of researchers and recyclers all over the
world. The used units operations, like mechanical, pyrometallurgical and hydrometallurgical,
mainly do the characterization of recycling processes (HANISCH et al. 2015). Nevertheless, with this
designation, not all process technologies can be defined explicitly. Different deactivation or disas-
sembling approaches are missing as well as presorting steps indicating the dedication for Lithium-
ion batteries or their subtypes. Focusing on recovering of especially cathode active materials, pre-
vious process steps are often not further classified in detail. Thus, they are summarized and simply
called as pre-treatment. In there, mechanical treatment steps are termed as secondary treatment,
followed by deep recovery steps (ZENG et al. 2014). In addition, material flows can vary tremen-
dously within mechanical processing depending on recycling company, their strategy and nearby
markets for secondary raw materials. Hence, there exist several different recycling technologies for
Lithium-ion batteries worldwide, abstract terms like gas control, direct, physical or chemical pro-
cesses are assigned only for selected processes (VEzzINI 2014; ROMBACH 2014; ORDOREZ et al.
2016). However, these terms do not allow uniform indication. In contrast, Martens developed a
procedure to classify any recycling technology, autonomous from waste material (MARTENS 2016).
By adopting the hierarchical outline level of macro processes developed for mechanical processing
of solid primary raw materials, unambiguous assignment of recycling processes for Lithium-ion
batteries is possible.

4. RECYCLING OF LITHIUM-ION BATTERIES
4.1 Generic recycling chain of Lithium-ion batteries

Recycling of lithium-ion batteries follows the generic recycling chain with preparation, pretreat-
ment, processing and refining step (Figure 1) (MARTENS 2016). Lithium-ion batteries are collected
and transported for pre-sorting. In most cases, portable lithium-ion batteries are collected with other
battery types like NiMH or alkaline batteries (SCROSATI et al. 2015). As an outcome of first sorting
step, other battery types are separated by optic, granulomere or electromagnetic properties. A po-
tential second sorting uses different cathode active materials as sorting characteristic. The effort of
sorting is depending on present collection system and final refining technology. Refining only pro-
vide stable process conditions and economically acceptable secondary raw material qualities when
impurities are kept to a low level (LEBEDEVA et al. 2016).
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In the subsequent pre-treatment step, lithium-ion batteries are disassembled and deactivated. Ac-
cording to the amount of subunits and peripheral parts of the battery system, disassembling is nec-
essary to reach the maximal geometries of subsequent process steps (pack, module, cell or elec-
trode). Disassembling takes place manually, automatically or semi automatically when manual work
is supported by robots or machines. However, various battery designs caused by multi sourcing of
production as well as fine components and complex compounds are challenging this process step.
Main goals of disassembling are recovering materials to generate first recycling products, like wires
and electronics from battery management system or thermal management increasing overall recy-
cling efficiency. Furthermore, throughput for consecutively processing steps can be reduced. During
disassembling process, analysing the current battery status can also lead to separation of batteries
for second life applications.

* collection and transportation

preparatlon « pre-sorting (battery type, active material)

pre-
treatment

+ disassembling
* deactivation of hazardous substances

* liberation

processing * separation

- * extraction

refining |, recovery
Figure 1

Generic recycling chain

When cells are further disassembled or liberated by mechanical stressing, deactivation steps play a
crucial role for facility and work safety. The main objective of deactivation is to remove hazardous
substances threatening further processing and contaminating recycling products. Deactivation is
carried out by removing remaining energy and decomposing flammable components of liquid elec-
trolytes. Therefore, discharging batteries with electrical resistance or in brine solution removes re-
maining electric energy. Each method show differences in discharge efficiency, process time, tem-
perature behaviour and chemical reactions with electrical connections. For a secure disassembling
and mechanical processing, a complete removal of the residual energy is recommended to avoid
short circuits, electric shocks or thermal runaway (HANISCH et al. 2015). Especially batteries from
industrial applications like electric vehicles or stationary storage devices with high voltage and en-
ergy can be harmful. Elimination of potential risks from electrolyte are addressed by thermal or
cryogenic treatment. Thermal treatment uses high temperature technologies like pyrolysis or calci-
nation decomposing not only hazardous components of liquid electrolytes but also all other organic
components like binder or separator. Although thermal treatment is energy intensive and organic
materials cannot be recovered, it protects subsequent processing and refining against pollutants and
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reduces uncontrolled reactions and emissions. Cryogenic treatment decreases speed of reactions and
enable a safe liberation (GANA 2014). However, it requires special equipment for further handling
of electrolyte released at increasing temperatures during further processing

Processing includes mechanical, chemical or thermal liberation and separation of lithium-ion
battery packs, modules, cells or components. Main goals of processing, preferably technologies
from mechanical liberation and sorting due to low energy and support material requirements, are
enriching components and materials in concentrates for material recycling and reducing pollutants
for metallurgical treatment. The adequate technology for processing depends on depth of disassem-
bling, method of deactivation and chemical and physical composition of input material. Liberation
is the basic requirement for any physical, chemical or thermal separation process. Due to non-brittle
material characteristics, spent lithium-ion battery wastes are mechanically stressed by shearing, cut-
ting, tearing or electrohydraulic fragmentation. Depending on type of stressing, liberated particles
and components are sorted by suitable sorting characteristics like size, density and electromagnetic
properties. Practically, this can be performed in multistage comminution and sorting steps combined
with chemical and thermal processes. Chemical and thermal processes mainly liberate active mate-
rials from current collector foils or separating remaining electrolyte components.

Refining is the last step in the recycling chain recovering materials or raw materials by means of
pyrometallurgical or hydrometallurgical technologies. Especially metals contained in battery cell
housing and electrodes are target materials for refining processes. Other materials like housing and
current collector foils, enriched in concentrates previously, are treated in established recycling pro-
cesses. In pyrometallurgical processes, input material is fully smelted gaining three phases: slag,
alloy and dust (MARTENS 2016). Transferring valuable metals like copper, cobalt, iron and nickel
into an alloy is the main goal of pyrometallurgical treatment. Contained lithium, manganese and
aluminium is concentrated in slag and added as construction material (HANISCH et al. 2015). In
principle, recovering lithium is technically possible, but nowadays due to raw material price of lith-
ium economically not feasible. Hydrometallurgical treatment applies techniques from extractive
metallurgy. Main steps are leaching, concentration and purification and recovery of metals as salt
compounds. Theoretically, this kind of process allows recovery of each component present in input
but requires special pre-treatment and additional substances enabling desired reactions.

As a result, adjusted recycling chain for lithium-ion batteries is proposed (Figure 2). This
ideal procedure allows classifying all available technologies for recycling lithium-ion batteries.
Furthermore, it is possible to characterize different process routes and distinguish between ded-
icated and non-dedicated processes for lithium-ion batteries. Moreover, achieved recycling ef-
ficiency, needed specific energy and support material demand can be added with appropriate
data enabling a resilient and comparable identification of the most efficient recycling process
for Lithium-ion batteries.
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Recycling chain of spent Lithium-ion batteries

4.2 Classification of industrial approaches

Several different recycling processes and routes exists in industrial scale with predominant pyro-
metallurgical technologies (MESHRAM et al. 2014). These approaches do not adopt all steps of ge-
neric recycling chain due to existing technology, infrastructure and business area. With support from
literature data, chosen established recycling processes for Lithium-ion batteries are characterized in
respect to the four steps of recycling chain and their sub steps (Table 1).

Table 1

Categorized process steps for chosen companies with battery recycling division (tt+. Thermal
treatment at high temperature, tt-: thermal treatment at low temperature; d: discharging; CO,
N., Ar, air: comminution medium; p: pyrometallurgical process; h: hydrometallurgical process;
1, 2: processing order) (Meshram et al. 2014, Lv et al. 2018)

company process steps of recycling chain
preparation pre-treatment processing refining
collection  pre- disassembling  deactivation liberation  separation  extraction recovery
sorting

Umicore - - X - - - x (p1; h2)  x(pl;h2)
Batrec - - - - x (COy) X x (h) x (h)
Glencore - - - - - - x (p1; h2)  x(pl;h2)
Accurec - - X X (tt+) X (air) X X (p1; h2)  x(pl;h2)
AkkuSer - X - - X X - -
Redux - X X X (d, tt+) X (air) X - -
Diisenfeld - - X X (d) X (N2) X X (h) x (h)
Retriev - - - X (tt-) X (air) X x (h) x (h)
Recupyl - - X - x (CO, Ar) X x (h) x (h)
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Collection is not conducted by any of the selected companies. In addition, only two companies are
sorting their input materials. Consequently, business models for preparation steps play an unim-
portant role for recycling companies focusing on processing and recovering materials. Normally,
logistics and pre-sorting is, besides some exceptions, carried out by specialized companies. During
first pre-treatment step, mainly industrial battery packs are dismantled to modules or cells for further
processing. Deactivation is performed by thermal treatment at low or high temperatures. In case of
Redux, also discharging process is carried out. On the other hand, Diisenfeld renounces fully any
thermal treatment and only discharges batteries before further liberation. Liberation is exclusively
by means of mechanical treatment varying with medium of comminution. When Lithium-ion bat-
teries are liberated, protective gases like CO-, Ar or N, are used. Besides, air is chosen for liberation
when batteries are thermally deactivated. Active materials enriched in concentrates are processed
on the one hand with a combination of pyrometallurigcal and hydrometallurgical extraction and
recovery. On the other hand, refining is performed directly in hydrometallurgical process.

5. CONCLUSIONS

Lithium-ion-batteries present the current most favourable energy storage device for mobile
application. Growing production and increasing demand, especially for electric vehicles, will lead
to sufficient amount of spent batteries allowing economic feasable recycling activities. State-of-
the-art recycling technologies mainly base on high energy and cost-intensive, but robust hydro-
metallurgical and/ or pyrometallurgical processes with low recycling efficiencies. Combining
with disassembling and mechanical processes, share of overall material recovery can be increased
but also require special handling in respect to deactivation methods. As a result, former classifi-
cation of processes is not enough. Therefore, generic recycling chain developed by Martens for
any waste material can help to characterize and distinguish various approaches for recycling lith-
ium-ion batteries. By means of chosen companies, their recycling procedures are classified with
respect to steps und sub steps of generic recycling chain. This structure can contribute to a better
understanding of the different and complex forms of Lithium-ion battery recycling. Furthermore,
requirements for subsequent process steps determine process routes and recycling strategies
avoiding misunderstandings in further discussions.
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Abstract

The recovery of indium from the ITO (indium-tin-oxide) layer of waste Liquid Cristal Display (LCD) pan-
els is a very important task to sustain the strategic materials, as well as to create the circular economy in
the EU.

After mechanical pretreatment, the indium can be recovered from the glass substrate by chemical solu-
bilisation. To study the leaching of ITO, laboratory experiments were carried out. The particle size of the
ITO glass was <5mm, S/L ratio was 1:1 and the rotation speed of the shaker was 150 rpm. The leaching
efficiency of 1M HCI and 1M H>SO, solution was evaluated at different temperature and retention time.
Another possibility for the solubilisation of indium is bioleaching. The experiments were carried out with
discarded LCD panels, after the same mechanical pretreatment as compared with chemical leaching exper-
iments. In this case several strains of the Acidithiobacillus bacteria were used for the leaching. Bioleaching
was investigated applying a shaker at 150rpm, at 30°C. The initial pH of the experiments was around 2,5.
S/L ratio was 1:10 and the retention time was 7 days in each case.

The chemical solubilisation and the bioleaching results are compared, and it was revealed, that the effi-
ciency of the chemical leaching could be as high as 100%, and although the results of the microorganisms
assisted leaching reached only 75%, this method is a very promising and nevertheless meets the concept of
the green chemistry and circular economy.

Keywords: waste LDC, indium, leaching, Acidithiobacillus

1. INTRODUCTION

In 2008 the European Commission drew attention to the strategic importance of defining policies
for raw materials by launching the raw materials initiative. Within this framework, various actions
were taken to address sustainable access to raw materials both within and outside the EU, as well
as on resource efficiency and recycling. In the beginning, the Commission has identified 14 crit-
ical raw materials (CRMs) at EU level, and the meaning of “criticality” was also defined: “Critical
raw materials are those which display a particularly high risk of supply shortage in the next 10
years and which are particularly important for the value chain” (web1). The list of CRMs was
revised and expanded in every 3 years, and now it contains 27 materials, with some material
groups, such as the rare earths, and the elements of platinum group for example.
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The background of our present research is served by the “CriticEl” R&D project, wherein the
Institute of Raw Material Preparation and Environmental Processing investigated there cycling of
critical raw materials from different secondary material sources, such as the waste electronic
equipment. Within this field the indium recovery from the indium-tin-oxide layer of the waste
LCD panels was examined, by a mechanical preparation followed by a chemical treatment
method. In present research work, we are prefer ably dealing with the possibilities of the bioleach-
ing of the indium from the same material source, hence bio-hydrometallurgy has many ad-
vantages. It fits to the concept of green chemistry considering that the microorganisms serves a
renewable solvent, and the costs and the energy consumption can be lower compared with the
chemical dissolution using mineral acids.

In the field of bioleaching of In from LCD panels, there are only few available paper. A re-
cently released work of M.J. JOWKAR et al. (2018), in which Acidithiobacillus thiooxidans was
used for the bioleaching of In from waste LCD screens of laptops presented very impressive re-
sults. After the adaptation of the bacterium to the ground waste LCD the maximum extraction for
In was 100%, and 10% for Sr. There are research results, when mixed bacteria cultures are used
for the metal extraction. In a recent work of J. Willner, et al. (2018), LCD panel from spent mobile
phones was directed to biological leaching with a mixed culture of A. ferrooxidans and A. thioox-
idans. The best results of this group were obtained at 30 °C, 32days of retention time, with 1:5
solid waste to solvent ratio, when the In content of the solution was 11,1mg/L.

2. MATERIALS AND METHODS
2.1. Mechanical pre-treatment and composition of the secondary raw material

For the chemical leaching experiments a representative sample was prepared from the collected
LCD TVs and monitors. For the bioleaching experiments, new sample of discarded TV-s was pro-
cessed. The mechanical pre-treatment of the LCD panels was developed by our Institute and it was
applied in both cases. During the mechanical pre-treatment, firstly the televisions and monitors were
isolated into parts (e.g. plastics, PCBs) by manual dismantling. Then the polarizing film was re-
moved from the panels by a thermal treatment at 225 °C. After stripping the polarizing film the
panels were crushed below 10mm with a rotary shear shredder. In order to ensure a more efficient
leaching process, the next step of the pre-treatment was the separation of the liquid crystal by ultra-
sonic cleaning. Finally, the waste glass substrate with ITO layer was crushed below 5mm for the
solubilisation tests with a hammer crusher (NAGY S. et al. 2014). The chemical composition of the
applied sample can be seen in Figure 1 wherein critical elements are signed with red.

The chemical composition of the waste sample is rather complex. It contains high amount of
Al, B, Ba, Ca, Fe, Si, Sr. It also contains in quite low concentration several critical elements, like
REEs and In. Based on our experiences, metals concentration of the LCD panel varies with the
type of electric equipment, but the differences in the In content especially are not so pronounced.
The In content of the sample used for the former chemical leaching tests was 128mg/kg, and it is
equal to the indium content of the recently processed sample for bioleaching. This shows that the
role and the manufacturing process of ITO layer in the LCD panels are still the same, so the
importance of this secondary raw material source in In recycling will not diminish, at least in the
near future.



30 Valéria Madai Uveges—Terézia Varga—Ljudmilla Bokdnyi

100 000

10 000

1000

§ 100

10

Al
As
Au

B
Ba
Ca
Ce
Co

cr
Cu

Fe

In

K

La

Li

Mg
Mn
Mo
Na
Nd

Ni

s

Si

sn

sr

Ti

W

Y
¥h

n

£r

Figure 1
Chemical composition of the waste LCD panels after dismantling and stripping

2.2. Solvents and methods used for chemical and biological leaching

In the case of chemical leaching experiments 1M HCI and 1M H,SO, solutions were applied for
the single stage leaching and the effect of the temperature and residence time was investigated,
furthermore the multistage leaching was also studied using a weak (0.5M) acetic acid in the first
stage for selective Fe removal and 1M HCI solution in the second stage in order to recover indium
(BOKANYI et al. 2014).

The aim of our preliminary research in the field of bioleaching was to investigate the possibil-
ity of indium recovery from pre-treated waste LCD panels by A. ferrooxidans Karitas. Related to
the literature, the simultaneous use of different bacteria species can be fruitful, so a mixed culture
of bacteria species was also tested for the bioleaching of indium. Since A. albertensis was first
time isolated from gold mine subsurface environment by a research group in Slovakia (J. Kis-
KOVA et al. 2018) and we could have the opportunity to make examinations with this bacteria
species (courtesy of Professor Jana Kadukova-Sedlakova), a mixed culture of Karitas and A. al-
bertensis without preliminary adaptation to the material source was also tested.

A. ferrooxidans can oxidize ferrous ions, and also elemental sulphur, thiosulphates and sul-
phids. The mechanisms of bioleaching by A. ferrooxidans are usually discussed in terms of direct
bacterial attack on sulphide minerals and indirect oxidative dissolution of minerals by Fe3*. This
bacteria was inoculated for 5 days before the experiments in Silverman-Lundgren (9K) nutrient
solution. Mineral solution contained (NH4). SO4KCI, K;HPOs, MgSO..7H,0, and
Ca(NO3)2.4H,0 was autoclaved and FeSO4.7H,0 solution was filter sterilized before inoculation.
The leaching ability of the 9K solution without bacteria was also investigated.
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A.albertensis are acidophilic, mesophilic, obligatory chemoautotrophic, aerobic, Gram-nega-
tive rods. Its closest relative is A. thiooxidans, the main energy source is oxidation of S° and/or
S?, S,03% and Ss0¢* reduction (XIA et al. 2007). The optimum temperature for their growth is
between 25-30 °C and the optimum pH is 3.5-4, but they grow down to pH 2, therefore the
simultaneous use with the highly acidophilic A. ferrooxidans is feasible. Since we do not have
any detailed information about the growing characteristics of thementioned A. albertensis bacte-
rium yet, in case of it, the inoculation time was chosen to be two weeks in sterilized medium,
consists of a mineral medium with KH,PO4, K;HPO4, MgCl..6H,0, CaCl,.2H,0, NH4Cl, Na;CO3
and 10% NaS;03 in 90ml:10ml ratio. The mixed culture of A. ferrooxidans Karitas and A. al-
bertensiswas prepared in 1:1 ratio, just before the leaching experiments.

The temperature and the rotation speed were permanent during the 7days of retention time, at
25 °C. pH measurements were carried out after 1, 4 and 7 days in order to follow the bacterial
work. The leaching experiments were carried out in Wise Cube shaker (shown in Figure 2a)
where the rotation speed was 150 rpm. Figure 2b shows the photos of the bioleaching experiments
after 4 days of retention time. Since at the start of the experiments the flasks showed the same
picture, the changes denote, that there should be differences between the metal content of the
solutions.

Figure 2
a. photo of the Wise cube rotation shaker with the pre-treated LCD samples;
b. photo of the flasks during bioleaching experiments

After the mentioned retention time, the solid/liquid separation was carried out by paper filtration
and the solutions were directed to chemical analyses by ICP-OES spectrometry.
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3. RESULTS AND DISCUSSION

Based on the chemical analyses of the solutions from chemical leaching tests, it was revealed,
that the 1M HCI solvent was more effective for In solubilisation from the LCD glass as compared
with 1M H,SO;4 since the recovery values were higher at many circumstances and the In recovery
was almost complete, as it is shownin Figure 3. The recovery of indium by 1M H,SO, dissolution
reached only in one case 99.73%, when the leaching took 1lhour and 55°C was used. Otherwise
the recovery results for In were near 70%. Consideringthat at the further solution treatment phase
the lower other metals concentration was to be desired, the best leaching parameters was chosen
as follows: 1 hour retention time, 55 °C and 1M HCI as solvent. There was another attempt when
the selective solubilisation of iron with weak acetic acid was the main goal at first, and In should
be dissolved in the second stage in HCI. The results showed, that only a few amount of iron was
recovered in the first step, and the total leaching efficiency for iron was almost the same compared
to the one-stage experiments, only 15%, independently from the applied temperature. In was
slightly dissolved in acetic acid, in 16-19% depending on the temperature, and the total In
recovery of the multistage pocess was 97-98%. The optimal circumstances of the selective
dissolution of iron should be further investigated.
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Figure 3
Recovery of the elements from dismantled and stripped LCD panel
sample using 1M HCI and 1M H,SO4 solution

The recovery results of In and Sn, as the main components of the ITO layer of the LCD panel are
shown in Table 1. Based on the chemical analyses of the solutions after 7 days of retention time, it
was revealed, that the FeSO, itself was efficient solvent for the recovery of In, since it reached
68.46%. Although, when A. ferrooxidans Karitas was used, the efficiency of the leaching was in-
creased by 7%, but still much lower, compared to the chemical leaching results with HCI. When the
A. ferrooxidans and A. albertensis bacteria were used together, the dissolution rate was very poor. In
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case of tin, comparing the results of the chemical leaching experiments, it can be concluded, that by
biological leaching, the dissolution of the Sn was even lower in every case.

-Fgggcl)(\e/elry of metals in different solvents during bioleaching experiments
Solvent R in (%) R sn (%)

9K 68.46 0.57

Karitas 75.53 0.62
Karitas+albertensis 1.94 0.27

The reason of this phenomenon should be further investigated, but as a first approximation, there
can be inhibition issues in the background, considering the complex composition of the LCD panel.
Another explanation can be given related to the changes of the pH values, which were measured
in the solution during bioleaching. Based on the curves, can be seen in Fig 4, it was clear, that
while in case of Karitas strain was used alone, the pH curve shows regressiveness from the first
day as it was expected, but the pH of the Karitas+albertensis leaching system first rose above pH
3, and then started decreasing. The pH changed in this case from the initial 2.8 to 2.5 which end
value was not enough low. Based on this results, further experiments has to be carried out, in the
field of bacterium adaptation to the material source and also the effect of a prolonged retention
time should be examined.
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Figure 4
Changes in pH values during leaching experiments
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4. CONCLUSIONS

Indium recovery from the pre-treated LCD panels was investigated via chemical and biological
leaching experiments. It was revealed, that using 1M HCI as solvent, for 1hour retention time and
with 55 °C temperature, was very effective for the dissolution of the In from the ITO layer, since
the In recovery was complete. By biological leaching, our preliminary results showed that only
75.53% of the In was recovered in the solution, but this is promising, because there is a big potential
in the bioleaching technique, since it meets the requirements of the green chemistry and the concept
of the circular economy. Further investigations are needed to be done in order to achieve the same
results using suitable microorganisms compared to the very effective chemical leaching method,
though these developments can give better answer to the challenges of the future.
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Abstract

Breakdown of commercial grade Reactive Black 5 (RB5) azo dye by chemical and electrochemical treat-
ment was studied using a dimensionally stable anode and stainless steel cathodes as electrode materials,
with NaCl as supporting electrolyte. The electrochemical treatment was compared to the chemical treatment
with hypochlorite. The compounds present in the commercial grade RB5 azo dye and the products of its
electrochemical degradation were separated using ion-pairing high performance liquid chromatography
(HPLC) on reversed phase. The separated species were detected by diode array detector and identified
utilizing high resolution mass spectrometry (HRMS) and tandem mass spectrometry (MS/MS). A suitable
ion-pairing reversed phase HPLC-MS method with electrospray ionization for identification and quantifi-
cation of the components was developed. The accurate mass of the parent and fragment ions were used in
the determination of the empirical formulas of the components and degradation products. Structural formu-
las of degradation products were proposed using these information and principles of organic chemistry and
electrochemistry.

Keywords: Azo dyes; Decolorization; Electrochemical oxidation; HPLC-MS analysis; Water treatment

1. INTRODUCTION

Reactive Black 5 (RB5) is one of the most common dyes that have been used in textile industries.
Reactive dyes contain functional groups that form a covalent bond with the fiber, achieving ex-
tremely high wash fastness properties [1]. Most reactive dyes fall in the category of azo dyes. Azo
dyes are aromatic compounds with one or more azo functional groups (see Figure 1). Azo dyes
constitute the largest class of synthetic dyes [2]. Great amount of these compounds is lost during
the dyeing process, resulting in azo dye contaminated effluents. Dyes are generally recalcitrant to
biodegradation [3]. Different techniques of dye removal from waste effluents have been developed.
Conventional processes applicable for this purpose include adsorption, coagulation, membrane fil-
tration and ion exchange [4]. In fact, these approaches only transfer the contaminants from
wastewater to solid wastes that have to be disposed.
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Structural formula of the RB5 molecule

Electrochemical oxidation is a modern technology for treatment of various wastewaters [5-9]. Ox-
idants are produced during the process in situ either directly at the electrode surface or indirectly
from chemicals in the treated water. The electrode material strongly influences both the selectivity
and the efficiency of the process [10, 11]. Titanium based mixed metal oxide anodes have received
wide application in wastewater treatment due to their structural and chemical stability over a wide
range of electrical potentials. In the presence of chlorides the electrochemical treatment can be car-
ried out at lower potentials compared to those required for the direct anodic oxidation [12]. A sig-
nificant disadvantage of electrolysis in chloride media is the formation of chlorinated organics. In-
deed, chlorinated organic compounds are detected during electro-chlorination, but in most cases
they are degraded during further electrolysis [13]. The exact nature of the electrochemical and chem-
ical reactions that take place during electrolytic treatment in chloride media is complex and not
entirely known [11]. The degradation mechanism of RB5 during electrolysis with NaCl as support-
ing electrolyte has not been fully described so far. The identification of degradation products is
important in order to ensure that the treated wastewater is not toxic [14]. The objective of this study
was to identify the products of electrochemical degradation of RB5 dye using HPLC-MS. The ac-
curate mass of the parent and fragment ions was used in the determination of the empirical formulas
of the components using the mass spectra. Structural formulas were suggested using these spectra.

2. MATERIALS AND METHODS
2.1. The electrochemical system

Electrolysis of RB5 solutions was performed under galvanostatic conditions in an undivided elec-
trochemical cell. Titanium-based dimensionally stable anode DSA® coated by mixed oxides of
RuO/IrO./TiO, was placed in the center of the cell and was surrounded by two stainless steel cath-
odes. The geometric area of the anode was 73 mm x 100 mm. With an applied current of 1.5 A, the
approximate current density is 100 A m. The electrolysis was carried out at room temperature in a
batch mode. The solution was mixed by up-flow gas lifting (see Figure 2). The reaction cell was
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gas tight sealed by the lid with openings for excurrent gas sampling and occasional withdrawal of
liquid samples. Synthetic aqueous solution of RB5 was prepared by dissolving 300 mg L com-
mercial grade Reactive Black 5 in 8 mM NaCl electrolyte. Color disappearance during chemical
and electrochemical reaction was measured at 597 nm by UV-VIS spectrometer Helios gamma

(Thermo Electron Corporations).
+| g|alinostat

DSA anode

stainless steel
. — ] cathodes

" airinlet

Figure 2
The configuration of the electrolytic cell

2.2. Solvents and reagents for HPLC-MS

Ultrapure water (18.2 MQ), analytical grade sodium chloride, HPLC and LC-MS grade reagents
and solvents (methanol, triethylamine and acetic acid) were used for the eluents preparation. The
solvents were degassed in ultrasonic bath prior the HPLC analyses. Triethylammonium acetate
(TEAA), the ion-pairing reagent, was prepared by mixing equimolar amounts of triethylamine
and acetic acid.

2.3. ldentification of the organic species using HPLC-MS

Samples were withdrawn from the electrolytic cell during the electrolysis for chromatographic
and mass spectrometric analyses. The samples were filtered using 0.22 mm PTFE syringe filters
before analysis. The HPLC-MS analysis of reaction products were performed using DIONEX
UltiMate 3000 HPLC system linked with micrOTOF-Q Il quadrupole-time of flight hybrid mass
spectrometer (Bruker Daltonics). The separation of the compounds was performed using ionpair-
ing reversed-phase HPLC with Acclaim™ 120-3 C18, 150 mm x 2.1 mm column (Thermo Sci-
entific), by multistep gradient elution with a mixture of water (A) and methanol (B) with 2.5 mM
TEAA, a volatile cationic ion-pairing reagent as eluent. Flow rate was adjusted at 250 uL min.
The mobile phase composition during the elution was following: 0-30 min 10—70% B, 30-40
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min 70—10% B, 40-45 min 10% B. The column temperature was set at 40 “C. The injection
volume was 50 puL. The HPLC eluate was further analyzed by MS. The mass spectrometer was
equipped with electrospray ion source which was used in negative mode. The sum formulas were
determined and possible structures of the species were suggested using the accurate masses of the
molecular and fragment ions. The mass deviations (experimental vs. theoretical) were below 5
ppm for every m/z.

3. RESULTS AND DISCUSSION

The typical ESI mass spectra of sulfated dyes are complex, with many fragment ions being present
in the first-order spectra [15-17]. The mass spectrum of polysulfated dyes, like RB5, usually shows
an extensive fragmentation with typical neutral losses of H.O, SOz, SOz and sulphuric acid, and
reduced relative abundance of single charged[M-H] pseudomolecular ions [16-18]. In the ESI mass
spectra of polysulfated dyes multiple charged quasimolecular ions are present, which are usually
more intensive than the single charged deprotonated pseudo-molecular ion. Adducts of the species
with triethylammonium and sodium cations are also present in the spectra.

4. REACTIVE BLACK 5

Commercial dyestuffs that are placed on the market are not pure compounds. They usually contain
other substances, additives that improve the product's application properties. A number of impu-
rities such as precursors of the synthesis, products of partial azo-coupling, products of hydrolysis
as well as compounds formed by elimination reactions of the main RB5 component are present.
The impurities are formed during dye manufacturing as well as during storage. Figure 3 depicts
the UV chromatogram of the dye solution. The peaks corresponds to specific compounds. Nine
compounds were identified. 3 compounds that corresponds to the major peaks are shown in the
Table 1. In the table the m/z ratios of the detected fragment and adduct ions are indicated too.
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UV chromatogram at 254 nm from the HPLC-DAD analysis of the dye solution
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Table 1.

The suggested structural formula of the compounds that correspond to the 3 major peaks of the
UV and TIC chromatograms from the HPLC-ESI-MS analysis of the dye solution.

Retetion- | m/z (monoisotopic) m/z (monoisotopic) of the | Empirical formula and the
time of the detected detected fragment and suggested structure of
(min) molecular ion(s) and | adduction(s) and charge | the neutral compound
charge
12.9 450.465 [M-2H]* 401.483 [M-2H-H,S04]>  CpH25N5016S6
299.976 [M-3H]* 461.458 [M-3H+Na]*
501.027 [M-2H+TEAP
410.489 [M-2H-S03]* ] ND Q ]
1003.058 [M-H+TEA]~ Kﬁ@ﬂ” B Q Efw
HaM N//N
Y
7N
0*5/\0
HO/ ~o
RB5
14.6 821.984 [M-H]~ 843.966 [M-H+Na] C26H25N5016Ss
410.489 [M-2H]* 923.102 [M-H+TEA]-
421.479 [M-3H+Na]?> . ° O
370.510 [M-2H-SOs]* I/ 1o
[ 3] /OJ_H@ HO Q Il
HC}S§O " N//N
N
7N
05570
One of the 2 possible isomers
16.4 803.972 [M-H]~ 825.951 [M-2H+Na]" C26H23N5015Ss
401.482 [M-2H]* 905.092 [M-H+TEA] v v
412.473 [M-3H+Na]* 7 . ° Q .
_ s} N
361.501 [M-2H-SO3)? xﬁ @7« ) Q 5%
HyM //N
N
\
/N
04570
)

One of the 2 possible isomers

M — neutral molecule
TEA —triethylamine
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5. ELECTROCHEMICAL DEGRADATION

The variability of compounds that are already present in the initial solution makes the identifica-
tion of the species formed during electrolytic treatment more complicated. Two concurrent pro-
cesses take place during the electrolysis of azo dyes: heterogeneous direct oxidation/reduction on
the surface of electrodes and indirect homogeneous reactions, which occur in the bulk solution.
During electrolysis with DSA anode in chloride media the decolorization of the RB5 solution was
rapid (see Figure 4). After 15 min of electrolytic treatment the concentration of the dye was under
the HPLC-MS detection limit. The decolorization is caused by the changes in the chemical struc-
ture of the dye molecule: by oxidation of the functionalities or by interruption of the conjugated
system of double bonds in the structure. Despite the complete color removal, azo compounds
were still present among the degradation products with molecular weight between 400-600 Da.
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Figure 4
Absorbance of the solution at 597 nm during electrolysis

The chemical oxygen demand (COD) of the solution decreased also. The production of CO- and
the decrease of total organic carbon (TOC) of the solution is negligible. The initial compounds
were degraded/ transformed to highly polar and smaller products that show the least retention on
a reversed stationary phase. Some halogenated organic products were identified. The chlorinated
products are produced by the action of the active chlorine species that are generated in the solution
during electrolysis, such as Cl, and hypochlorous acid. These chloro derivatives were degraded
during further electrolysis. The exact mechanisms of the formation of the small polar compounds
are in fact complex. No opening and mineralization of the aromatic rings was observed during the
experiments. The small aliphatic products were probably formed from the aliphatic parts of the
RB5 molecule. Nitrates were identified after treatment, as oxidation products of the azo or amine
functionalities.
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6. CONCLUSIONS

Electrochemical oxidation using a DSA anode was employed to treat a synthetic solution of RB5
azo dye. The study showed that almost complete color disappearance was achieved within 15 min
by electrolysis. Despite decolorization azo compounds were still detected after long treatment,
but their quantity was reduced considerably. Chlorinated organics were detected among by prod-
ucts during the electrolysis. Using the described HPLC-MS method we identified 40 degradation
by products that formed during the electrolysis of the dye solution. In order to identify all com-
pounds with high accuracy and to distinguish between structural isomers, different analytical
techniques such as *H and/or *C nuclear magnetic resonance are required. The proposed chemical
formulas of identified species could serve as a starting point for the study of toxicity of treated
wastewaters. Measuring of the absorbance and chemical oxygen demand of these solutions after
treatment is not enough for toxicity assessment of these solutions.
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Abstract

In recent decades awareness of the problematics of environmental pollution was rising. This has been re-
flected on the importance of developing new methods of remediation. The complexity of industrial waste
effluents, which contains a broad variety of organic and inorganic compounds, requires the development of
effective, fast and financially affordable methods. A vast amount of xenobiotics are used in a daily manner,

which can present a risk for human health and environmental risk. One of these numerous types of com-
pounds are pesticides from the group of triazine class.
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Figure 1

The general structural formula of triazine pesticides

These triazine class pesticides were sold under various commercial brands. Atrazine (CsH14CINs) is an
organic compound consisting of an s-triazine-ring. Its main role is to eliminate the broadleaf weed from
crop fields and increase their agricultural output. The effectiveness of atrazine is based on blocking the

plastogiunone-binding protein in photosystem Il and to accelerate the oxidative damage by breaking down
the electron transport system.

Cl
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HAC NH  H MH CH
Figure 2

The structural formula of Atrazine
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Atrazine is a commonly used selective herbicide of the triazine class. It has been widely used in the world.
Atrazine was banned in the European Union in 2004, because of its endocrine disruptor effects, possible
carcinogenic effect, and negative environmental impact when the contamination in groundwater exceeds
the safety levels stated by the EU. The need of ecologically clean methods makes electrochemical advanced
oxidation processes (EAOPs) ideal. Advanced oxidation processes are modern, clean and efficient technol-
ogies used for remediation of groundwater and wastewaters contaminated with persistent pollutants. Elec-
trochemical oxidation (EO) is the most popular procedure among the electrochemical advanced oxidation
processes. The basic principle of these methods is in generating non-selective highly reactive species, such
as hydroxyl radicals (‘OH). These (-OH) radicals are able to oxidise persistent pollutants ultimately to car-
bon dioxide, water, inorganic ions and low molecular weight carboxyl acids, which are biodegradable.
Degradation of atrazine by electrochemical oxidation was examined using galvanostatic conditions in an
undivided cell. Two different types of anodic materials were used for the treatment. Titanium mesh coated
by mixed metal oxides RuO,, IrO; and TiO, (MMO anode) and niobium mesh coated by boron doped
diamond layer (BDD anode).

cl - 3
)\ C02
BDD (OH
CH3 N| \N —(h)- £ NO3. >
)\ J\ /)\ +
HC” NH NT SNH “CH, NH,
Figure 3

Mineralization of atrazine on BDD anode

The products of electrochemical degradation of atrazine were separated using high performance liquid
chromatography (HPLC) on reversed phase. The separated species were detected by diode array detector
(DAD) and electrospray ionization mass spectrometry (ESI-MS).

Keywords: Atrazine, Electrochemical Oxidation, Boron doped diamond electrode
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Abstract

Mining and processing operations of metal ores could cause the devastation of large areas of land at the
mine surroundings by depositing huge amounts of mining waste on dumps. Acid mine drainages (AMDs),
originated either from such dumps or from active or abandoned heavy metal mines, contain considerable
amount of heavy metal ions and sulphuric acid, produced as a consequence of bio- and chemical processes
between oxygen, rainfalls and minerals present therein. Currently, active and abandoned copper mines from
the RTB Bor Co. produce huge amounts of mine waters (~ 4 to 5-106 m®/year) in various locations. The
main toxic constituents of these waters are copper ions, the concentration of which varies mainly from 5 to
500 ppm, but in some cases > 1000 ppm and sulphuric acid (pH = 3.5 to 4). Ferric/ferrous ions, then zinc
and manganese could be, beside copper ions, recovered and commercialised in an acceptable form. In this
study, the adsorption features of natural zeolite (clinoptilolite) have been studied in order to determine its
applicability for treating AMDs containing Cu?*, Fe?* and Zn?* ions. In order to determine both the rate of
adsorption and the metal uptake at equilibrium a series of experiments were performed under batch condi-
tions from single ion solutions. Parameters that were varied, are: the initial pH and the initial concentration
of metal ion solution. Obtained results showed a considerably fast increase in metal uptake that is ended,
in general, in the first 40 minutes, corresponding to 50— 80% of total removal. After this initial rapid period,
the rate of adsorption is decreases. Data obtained from the equilibrium experiments are interpreted in terms
of Langmuir and Freundlich isotherms. Langmuir model showed better fitting with the experimental data.
Maximum metal uptake was achieved at pH value around 4.5.
Keywords: mining waste, acid mine drainage, copper, zinc, adsorption, zeolite

1. INTRODUCTION

Over the last one hundred years, mining as the main industrial branch in the town of Bor has had a
significant impact not only on the environment of the town itself but also on the environment of the
whole region. The harmful effect of mining activities is reflected in degradation of large areas of
land (open pits), disposal of huge volumes of solid waste (mine overburden, waste rock and flotation
tailings) as well as the occurrence of acid mine drainage.
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Pyrite is one of the most abundant minerals in polymetallic heavy metal sulphide deposits, mine
overburden, flotation tailings and at the same time the most reactive one in the natural processes of
chemical and biochemical degradation. Pyrite oxidation results in the formation of sulphuric acid
and iron (111) sulphate, causing oxidation of other less abundant sulphide minerals, during which the
ions of other heavy metals (Cu, Zn, Pb, As, Cd, Ni, Mn etc.) enter the solution, depending on the
mineral composition of the ore (CHANDRA and GERSON 2010; STANKOVIC et al. 2009; BOGDA-
NOVIC et al. 2016). The generation of acid mine drainage (AMD) and uncontrolled release of dis-
solved heavy metals is of the greatest concern in mining industry due to restrictions established by
law regulations for discharge of wastewater into natural recipients.

In Copper Mines Bor, Serbia, there are a few AMDs containing heavy metal ions such as:
copper, iron, zinc, nickel as well as sulphuric acid. These are so-called ,, blue waters, from
underground mine, from AMDs collected at the bottom of the open pits in Bor, Veliki Krivelj
and Cerovo as well as seepages from flotation tailing dumps in Bor and Veliki Krivelj. These
amounts come into the Krivelj River and via the Timok River to the Danube, damaging them
heavily and permanently. In some sources of waste water copper ion concentrations are such that
a serious consideration should be given to its extraction and recovery not only for the purpose of
reducing a threat to the streams and the river in their proximity but also for the purpose of
achieving economic benefits of its commercialization ( BOGDANOVIC et al. 2013a.).

Heavy metal ions can be removed from wastewaters by various methods, where the adsorption
is one of them. The adsorption as a technique is relatively well described in the literature and the
focus of research has shifted to examining the efficiency of different types of natural adsorbents
such as zeolite bentonite, clay or various types of natural or activated carbonaceous materials
(low-quality coal, waste of various types of deciduous and coniferous trees, etc.) (ANTIC, D. V.
et al. 2012; BAILEY, S. E. et al. 1999; MOSHOESHOE, M. et al. 2017).

This paper presents the results of heavy metal ions adsorption by zeolite, from synthetic
solution containing single metal ionic specie. Different parameters were changed, as: the initial
pH and the initial concentration of metal ions solution. Equilibrium data were evaluated from
adsorption isotherms.

2. MATERIALS AND METHODS
2.1. Adsorbent

Natural zeolite from Serbia (Deposit “Igros”, Kopaonik) was used in the experiments as an ab-
sorbent for copper, iron and zinc ions removal from synthetic solutions. In order to improve the
reactivity of the sample, micronization grinding of the sample was performed out in a laboratory
vibrating mill with rings of the type “Siebtechnik TS -250” at a speed of 1,000 rpm for the time
of 120 s. The particle size distribution is shown in Table 1.

Table 1

Particles size distribution of the zeolite samples
Size frac- +212 - —150+106 —106+75 —75+30 — —20+10 1045  5+0
tion (um) 212+150 30+20

W,% 0.57 0.60 2.27 6.20 0.32 1.27 0.07 0.23 88.48
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The specific surface area was determined by used particle sizing instrument Malvern Instruments
Mastersizer 2000. The value of the specific surface was found 0.787 m2.g%. The chemical com-
position of natural zeolite is shown in the Table 2.

Table 2

Chemical composition of the zeolite samples
Component  SiO2 Al20s Fe20s Ca0 MgO Na.0 K20 Ilg;:tlon
Content, %  65.1 14.86 2.34 2.72 1.64 0.59 0.79 10.83

The cation exchange capacity was determined by the standard method (MATIJASEVIC and DA-
KOVIC 2009) using a solution of NH4CI concentration of 1 mol-dm=. Type and content of ex-
changeable cations in the initial sample is shown in Table 3. The total cation exchange capacity
was determined as the sum of particular ones.

Table 3
Content of exchangeable cations and cation exchange capacity (CEC)
Exchangeable

cation (Me*") Ca K Mg Mg CEC
Content,
(mmol/100g) 6847 795 1613 894 101,49

Mineralogical composition of the samples was determined by optical microscopic and X-ray
(XRPD) analysis, showing that in zeolite tuff the predominant mineral is clinoptilolite, while the
trace minerals are mica and quartz.

2.2. Chemicals

Stock solutions of the chosen Me?* ions were prepared by dissolving the corresponding sulphate
salts of the metals in 1,000 ml distilled water in an amount to obtain an initial concentration.
Lower concentrations were then prepared when required by further dilution of the stock solution
with distilled water. Initial pH of prepared solutions was adjusted by adding sulfuric acid and
controlled by pH-meter. All chemicals were of analytical grade.

2.3. Experimental procedure

The adsorption experiments were performed in a batch mode in a series of beakers equipped with
magnetic stirrers by stirring 1 g of the zeolite with 50 ml of metal ion solution. Zeolite sample
and aqueous phase were suspended by magnetic stirrer at 300 rpm. The agitation time was varied
from 5-120 minutes. At the end of the predetermined time, the suspension was filtered and the
filtrate was analyzed. The initial and remaining concentrations of metal ions were determined by
Optical emission spectrometers with inductively coupled plasma. All experiments were
performed at room temperature. Based on material balance, the adsorption capacity was
calculated by using the following expression:
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q(t) = (Co— C(®)) (1)
where: q(t) is the mass of adsorbed metal ions per unit mass of adsorbent (mgg™); Co and C(t) are
the initial and final metal ion concentrations (gdm=3), respectivly; V is the volume of the aqueous
phase (dm?); m is the mass of adsorbent used (g).

Degree of adsorption, in percentage, is calculated as:

AD(%) = (1-22) - 100 @)

Co

3. Results and discussion

Effect of the initial pH value of the solution on the metal uptake by zeolite

Influence of the initial pH value of the solution on adsorption capacity copper, iron and zinc ions
was examined through the series of experiments, by varying the initial pH of solution from 2.0 to
5.0. The initial concentration of metals ions was kept constant (Ci = 200 mg dm™*). Mass of
adsorbent used was 1g while the total time of adsorption was 60 minutes. Obtained results are
shown in Figure 1.

—=—Cu

5 ——Zn

—v—Fe

0 T x T T T T T T
2,0 25 3,0 35 40 45 50

pH

Figure 1
The effect of pH on adsorption capacity of Cu?* , Ni** and Fe?*ions

As can be seen from Figure 1, changes of the initial pH of solution strongly affects the adsorption
capacity of zeolite in such way that the capacity increases with pH for all investigated ions, what
is in agreement with the previously reported results (CABRERA et.al. 2005; BOGDANOVIC et al.
2013b). At lower pH values (pH 2), the adsorption capacity of zeolite for copper and iron ions
was 0,31 i 0,2 mg g%, respectively. The adsorption capacity of zeolite for zinc ions rises from
1.63 mg g to almost 3.86 mg gt by increasing pH from 2 to 5.0. Generally, adsorption capacity
is low at lower pH, because zeolite primarily adsorbs hydrogen ions whose concentration is far
higher than the metal concentration. Decreasing of aqueous phase acidity lowers the concentration
of hydrogen ions which favours the adsorption of metals ions. The maximum adsorption capacity
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for metals ions occurs in pH range between 4.0 and 5.0. Maximal adsorption capacity of copper
ions obtained at pH = 5.0 is 5.14 mg g *. The achieved copper adsorption degree is almost 51%,
while the adsorption degree of iron was 51.55%. Corresponding achieved capacity is 5.00 mg g*
at pH = 5.0. Increasing the mass of zeolite in the suspension increased the adsorption degree due
to an increased number of active sites available to adsorb metal ions. Obtained results showed
that after 40 minutes reached degree of adsorption is 80% for copper, when using 5 g of adsorbent.

4. ADSORPTION ISOTHERMS

Distribution of metals ions at equilibrium between aqueous phase and solid adsorbent is quanti-
fied by adsorption isotherm. Several equilibrium models have been developed to describe adsorp-
tion isotherm relationships. The two main isotherm models used in this work are the Langmuir
and Freundlich models. Langmuir model is obtained under an assumption of a totally homogene-
ous adsorption surface, whereas the Freundlich isotherm is suitable for a highly heterogeneous
surface (OTER and AKCAY 2007; PANAYOTOVA 2001). To determine adsorption isotherm, a fixed
amount of zeolite (1g) was mixed for 60 minute with a constant volume of solution (50 cm?®)
containing metal ions in the range from 25 to 400 mg dm (initial pH = 4.5). All other parameters
were kept constant as described above. The adsorption isotherm results, for all considered ions,
are shown in Figure 2 (left column) and linear Langmuir plots were presented in Figure 2 in the
right column next to the correspond isotherm. The adsorption isotherm parameters are summa-
rized and presented in Table 3, together with the regression coefficients R?, for both considered
models.

;zgcl)erp?tion parameters calculated from linearized form of adsorption isothers
Metal ion Linear form of Langmuir equation Evaluated Langmuir parameters
Ki, Qm, R2
(dm*mg™) (mgg™)
Cu? Co/qe=10,70663 + 0,168C 0.07 7.54 0.944
Fe?* 0.175 5.8 0.987
Zn%* 0.04 5.6 0.946
Linear form of Freundlich equation Evaluated Freundlich parameters
K, n, R2
(dm*mg™) (gdm’)
Cu* 2.64 5.82 0.54
log ge. = -0,24589 + 0,35498 log C.
Fe?" 1.42 6.57 0.984

Zn?* 12 3.76 0.967
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Adsorption isotherms (left) and their linear Langmuir plots (vight) for each considered ion
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According to the regression coefficients, the experimental results for adsorption isotherm provide
a better fitting to the Langmuir model for copper and iron ions. Adsorption data for zinc ions in
linearized form gave satisfactory correlation coefficient, R?=0.946 for Langmuir and R?=0.967
for Freundlich model for covered concentration range. Comparation of the linear correlation co-
efficients indicated that Freundlich adsorption model better fits the experimental data for zinc
ions (R? = 0,967). The Freundlich isotherm constants Ke and n were 1.2 and 3.76 respectively.
The numerical value of 1/n<1 indicates that adsorption capacity is only slightly suppressed at
lower equilibrium concentrations (ERDEM 2004).

5. CONCLUSION

The adsorption of copper, iron and zinc ions from solution onto natural zeolite occurs efficiently.
The adsorption rate strongly depends on the initial pH value of the solution. The adsorption de-
creases in more acidic solutions (pH 2), for all investigated ions due to a feature of hydrogen ions
to be adsorbed and a competition between them and metal ions in solution. Better adsorption con-
ditions were achieved at higher pH values (pH 4-5 for all investigated ions). Adsorption isotherms
of metal ions showed that the adsorption equilibrium could be modelled better by Langmuir than by
Freundlich equation. Maximal achieved adsorption capacity were 7.54 mg g, 5.8 mg g* and 5.6
mg g-*for copper, iron and zinc ions, respectively. It could be pointed out that all investigated metal
ions would be adsorbed from mixed solutions, as acid mine drainage generally are.
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Abstract

Natural zeolites are widely used in wastewater treatment, construction, agriculture and livestock farming,
veterinary medicine, food, textile and other industries. Properties, such as low melting temperature and low
hardness, allow the substitution of quartz sand with zeolite to a certain extent in the production of porcelain
and concrete. Thus significantly improves their physical and mechanical characteristics. For this purpose,
zeolites that have previously adsorbed heavy metals from wastewater can also be used. Natural zeolites are
often used as adsorbents because of their high porosity and large specific surfaces. By reducing the zeolite
grain size, the metal adsorption rate increases, which does not have effect on zeolite adsorption capacity.
For this reason, the zeolite grinding test should be carried out. In this paper the zeolite grinding kinetics in
a ball mill with charge of different ball size was analyzed. By analyzing the obtained results, it was observed
that the highest value of the zeolite grinding efficiency (wide range of zeolite particle size) was achieved
by using the charge with the ball smallest diameter.
Keywords: zeolites, comminution, ball mill, charge

1. INTRODUCTION

Natural zeolites are hydrated aluminosilicate of alkali and alkaline earth cations. They have a
crystal structure composed of tetrahedra AlO, and SiO4 which are bound with oxygen atoms
(DEMIRKIRAN et al. 2010). Because of their widespread in the world and interesting properties
such as hydration and dehydration, ion exchange, ability of sorption of gases, liquids and steam,
they have been widely used in various fields. Zeolites are widely used as building materials, for
the production of cement and porcelain, for the treatment of municipal, industrial and drinking
water, for the removal of Cs and Sr from the waters of nuclear plants, in agriculture and livestock
farming, veterinary medicine, in food and other industries (FREDERICK 1999). During the produc-
tion of porcelain, by substitution of quartz sand with a zeolite with a grain size of 0.075 mm in a
certain extent, improve some properties such as an increase of the electrical resistance of porcelain
and improvement of the sintering conditions. Adding zeolite reduces the activation energy needed
to begin sintering the porcelain. With a decrease in activation energy, the sintering temperature
decreases from 1350 °C to 1250 °C, resulting in significant savings in production and price re-
duction of product (DEMIRKIRAN et al. 2008). Also, using zeolite, porcelain with slightly higher
values of electrical resistance at room temperature is obtained. Another advantage is that zeolite
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is more easily grinding compared to quartz, which additionally saves energy in the grinding pro-
cess (DEMIRKIRAN et al. 2010). With the decreasing zeolite particle size, the surface area for
potential chemical reactions increases. Since zeolites have a considerable amount of silica, they
are suitable for use in cement production. By adding zeolite with grain size (-0.5+0) mm in the
cement production process, some characteristics of the product are improved. Using finer particles
of zeolite, they fill the voids between cement and aggregates grain, making the concrete tighter.
Also, reducing the grain size of the zeolite slows down the reaction of hydration, which reduces
time after which the concrete starts to set (CzAPIK and CZECHO-WICz 2017). In addition to natural
zeolites, as additive in cement production, zeolites that have previously adsorbed metals from
wastewater can be used, provided that this does not affect the mechanical properties of concrete
and that such a concrete later does not affect the environment. Natural zeolites are especially suitable
for purification of wastewater by the ion exchange method because they contain non-toxic com-
pounds K, Ca, Na, and Mg (MEDVIDOVIC et al. 2006). In this way wastewater containing lead,
chromium, cadmium, nickel, copper, mercury, silver as well as acid mine drainage, can be treated
(PANSINI 1996). For this purpose, zeolites with a wide range of particle size, (-5+0) mm, can be
used (SEKULIC et al. 2013). By reducing the size of the zeolite grain, the metal adsorption rate in-
creases, which does not have effect on zeolite adsorption capacity (TRGO et al. 2015).

For this reason, in this paper, the zeolite grinding test was performed. The zeolite grinding
kinetics in a ball mill with charge of different ball size was analyzed. The equation of the grinding
kinetics law for the first order grinding was used. The differential form of the first order grinding
Kinetics equation is (MAGDALINOVIC 1999):

dR
= 1
" o = kR 1)
\i/;/here i grinding speed of a large class
R  —the content of the wide class in the mill at the moment (t)
t  —grinding time
k  —grinding rate constant
The integral form of equation (1) is:
R=R,- ekt (2)
Equation (2) can be written in the form:
InRy—InR =kt 3)
r otherwise:
IS0 = ke 4)
n R =

Equation (4) represents the equation of the linear line in the coordinate system [t; In(Ro/R)], with
the coefficient of direction (k):

Rg Rg
Y_"R,~ "R, ©
X t, —ty
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2. MATERIALS AND METHODS

The test was carried out on samples of zeolite from the deposit "Igros"- Kopaonik. The chemical
composition of zeolite was tested in the Institute for Technology of Nuclear and Other Mineral
Raw Materials in Belgrade and is shown in Table 1. The zeolite density is 2186 kg/m?, and the
Bond working index is Wi = 9.20 kWht.

Table 1
Chemical composition of the zeolite sample
Component Content (%)

SiO; 64.05
TiO; 15.29
Fe 03 4.82
Al,Os 2.52
MgO 1.33
Na,O 1.27
K20 0.77
Other 9.95

Three samples of 200 g (wide range of particle size (—1.18+0) mm) were formed, which the par-
ticle size distribution before grinding was given in Table 2. Grinding kinetics were monitored at
the following time intervals: 0.5 min, 1 min, 2 min, 4 min, 8 min, 15 min.

Table 2
Particle size distribution of zeolite samples before
grinding
Size fraction, Zeolite
d (mm) W % R %
—1.18+0.850 16.05 16.05
—0.850+0.600 14.45 30.50
—0.600+0.425 10.35 40.85
-0.425+0.300 9.35 50.20
—-0.300+0.212 6.75 56.95
-0.212+0.106 13.05 70.00
-0.106+0.075 6.45 76.45
—0.075+0 23.55 100.00

z 100.00

Grinding experiments were carried out in a laboratory ball mill with the following characteristics:
— mill diameter D =158 mm
— mill length L =198 mm
— relative rotational rate of the mill Y =0.85 nk
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— coefficient of ball mill loading ¢=0.40
— inside surface of cylinder mill ribbed
— grinding method dry

The ball mill (Figure 1) is rolling using a roller device (Figure 2). Inside surface of mill is ribbed
to prevent sliding of the ball during operation of the mill (Figure 3).

Figure 1 7 Figure 2
Qutside view of the mill Device with rollers

Figure 3
Ribbed inside surface of the mill

Balls were made from steel: S4146, extra high quality, having hardness 62 + 2 HRC according to
Rockwell. The mill ball loading was constant in all grinding experiments and amounted to 40%
by volume. Three different charge of balls were used (Figure 4), where each individual charge
was composed of balls of the same diameter. The ball charge characteristics are given in Table 3.

Table 3
Characteristics of ball charge
Ball diameter Charge mass Number of balls Ball mass
in charge (mm) (9) in charge (9)
10 6775.8 1562 4.34
15 6945.1 482 14.41
24 6921.8 127 54.50

Figure 4
Three different charge made of balls of diameter 24, 15 and 10 mm
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3. RESULTS AND DISCUSSION

The results of the zeolite sample grinding Kinetics with a 24 mm ball diameter charge, are shown
in Figure 5. In Table 4, the values of the grinding rate constant and the correlation coefficients,

are given.
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Figure 5

Zeolite grinding kinetics with 24 mm ball diameter in charge

Table 4
Grinding rate constant and the correlation coefficients obtained
by the zeolite grinding with 24 mm ball diameter in charge

Size fraction, Grinding rate Correlation
d (mm) constant, k coefficient, R?
-1.180+0.850 0.312 -0.969
—0.850+0.600 0.307 0.110
-0.600+0.425 0.282 0.550
—0.425+0.300 0.241 0.782
—0.300+0.212 0.192 0.885
-0.212+0.106 0.104 0.904
—0.106+0.075 0.078 0.876

By analyzing the values from Table 4, it can be noticed that the grinding rate constant with 24
mm ball diameter in charge decreases with the reduction zeolite sample size. The highest grinding
rate constant was obtained at the largest size fraction (—1.180+0.850) mm. The correlation coef-
ficients for the narrow size classes (—1.180+0.850) mm and (-0.850+0.600) mm are smaller than
the minimum correlation coefficient that is R%nin=0.569 (VOLK 1965), which means that this
model cannot describe the grinding kinetics for these two narrow classes.

In Figure 6, the results of the zeolite sample grinding kinetics with 15 mm ball in a charge are
shown. In Table 5, the values of the grinding rate constant and the correlation coefficients, are given.
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Figure 6
Zeolite grinding kinetics with 15 mm ball diameter in charge
Table 5

Grinding rate constant and the correlation coefficients obtained
by the zeolite grinding with 15 mm ball diameter in charge

Size fraction, Grinding rate Correlation
d (mm) constant, k coefficient, R?
-1.180+0.850 0.440 -0.404
—-0.850+0.600 0.381 0.028
—0.600+0.425 0.336 0.360
-0.425+0.300 0.292 0.623
—0.300+0.212 0.245 0.807
-0.212+0.106 0.138 0.937
-0.106+0.075 0.099 0.946

The values in Table 5 show that in case of grinding with 15 mm ball diameter in charge, the values
of the grinding rate constant are reduced by decreasing zeolite sample size, same as at grinding
with 24 mm ball diameter in charge. The highest grinding rate constant was achieved with the
largest size fraction (—1.180+0.850) mm. The correlation coefficients for the narrow size classes
(-1.180+0.850) mm, (—0.850+0.600) mm and (—0.600+0.425) mm are smaller than the minimum
coefficient of correlation which is R%min = 0.569 (VOLK 1965), which means that this model can
not described grinding kinetics for these three narrow classes. The problem when calculating the
grinding kinetics constant is that the grains of the sample are sticking together and increasing their
size after 8 minutes of grinding, which can be seen by the fall of the curves in Figure 6.

In Figure 7, the results of the zeolite sample grinding kinetics with 10 mm ball diameter in
charge are shown. In Table 6, the values of the grinding rate constant and the correlation coef-
ficients, are given.
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Figure 7
Zeolite grinding kinetics with 10 mm ball diameter in charge
Table 6

Grinding rate constant and the correlation coefficients obtained
by the zeolite grinding with 10 mm ball diameter in charge

Size fraction, Grinding rate Correlation
d (mm) constant, k coefficient, R?
—-1.180+0.850 0.090 -0.786
-0.850+0.600 0.542 0.589
—-0.600+0.425 0.460 0.687
—0.425+0.300 0.367 0.730
-0.300+0.212 0.319 0.806
—0.212+0.106 0.203 0.951
—0.106+0.075 0.150 0.973

In this case, as in the previous two, the value of the grinding rate constant decreases with the
decrease in the sample size. The highest grinding rate constant was achieved with the size fraction
(-0.850+0.600) mm. By comparing the results of grinding with 24 mm, 15 mm and 10 mm ball
diameter in charge, the higher values of the constant were obtained with 10 mm ball diameter in
charge. Figure 7 looks slightly different from Figure 6 and Figure 5, because of anomaly in the
size class (—1.180+0.850) mm. This class disappeared after 4 minutes of grinding and this anom-
aly can explains such a low coefficient of correlation for a given size class.

In Table 7 and Figure 8, grinding kinetics with a different ball diameter in charge is given for
each narrow size class, of which a wide size class (—1.180+0) mm is formed.

By analyzing the data from Figure 8, it is concluded that the maximum value of the grinding
rate constant is obtained with 10 mm ball diameter in charge and the smallest with 24 mm ball
diameter in charge, for each narrow size class. The results confirmed that larger diameter ball is
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required for larger grains, and with the reduction in the size of the grain, the required diameter of
the ball decreases. From here it follows that for smaller grains of smaller size classes and less
hardness, a smaller diameter ball is required (MAGDALINOVIC et al. 2012).

Table 7
Grinding rate constant of narrow size classes
with a different ball diameter in charge

Size fraction, Ball diameter in charge (mm)
d (mm) 24 15 10
-1.180+0.850 0.312 0.440 0.090
—0.850+0.600 0.307 0.381 0.542
-0.600+0.425 0.282 0.336 0.460
—-0.425+0.300 0.241 0.292 0.367
—-0.300+0.212 0.192 0.245 0.319
-0.212+0.106 0.104 0.138 0.203
—-0.106+0.075 0.078 0.099 0.150

—o—-0.850+0.600
-0.600+0.425
-0.425+0.300
-0.300+0.212

Grinding rate constant, k

s —+—-0212+0.106
N [ —— —o—_0.106+0.075

Ball diameter in charge (mm)

Figure 8
Grinding rate constant of narrow size classes with a different ball diameter in charge

4. CONCLUSION

By comparing the results of the value grinding rate constant with different ball diameter in charge
(24 mm, 15 mm and 10 mm), it was concluded that in all cases the highest values of the constant
were realized in the largest narrow size class, and that constant decreases with the decrease in the
sample size. Also, the highest value of the zeolite grinding efficiency was obtained by using the
charge with the smallest diameter (10 mm) ball. Bearing in mind that the sample was composed of
more fine narrow size classes and that the zeolite has a lower value of the Bond working index, and
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that for smaller grains which are less hardness are required smaller diameter ball, the obtained results
indicate that for such a raw material really needed a charge composed of smaller diameter balls.

By further research, it would be possible to determine whether a second charge of balls of even
smaller diameter could correspond to a wide size class (—1.180+0) mm.
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Abstract

Nanomaterials exhibit remarkable properties in numerous areas of interest including the environmental
remediation. The environmental remediation process is the act of removing pollutions or contaminants from
environmental media, such as water or soil (Hu et al. 2014; MEUSER 2012). The effective strategies of
waste water treatment can be treated with adsorption using graphene oxide-based composites, which shows
strong binding with these pollutant species.

Graphene oxide (GO), the functionalized graphene containing epoxy and hydroxyl chemical groups,
has a special physico-chemical properties such as large surface area, mechanical stability, tunable optical,
thermal and electrical properties (NOVOSELOV et al. 2004; GEIM et al. 2007). The advantage of this material
is based on the amphiphilic character which allows remove inorganic and organic molecules at nanoscale
dimension. Hence, heavy metal ions (Cd%*, Pd?*, Hg?*, Cr®, As® etc.), synthetic or natural organic
molecules (dyes), pharmaceuticals (antibiotics), agriculture molecules (pesticides), biomolecules (proteins,
DNA etc.), mixtures (oil/petrol), are potentially removed by GO (PENDOLINO et al. 2017).

Graphene and its derivatives are used as adsorbing materials thanks to their structure and, mainly to the
presence of oxygen groups on GO surface. The solid phase of GO can be designed to two forms, membrane
and foam (sponge) and both are very attractive for high-efficiency separation applications including water
purification and desalination (PENDOLINO et al. 2017). TAN et al. 2015 reported a successful adsorption of
Cu?» Cd?* and Ni%* on a GO/PVA membrane. The equilibrium was reached in a short time and the
membrane was regenerated more than six times. On the other hand Kim et al. 2017 observed special GO-
polymer membrane which showed excellent water flux and salt rejection (a NaCl of 99.9%), alongside
excellent mechanical stability and chlorine tolerance for the osmosis process. NAIR et al. 2012 prepared a
non-selective GO membrane by spray or spin-coating on copper substrate. This membrane was able to
selectively reject all molecules except H.O. They tested ethanol, hexane, acetone, decane, and propanol by
weight during several days, without any visible changes. This kind of membrane can be used for a clear
nanofiltration of pure water.

The solid phase of GO is more convenient form to be used in environmental application, the liquid
phase represents an alternative approach to purify water. In addition, both faces of GO layer are efficiently
employed to create weak or chemical bonds. The presence of hydroxyl, epoxy and alkoxy groups on GO
allows many of conventional organic synthesis to add an auxiliary functionality. A typical example of
organic dye removal using liquid GO dispersion involves a prototype contaminant, methylene blue dye
(MB). The result exhibits a removal contaminant range of 95% with GO having a concentration of 100
times lower than that of the dye (ZHAO et al. 2017). Similar result was obtained by YANG et al. 2011 to
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purify water system from MB via GO adsorption. Authors reported a removal efficiency of 99% for a
concentration of MB below 200mg/L and a maximum absorption capacity of 714 mg/g.

Considering studies and excellent properties of GO were interesting for researcher over the world, that’s
why we decided to create a new research to collect the liquid phase of GO and turned into solid phase
on stainless steel (SS) electrode using electrophoretic deposition. It is expected that new surface cover by
GO layer of the SS electrode will provide more active surface area and increase efficiency of
electrochemical oxidation technique. Using electrochemical oxidation is effective and simple process for
treatment of assorted wastewaters. Oxidants are produced during the technique directly at the electrode
surface and/or indirectly from chemical compounds in the treated waste water (JAGER et al. 2018).

The latest research shows that removals of chemical hazardous material using GO are a quite novel
approach in the treatment of wastewater. This unique material offers unconventional physico-chemical
properties that can work in removal technology restricting the negative impact to the environment and human
health. GO is capable of simultaneously removing of a broad class of molecules and display strong affinity
for the adsorption of contaminants to convert it in to the harmless products.

Keywords: wastewater treatment, graphene oxide, electrochemical oxidation, degradation, water
purification
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Abstract

Biosorption is a promising and versatile technique to remove dissolved species of heavy metals from in-
dustrial effluents. Different researchers have already accomplished a large number of laboratory investiga-
tions on biosorption aimed at the pollution removal from aqueous solutions with different kinds of biomass.
The most investigated biosorbents are different micro- and macro algae, as well as various biowastes. The
algae show relatively high metal-sequestering capacity, although there are very serious disadvantages of
the algae biosorption process. In case of micro algae this is the necessity of effective and economically
feasible separation of pregnant biosorbent from the solution, or of the algae immobilization. In case of the
latter that is the disadvantageous composition of harvested and processed macro algae. Nevertheless, the
economically feasible conversion of the biowaste into biosorbent results in the value-added product, as well
as meets the endeavours of circular economy. There are countless research reports on the biosorption pro-
cess using waste-based sorbents, although the mechanism of their biosorption is not fully revealed yet. The
first objective of the present study was to investigate and compare the adsorption behaviour of biowastes
(e.g. natural and chemically modified sunflower seed hulls and soybean hulls) and that of algae (e.g.
Lyngbyataylorii micro algae and Undariapinnatifida macro algae) in mono-cationic systems containing
lead and cadmium. Another objective was to reveal the mechanism of the Pb- and Cd-cations on biowastes
above.

Present paper connects to our previous research. The investigated biowastes have lower metal adsorbing
capacity than the algae, but the adsorption capacity of biowastes can be enhanced with base washing (BW)
and citric acid (CA) modification according to more authors (ZHu et. al. 2008 and L1 et. al. 2011), thus
chemical modification of sunflower seed hulls (SFH) and soybean hulls (SBH) were carried out according
to the similar method previously described by Li et. al. (2011). Previously we conducted the base washing
(BW) and citric acid (CA) modification of SFH and SBH, but we didn‘t receive the expected improvement
of the capacity, thus we conducted again this modification in case of SFH. Our new measurements with
modified SFH haven’t proved that the capacity of SFH can be increased by the applied base washing (BW)
and citric acid (CA) modification. For the explanation of this phenomenon, and to understand the mecha-
nism of metal uptake process BET specific surface, FT-IR analysis and &-potential measurements were
used.

Keywords: biosorption, sunflower, soybean, algae, cadmium, lead
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1. INTRODUCTION

Industrial effluents (i.e. effluents from machinery manufacturing, electroplating and battery fac-
tories, chemical manufacturing, waste incineration etc.) can be contaminated with different pol-
lutants, among them heavy metals as well. However there are essential heavy metals (e.g. copper,
zinc etc.), but most of them are toxic (including lead and cadmium) from minor concentrations
and have the tendency to bio-accumulate.

Lead and cadmium are widely used in the industry and its release in water bodies may cause
serious ecological and human health consequences. Because of their high risk to the environment
and ecosystem, heavy metals should be removed as much as possible (with high efficiency). Con-
ventional methods of heavy metal separation (e.g. chemical precipitation, oxidation/reduction,
ion-exchange, electrolysis and membrane filtration) are well known, but each of them has signif-
icant disadvantages (e.g. expensive, only effective at higher concentrations, incomplete metal re-
moval, etc.), thus the phenomenon of biosorption could be an appropriate alternative in the near
future, because cheap and renewable biosorbents can be found easily, that can be regenerated and
biosorption can be efficient at very low concentrations as well.

Biosorption is one of the most promising technologies involved in the removal of toxic metal,
which allows reducing metal ion concentrations to environmentally acceptable levels (ZI-
NICOVSCAIA et al. 2017).

Biosorption has been defined as the property of certain biomolecules to bind and concentrate
selected ions or molecules from aqueous solution. As opposed to a much more complex phenom-
enon of bioaccumulation based on active metabolic transport, biosorption by dead biomass is
passive and based mainly on the affinity between the biosorbent and sorbate (VOLESKY 2007).

Although there are countless research reports on the topic of biosorption process, the majority
of them are still at laboratory scale. Nevertheless, finding the appropriate, cheap and effective
industrial biosorbents is also an encouragingchallenge.

Many kinds of biological materials have an affinity for binding inorganic and organic pollu-
tants, so that there is an enormous biosorption potential within the countless types of biomaterials
(DHANKHAR and HOODA 2011; GADD, 2009).

The most investigated biosorbents are different micro and macro algae, as well as various
biowastes. As our previous investigations and research showed the algae (e.g. Lyngbyataylorii
micro algae and Undariapinnatifida macro algae) show relatively high metal-sequestering capac-
ity (PAULOVICS et al. 2008; BOKANYT and SAJBEN 2005), although there are very serious disad-
vantages of the algae biosorption process. In case of micro algae this is the necessity of effective
and economically feasible separation of loadedbiosorbent from the solution, or of the algae im-
mobilization. In case of the latter that is the disadvantageous composition of harvested and pro-
cessed macro algae. Nevertheless, the economically feasible conversion of the biowaste into bio-
sorbent results in the value-added product, as well as meets theendeavours of circular economy.

There are countless research reports on the biosorption process using waste-based sorbents,
although the mechanism of their biosorption is not fully revealed yet.

The first objective of the research presented was to investigate and compare the adsorption
behaviour of biowastes (e.g. natural and chemically modified sunflower seed hulls and soybean
hulls) and that of algae (e.g. Lyngbyataylorii micro algae and Undariapinnatifida macro algae) in
mono-cationic systems containing lead and cadmium cations.
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Present paper connects to our previous research. The investigated biowastes have lower metal
adsorbing capacity than the algae, but the adsorption capacity of biowastes can be enhanced with
base washing (BW) and citric acid (CA) modification according to more authors (ZHu et al. 2008
and LI et al. 2011), thus chemical modification of sunflower seed hulls (SFH) and soybean hulls
(SBH) were carried out according to the similar method previously described by L1 et al. (2011).
Previously we conducted the base washing (BW) and citric acid (CA) modification of SFH and
SBH, but we didn’t receive the expected improvement of the capacity, thus we conducted again
this modification in case of SFH. Our new measurements with modified SFH haven’t proved that
the capacity of SFH can be increased by the applied base washing (BW) and citric acid (CA)
modification. For the explanation of this phenomenon, and to understand the mechanism of metal
uptake process BET specific surface, FT-IR analysis and &-potential measurements were used.

2. MATERIALS AND METHODS/AREA DESCRIPTION

Biowastes as biosorbents
Biosorbent materials presented in this paper (i.e. sunflower seed hulls [SFH] andsoybean hulls
[SBH]) were originated from a vegetableoil production company located in North-Hungary.

Preparation of natural biosorbents

The sunflower seed hulls and soybean hulls were ground in Retsch SM 2000 cutting mill equipped
with a 2 mm screen and afterwards sieved. Fractions between 200 and 315 um were selected for
our further experiments, and wererepeatedly washed three times in deionized water (50 g of bio-
mass with 3 times 200 mL of deionizedwater) in order to remove surface contaminations.The
hulls were then dried at 80 °C for 24 h andcooled in a desiccator.

Modified (BW and CA) biosorbents

Adsorption capacity of different biowastes can be enhanced with base washing (BW) and citric
acid (CA)modification according to ZHu et al. (2008), thus chemical modification of sunflower
seed hulls and soybean hulls were carried out according to the similar method previously
described by Li et al. (2011) (see Figure 1).

Solution preparation

Lead(ll) solutions were prepared by dissolving solid lead(ll) nitrate (VWR Chemicals company)
in deionized water. Cadmium(ll) solutions were prepared by dissolving solid cadmium nitrate
tetrahydrate (SIGMA-ALDRICH) in deionized water. The initial pH values of the working solu-
tions (before and after the biosorption) were adjusted between 5.0 and 5.2. Diluted 0.1 M NaOHor
0.1 M HClwere used for pH adjustment.

Biosorption experiments

Biosorption of cadmium and lead on the surface of SF, SB, modified SF (M-SF) and modified SB
(M-SB) were investigated in mono-cationic systems. Batch equilibrium sorption experiments
were performed in 250 mL Erlenmeyer flasks. The initial Pb?* or Cd?* concentration were 20; 50;
80; 100; 200; 300; 400; 600; 800; 1000; and 1500 mg/L. The concentration of biomass was 1 g/L




68 Jozsef Paulovics—Khishigsuren Natsagdorj—Ljudmilla Bokdanyi

(100 mg biomass in 100 mL solution). The suspension was shaken at 150 rpm for 18 h at the
temperature of 25°C by using adjustable incubator shaker WiseCube WIS-20.
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Figure 1
Combined (base washed (BW) and citric acid (CA)) modification of biowastes
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Determination of sorption isotherm

Suspended solid particles were removed afterthe biosorption experiments by using filter
paper(grade: 1,289; diameter: 150 mm; 84 g/m?). Afterthe filtration some drops of HNO3z were
added tothe separated liquid samples. Prior to the testing inICP-OES or AAS, all the samples were
refrigeratedat approximately 4 °C.

The concentrations of the metals in liquidphase were subsequently determined by usinginduc-
tively coupled plasma optical emissionspectrometer (ICP-OES), type: SPECTRO CIROSVISION
at KISANALITIKA Laboratory Services Ltd.in case of biosorption on natural biomass and modi-
fied SFH, and byusing atomic absorption spectrometer (AAS) atInstitute of Chemistry, University
of Miskolc in caseof the modified biomass.

The measured metal concentrations were used to calculate the adsorption capacity (Geq [mmol g™])
of the biosorbent applying the following mass balance equation:

Oeq = (Co-Ceq)*V/m (1)

whereCo, Ceq, V and m are initial metal concentration (mmol/L), metal concentration at
equilibrium (mmol/L), the volume (L) of the solution and weight (g) of adsorbent, respectively.

3. RESULTS AND DISCUSSION

Figure 2 shows the sorption capacity of the investigated algae (e.g. Undariapinnatifida macro al-
gae and Lyngbyataylorii micro algae). In the Figure 3 sorption capacity of investigated biowastes
(i.e. natural and chemically modified sunflower seed hulls and soybean hulls) can be seen regarding
the Pb?* and Cd?*.

These algae show relatively high metal-sequestering capacity, although there are very serious
disadvantages of the algae biosorption process. In case of micro algae this is the necessity of ef-
fective and economically feasible separation of loaded biosorbent from the solution, or of the algae
immobilization. In case of the latter that is the disadvantageous composition of harvested and pro-
cessed macro algae.

Figure 3 proves that the applied biowastes (sunflower seed hulls and soybean hulls) are able
to reduce the Pb?* and Cd?* concentrations in model solutions, but these uptake capacities are not
outstanding among other biosorbents.

Nevertheless, it can be worth studying their applicability as a biosorbents. Other authors (e.g.
ZHU et. al. 2008) also reported that agricultural by-products are high volume, low value and un-
derutilized lignocellulosic biomaterials, and contain high levels of cellulose, hemicellulose and
lignin.

Adsorption capacity of crude agricultural by-products is low in general, but chemical modifi-
cation has shown great promise in improving the adsorption and the cation exchange capacity of
agricultural by-products. Citric acid (CA) is a low cost material used extensively in the food in-
dustry ZHu et. al. (2008).

Because of the above mentioned reasons we have also conducted the combined (BW and CA)
modification of SFH and SBH according to LI et al. (2011). Our measurments didn‘t prove the
increased capacity of SFH and SBH with this modification, and we experienced uncertanity when
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the ceq Was greater than 3 mmol/L, thus we repeated the modification experiment with SFH (see

Figure 4).
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Sorption capacity of sunflower seed hulls; (b) Sorption capacity of soybean hulls; (c) Sorption
capacity of modified sunflower seed hulls; (d) Sorption capacity of modified soybean hulls
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Sorption capacity of modified sunflower seed hulls

From our previous (Figure 3 ¢ and d) and repeated (Figure 4) investigation we can conclude that
Pb?* and Cd?* sorption capacity of the investigated biowastes could notbe increased by the applied
modification, because natural biosorbents show higher capacities than the modified ones.For the
explanation of this phenomenon, and to understand the mechanism of metal uptake processBET
specific surface, FT-IR analysis and &-potential measurements were used.

According to ZINICOVSCAIA et al. (2017) the biosorption process includes physicochemical
interactions between metal ions and several anionic ligands present on the biomass like carboxyl,
phosphoryl, carbonyl and sulfhydryl. The efficiency of metal biosorption is strongly dependent
on experiment parameters such as: pH, temperature, and the concentration of sorbate and sorbent.
The pH value plays an important role in biosorption process, because it influences the speciation
of metal in the aqueous solution, the ionization of surface functional groups, and the binding sites
on the surface of the biomass (ZINICOVSCAIA et al. 2017; AMINI et al. 2013).
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Effect of pH was studied in the range 1...7. The initial pH values, in case of untreated Pb?* and
Cd?* solution, were above 5 pH value and values after adsorption were slightly decreased under
pH 5 (see Figure 5a and b). After adsorption with combined modification, pH values significantly
dropped under 3.5 for almost all solutions in case of Pb?* and values decreased between 3.96 and
3.14 pH in case of Cd?* (see Figure 5¢ and d).

One of the possible explanations for lower capacities in case of combined modification can
be the significant decrease of pH value after biosorption, since the initial pH decreased from 5
to about 3.

This significant drop of pH values after biosorption can indicate that the citric acid hasn’t
modified the surface of the biowastes, but it has been adsorbed to the surface as a citrate salt,
releasing the H* ions. Nevertheless the adsorbed citrate did not increase the adsorption capacity.
The pH drop in turn led to the increase in the cations mobility and lower adsorption.
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Figure 6
(a) FTIR spectra of modified SFH; (b) FTIR spectra of modified SBH
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Functional groups responsible for metal binding were determined by Fourier transform infrared
spectroscopy (see Figure 6). Both modified SFH and modified SBH have peaks at similar
wavenumbers and when the biomasses were loaded with Pb?" and Cd?*, the FT-IR spectrum
showed the adsorption of cations leads to the intensity and wave number shifting. The highest
deviation from the unloaded biomasses curve appears at around 1030 cm, which corresponds to
—C-0 alcohols and carboxylic acids. The broad peak observed at 3444 cm corresponds to the
O-H stretching vibrations of cellulose, pectin, absorbed water, hemicellulose and lignin. These
infrared measurements also revealed the presence of such functional groups as amide groups
(1651 cm), —-C = O from carboxyl or ester groups (1739 cm™?). Peaks appeared at similar
wavenumbers in case of natural SFH and SBH, thus the applied modification did not considerably
influence the appearing of newer functional groups responsible for binding (PAuLoviIcs and
BOKANYI 2017).

4. CONCLUSIONS

Investigated biosorbents(i.e. natural sunflower seed hulls and soybean hulls as biowastes,
Lyngbyataylorii micro algae and Undariapinnatifida macro algae) were able to reduce the Pb?*
and Cd?* concentrations in model solutions. Uptake capacities of these biowastes are not out-
standing among other biosorbents, but their application has several advantages (e.g. inexpensive,
great abundance, macroscopic etc.), thus their further investigation is extremely justified.

According to ZHu et al. (2008) chemical modification has shown great promise in improving
the adsorption and the cation exchange capacity of agricultural by-products, thus we tried to re-
produce the experiments of LI et al. (2011) on SBH. We also applied this BW and CA modifica-
tion on SFH, and conducted this experiment twice. None of our applied modifications provided
the expected improved sorption capacities regarding Pb?* and Cd?*.

According to our measurements natural sunflower seed hulls and soybean hulls have higher
adsorption capacity towards dissolved-cadmium and lead ions than chemically modified SFH
and SBH.

One of the possible explanations for lower capacities in case of combined modification can be
the significant decrease of pH value after biosorption, since the initial pH decreased from 5 to
about 3. This significant drop of pH values after biosorption can indicate, that the citric acid did
notmodify the surface of the biowastes likely by adsorption of citrate and release of H*. Never-
theless the adsorbed citrate did not increase the adsorption capacity. The pH drop in turn led to
the increase in the cations mobility and lower adsorption.

The main adsorption mechanism of Pb?* and Cd?* on sunflower seed hulls has electrostatic char-
acter, while the biosorption on soybean hulls took place by a specific sorption according to our zeta-
potential measurements. These phenomena did not change after the chemical modification of bio-
sorbents (PAULOVICS and BOKANYI 2017).

FT-IR spectra showed that sunflower seed hulls (SFH), soybean hulls (SBH), modified SFH
and modified SBH have similar functional groups on their surface, like —C—-O alcohols and car-
boxylic acids, O—H groups, amide groups and —C = O carboxy! or ester groups, the adsorption of
cations leads to intensity and wave number shifting.
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Abstract

Food, agriculture and wood industries are responsible for the production of huge amounts of biological
waste materials. In many cases, these materials can be used as efficient biosorbents or low-cost carriers. In
order to improve their properties, conversion into their magnetic derivatives can be very useful.

Diamagnetic biological materials (e.g. prokaryotic and eukaryotic microbial cells, lignocellulose mate-
rials, soluble and insoluble biopolymers etc.) can be magnetically modified in order to obtain smart bio-
materials exhibiting an appropriate response to external magnetic field. Magnetic modification of originally
diamagnetic biological materials is usually based on the attachment of magnetic iron oxides nano- and
microparticles on the surface or within the pores of the treated material. Magnetic modification can be
performed using different procedures, e.g. by magnetic fluid treatment, mechanochemical synthesis and by
direct or indirect microwave assisted synthesis. The most general magnetization procedure employs mag-
netic iron oxides nano- and microparticles prepared by microwave assisted synthesis from ferrous sulfate.
Magnetically responsive biomaterials have been efficiently used as adsorbents of both organic and inor-
ganic xenobiotics, affinity adsorbents for isolation of target biomolecules, carriers of various affinity lig-
ands, biologically active compounds and cells or whole-cell biocatalysts. The potential of magnetically
responsive biomaterials will increase in the near future.

Keywords:Biological waste, magnetic modification, magnetic adsorbents



EFFECT OF SYNTHESIS CONDITIONS ON THE FORMATION
OF SPHERICAL SILICA PARTICLES WITH AMINO GROUPS AND
THEIR INVESTIGATION IN SORPTION AND
AS ANTIBACTERIAL AGENTS

INNA MELNYK®2-VERONIKA TOMINA2-NATALIYA STOLIARCHUK?*-
ANASTASIYA LEBED*-IRYNA FURTAT*~-MARIA KANUCHOVA*-
MIROSLAVA VACLAVIKOVA!

Ynstitute of Geotechnics of SAS, Watsonova 45, 04001Kosice, Slovak Republic,
melnyk@saske.sk, vaclavik@saske.sk
2Chuiko Institute of Surface Chemistry of NAS of Ukraine, Generala Naumova 17, 03164 Kyiv, Ukraine,
stonata@ukr.net, v.v.tomina@gmail.com
3National University of Kyiv-Mohyla Academy, Skovoroda 2, 04070 Kyiv, Ukraine,
furtat.im@gmail.com, anastasia.lebed3@gmail.com
4Technical University of Kosice, Letna 9, 04200 Kosice, Slovak Republic,
maria.kanuchova@tuke.sk

Abstract

Spherical silica particles with amino groups are simple and unique, as well as convenient materials for
application in catalysis, nanomedicine, separation processes, adsorption, or energy-storage technology.
Usually, the procedure of producing aminosilica particles includes two stages: (1) production of pure silica
particles and (2) their post-synthetic grafting using aminopropyltriethoxysilane (APTES). In our research
we considered one-pot synthesis technique of obtaining aminosilica nanoparticles with different sizes, con-
tent of amino groups, specific surface areas, and combinations of hydrophobic and amino groups on the
surfaces. Particles’ morphology and composition of the surface layers were analyzed using SEM, IR spec-
troscopy, XPS, elemental analysis, z-potential measurements, and adsorption methods. Depending on the
structure-forming (tetraethoxysilane or bridged silanes) and functionalizing agents (silanes with amino,
methyl, and phenyl groups), the surfaces of such particles contain silanol, hydrophobic, and amino groups.
Therefore, different types of interactions are possible during the adsorption processes on the surfaces of
such materials. Such material could adsorb up to 3.2 mmol/g of copper(ll) ions from aqueous solutions, as
well as organic dyes, such as Acid red 88 (262 mg/g) and Methylene blue (146 mg/g). It was shown that
1% (v/v) water suspension of Cu(ll)-containing silica nanoparticles demonstrated up to 98.7% of antibac-
terial activity against S. aureus in 120 min, 99.9% - E.coli, 99.9% — P. aeruginosa, 84.5% — C. albicans. In
conclusion, the proposed approaches provide control over the properties of the final materials necessary to
create sorptive nanomaterials.

The research is financed from the SASPRO Programme No. 1298/03/01.

Keywords: aminosilicamicroparticles, porosity, adsorbents, copper(ll) ions, organic dyes, antibacte-
rial agents
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Abstract

As various electrical and electronic equipment pieces are frequently replaced due to technological devel-
opment or changes, the recycling of the generating in huge amount e-wastes is of outstanding importance.
The research in this field is inevitable in the spotlight of creating the circular economy. The recycling
strategy is generally aiming at the recovery of materials like plastics and metals, as well as of valuable,
even critical elements and compounds along with the satisfactory treatment of toxic ones. For this sake the
mechanical treatment is combined with the chemical/bio/thermal techniques.

Due to the numerous elements used for their manufacturing, LCD (Liquid Crystal Displays) display
panels provide a wide range of valuable and critical, but also toxic elements. Thus, instead of disposal of
waste LCD panels, the recovery of such elements can not only prevent possible environmental hazards but
endorse the utilisation of secondary raw materials.

It was proved that the mechanical pre-treatment is an important step, first of all, to recycle materials
like plastics and common metals. Furthermore, the chemical mass transfer is governed by the concentration
gradient, the area exposed and the retention time. Nevertheless, the presence of the “alien” components in
the mass transfer can dramatically decrease the concentration gradient, the contact surface, as well as the
diffusion rate. And finally, the lower the material flow to be submitted for the chemical processing, the
lower the specific reagents requirement and, therefore the costs of the process (BoKANYT 2014).

Thus, the mechanical removal of LCD polarizing film seems to be highly advisable; however is not
easy, needs 200-250 °C high temperature as well. At the same time, the ITO (Indium-Tin-Oxide) surface
layer at favourable conditions can be exposed for the diffusion even without removing polarizing foil.

Therefore, one experimental series of our current research was focused on the comparison of acidic
leaching of the stripped and ground LCD panel with and without the polarizing film. Another experimental
series was devoted to the effect of fineness on the leachability of indium, tin and other elements. Thereafter,
ground LCD was produced with different fineness in Retsch ZM 200 centrifugal mill. Based on the data
obtained, important conclusions were drawn.

Keywords:LCD panel, critical elements recycling, mechanical preparation, acidic leaching
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1. INTRODUCTION

Nowadays, e-waste is one of the fastest growing waste streams. It was estimated that ~44.7 million
tonnes of e-waste were generated in 2016 and, with an annual growth rate of 3-4%, is expected to
reach ~52.2 million tonnes in 2021 (BALDE et al. 2017).E-wastes are a potential resource for various
valuable materials and critical metals such as indium, rare earth elements, precious metals, lithium
and cobalt, as these are widely consumed in the production of electric and electronic equipment
(ZHANG et al. 2017). Liquid crystal displays (LCDs) are widely used in TVs, laptops, desktops and
any other device with a screen. Thus, with the emergence and replacement of a great amount of
LCD electronic devices, the recovery of certain elements, i.e. indium or tin, from the waste LCDs
is a relevant research topic.

Numerous studies have been reported on the research of indium production from waste 1TO
targets (HSIEH et al. 2009; Li et al. 2011), but only a few deals with the indium recovery from
waste LCD displays. That is why it is became a very important task nowadays. In case of this
latter, the first and very important part of the process is the pre-treatment method, which involves
the separation of the polarizing film, as well as the liquid crystal from the surface of the glass
substrate. L1 J. et al. studied the separation of the polarizing film by thermal shock, and ultrasonic
cleaning was used for the removal of liquid crystal. For the dissolution of indium a mixture of
hydrochloric and nitric acids was applied at 60 °C for 30 min (LI et al. 2009). After the thermal
treatment and ultrasonic washing the effect of a high energy ball grinding was studied by Lee et
al. The leaching process was carried out with The ground product was then leached with a mixed
acid solution (H20:HCI:HNO3 = 50:45:5) solution for 30 min. It was concluded that higher recov-
ery of indium was achieved at room temperature after using high energy ball mill, than by using
a conventional shredding machine (LEE et al. 2013). Based on the experimental results of Yang
etal. 1M HCl and 1M H,SO, solution was also proved to be suitable for the dissolution of indium
(YANG et al. 2013). The selective recovery of indium from the acidic solution is also a key factor
for an effective and economical technology. Precipitation is one of the possible ways, but cemen-
tation of indium on Al or Zn particles was also investigated (MURATANI et al. 2010), as well as
the solvent extraction (VIROLAINEN et al. 2011; RUAN et al. 2012) is also used widely for the
selective separation of indium in the experimental studies.

The effect of different pre-treatments has been examined for the separation and recovery of glass,

plastic and various metals, mainly indium. Among thermal treatments, the pyrolysis was mainly
used to remove organic materials, the recovery rate of indium in leaching was examined (FERELLA
etal. 2017; WANG and Xu 2016; ZHANG et al. 2015).
During the experiments of HASEGAWA et al. (2013), ITO-glass was crushed into approximately
30 mm x 50 mm pieces, then the size of particles was reduced by milling in a ceramic pot mill
combined with alumina balls of different sizes. When milling was performed for 6 h at 150 rpm, the
fine particles facilitated the rate of indium extraction with amino-polycarboxylate chelats. SILVEIRA
et al. (2015) investigated the effect of the particle size of the panels on the dissolution efficiency
of indium. For their experiments, a knife mill, hammer mill, and porcelain ball mill were used
before acid leaching with H,SO.. During leaching, the concentration, solid/liquid ratio, tempera-
ture and leaching time were also examined. It was concluded that one of the most important pa-
rameters affecting the dissolution efficiency is the size of the particles to be leached.
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Thus, it can be concluded that mechanical pre-treatment is an important step in the processing
of waste LCD panels.

For the experiments described in the article, an experimental series focused on the comparison
of acidic leaching of the stripped and ground LCD panel with and without the polarizing film.
Another experimental series was devoted to examining the effect of fineness on the leachability
of indium, tin and other elements.

2. MATERIALS AND METHODS

A mixture of 12 LCD displays from various types and brands of dismantled televisions was used
for each experiment. The structure and design of a standard LCD panel can be observed in Figure
1. An LCD panel consists of several layers in a sandwich structure:on the outside, polarising foils
are adhered to 0.4-1.1 mm thick glass substrates, latteraccount for 40-50 wt.% of the panel. The
inside of the panel, the liquid crystals and the conductive indium tin oxide (ITO) layer are enclosed
in a colour filter (CF) and thin film transistor (TFT) layerwhich are approximately 140-150 nm
thick. ITO is a mixture of indium(l1) oxide (In.03) and tin(IV) oxide (SnO2), with 80-90 wt.% of
In203, and 10-20 wt.% of SnO- (FAITLI and MAGYAR 2014; UEBERSCHAAR et al. 2017; WANG et
al. 2017).

White un-polarized light (background lighting)

Polarizer foil
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-Polarizer foil
Visible picture (picture)
Figure 1
The structure of an LCD panel
(UEBERSCHAAR et al. 2017)

To compare the effect of the polarising foil on the properties of the ground panels and on the effi-
ciency of acidic leaching, the experiments were carried out using LCD panels with (hereinafter LCD
F) and without the polarising foil on (hereinafter LCD NF). Figure 2 summarises the processing
flow sheets of both experiments.

When the foil wasn’t removed (Figure 2.a), the stripped displays were first crushed using a
hammer mill under 8 mm particle size, then ultrasonic washing at 40 Hz was carried out with a
solution of surfactant at 40 °C for 30 minutes. The feed with particle size between 3.15-6.3 mm
was further comminuted with Retsch SM 2000 cutting mill under 4 mm. Finally, before acidic
leaching, the particle size was reduced below 1 and 0.5 mm with Retsch ZM 200 centrifugal mill
at 14,000 rpm.

For the experiments with LCDs without foil (Figure 2b), the film removal and the ultrasonic
washing of the LCD panels were carried out in accordance with the literature (LI et al. 2009;
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MISKUFOVA et al. 2018). First, the panels underwent an ~230 °C thermal shock treatment for 2-
3 minutes to remove the polarising film. Next, after ultrasonic washing (40 °C, 40 Hz, 30 minutes)
with a solution of surfactant to remove liquid crystals, the ITO glass was crushed in a hammer
mill under 8 mm. Finaelly, the particle size of product of the hammer milling was further reduced
under 1 mm and 0.5 mm with Retsch ZM 200 centrifugal mill at 14,000 rpm.

The acid leaching of all samples was carried out with a 1:1 (g/mL) dilution ratio with 1 M HCI
in Erlenmayer flasks, using 150 min intensive stirring in a shaking apparatus at 55 °C for 1 h
using the elaborated earlier procedure (BOKANYI et al. 2014 1).

A 12LCD panels |-

e ™
.

N

x <8mm | Thermal separation of polariser film |
l
Ultrasonic washing Polariser film ITO glass
Cutting mill | x<4mm Ultrasonic washing
Centrifugal mill x <8 mm

|

x<1 mm ‘( < 0.5 mm
Acid leaching Acid leaching Centrifugal mill
x<lmm_— T X <05 mm
‘ Solution | ‘ Solid rcsiduc| ‘ Solution ‘ | Solid residue | Acid leaching Acid leaching
[ Solution | [ Solid residue | [ Solution | | Solid residu |
Figure 2

The processing flowsheet of LCD panels a) with and b) without polarising film

The particle size distributions were determined by sieve analysis (after hammer and cutting mill)
and using a CAMSIZER X2 particle size and shape analyser (after centrifugal mill). The micro-
scopic image was taken using a Zeiss Axioskop 2 MAT optical microscope.

The chemical analysis of the base materials and the acidic leachate solutions was carried out
at the Institute of Chemistry, University of Miskolc, using ICP-OES analysis.

3. RESULTS AND DISCUSSION

3.1. Film separation

Both the CF and TFT layers of the various LCD panels (Figure 3) were used for the experiments.
After the thermal treatment, most of the film could be removed from the glass and the pieces from
which the film couldn’t be separated were discarded. The mass balance of the panels after the foil
removal with thermal shock treatment is summarised in Table 1.
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Table 1
The mass balance after foil removal
Glass, wt.% Polarising film, wt.% .
0, 1 ! 0,
Feed, wt.% CE TET CE TET Discard, wt.%
100 43.36 42.03 6.21 5.68 2.62

Figure 3
The 12 LCD displays (left) andthe TFT and CF layers of the panels (right)

3.2. Comminution
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Figure 4
The particle size distributions of the LCDs after hammer and cutting milling
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After film removal, the panels were crushed in a hammer mill with 8 mm sieve. Due to the different
mechanical properties of the glass and the polarising film — the glass is brittle while the polarising
film is flexible —, the particle size distribution of the hammer milled products were rather dissimilar.
In case of the LCD F, over 40% of the particles were over 3.15 mm sized. On the other hand, the
hammer milling of the LCD NF resulted in much finer particle size product, with only 6.7% of the
particles over 3.15 mm and more than 80% between 0.63-3.15 mm.

To prepare an appropriate feed for the subsequent centrifugal milling, the LCD F panels were
subjected to two-step comminution: the 3.15-6.3 mm LCD F particles were further ground using
Retsch cutting mill under 4 mm. The acquired particle size distributions are illustrated in Figure 4.

Furthermore, some residual polarising film could be observed on certain >6.3 mm LCD NF parti-
cles; this was again confirmed by the optical microscopic analysis (Figure 5). Thus, the preliminary
crushing of the LCD NF panels is not only applicable for the size reduction, but also for the separa-
tion of larger particles with some polarising film still adhered to the glass.

Figure 5
The >6.3 mm LCD NF particles (top), and the remaining foil (white) on the CF layer (bottom)
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The size reduction of the samples under 1 and 0.5 mm was carried out using Retsch ZM 200
centrifugal mill: the <1 mm samples went through a 1-step comminution, while the <0.5 mm
samples were first ground to under 1 mm and then under the desired particle size. The products
of the milling processes can be observed in Figure 6.

LCD ¥ [ j¢p 3 LD N¥F LCD uF

' mm 0.5 mm I e ‘ 0.5 mmm

Figure 6
The products of the centrifugal milling

As it can be seen in Figure 6, the colour of the finer particle sized products was considerably
darker than the <1 mm sized samples. After centrifugal milling, the particle size distribution of
the samples was examined as well (Figure 7).
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Figure 7
The particle size distributions of the LCDs ground in centrifugal mill
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The examination of the particle size distributions revealed that the xio values of the same-sized
samples were almost identical, X10=40.25 pm and X10=48.86 um for the <1 mm F and NF LCDs,
and X10=15.66 pm and Xio= 15.30 um for the <0.5 mm F and NF LCDs. However, the different
trends of the particle size distributions get prominent as the particle size is increased. The median
particle sizes of the LCDs without the polariser film are lower in both the <1 mm and <0.5 mm
particle size ranges (Xso = 192.09 pm and Xso = 64.93um, respectively), then the LCDs with the
film on (Xso=284.76 um and xs0= 91.22 pum, respectively). Moreover, the two LCD NF curves
indicate that the yield of coarse particles is similar in both samples. Thus, it can be stated that due
to the film is still attached to the glass, the LCD NF samples have finer particle size distributions
than the LCD F samples.

3.3. Chemical processing

After acid leaching with 1 M HCI solution, the acquired leachate solutions of the <0.5 mm samples
showed a strong green discolouration in case of both the LCD F and LCD NF samples (Figure 8).
The material composition of the leachate solutions is summarised in Table 2.

-
D

¥ \o"

b)

\C D
iV o

Figure 8
The acquired acidic leachate solutions of the a) LCD F and b) LCD NF samples

Table 2

The material composition of the acidic leachate solutions

As Cu Fe In Mn Sn Sr
Examined material
mg/L

LCD F <1 mm 0.124 8.15 731 40.9 22.2 11.8 233
LCD F <0.5 mm 0.213 2.08 4310 33.7 95.1 11.1 369
LCD NF <1 mm 0.220 2.34 1553 139.0 35.9 19.2 285

LCD NF <0.5 mm 0.602 2.32 6866 122.0 156.0 15.1 465
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Based on our earlier results (BOKANYI et al. 2014 _2) and chemical analyses, it was clearly re-
vealed, that the mass transport is definitely hindered by the foil in both examined particle size
ranges. The enrichment of the presented metals was in every case higher, when the foil was re-
moved before the leaching tests, with one exception in case of the copper, when the recovery was
almost 4 times higher from the sample LCD F <1mm compared to the other experiments. For
example, in case of Mn, In, Fe and As, the leachability was much higher without the foil, about
twice as many. In case of Sr, and Sn the effect of the foil removal showed not so remarkable
changes in enrichment values. The effect of particle size reduction for the efficiency of the leach-
ing was not the same comparing the recovery of the presented metals. In case of Sr, Mn, Fe and
As it is proved, that the finer particle size enhanced the metal dissolution. Nevertheless, regarding
the results related to Sn and In it is clear, that the further particle size reduction was maleficent.
The explanation for this phenomena can be found, considering that the In and Sn is presented in
the ITO layer on the surface of the glass substrate. The best results were obtained for In, in LCD
NF< 1mm case, when the indium dissolution was complete.

4. CONCLUSIONS

The examination of the effect of mechanical preparation of LCD panels on metal recovery with
acidic leaching is presented in the article. The effect of both removing and keeping the polarising
film on the metal recovery was also taken into consideration. Using thermal treatment, most of
the polarising film can be removed from the panels. In case of LCD NF samples, the mechanical
treatment of the panels was less complicated than the comminution of LCD F samples. The com-
minution of LCD F samples required two-step crushing to produce the appropriate particle size
for the centrifugal milling. Based on the particle size distribution of the product of the centrifugal
mill, it can be concluded that the LCD F samples have more coarse particles than the LCD NF
samples.

Thus, the polarising film not only affects the comminution procedure to be used, but the param-
eters of the ground products as well.
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Abstract

Andesite stone is widely used in civil engineering and architectural applications. Andesite contains SiO; as
the main component. Therefore, andesite may be used as material for geopolymerization. This work de-
scribes changing of activation solution parameters on final strengths of alkali activated binders — geopoly-
mers made from andesite filler. Samples were tested after 90 days.

Keywords:andesite, geopolymers, compressive strength, flexural strength

1. INTRODUCTION

Natural stones are classified, such as metamorphic (marble, gneiss etc.), sedimentary (limestone,
travertine etc.), or magmatic (granite, basalt, andesite etc.) according to their generation proper-
ties. Andesite is classified as a volcanic rock, a subtype of magmatic rock. Andesite is usedin
many areas in the world, especially in civil engineering and architectural applications such as
pavement, parquet, frame, coat, and dripstone manufacturing. Dust and aggregate are produced
as byproducts during cutting and polishing processes of natural stone for decorative purposes.
Broad scale andesite production generates significant amount of waste material; 70% of the an-
desite is wasted during mining, processing and polishing stages [1-3].

Andesite can be used as alkali activated materials and utilized in synthesis of geopolymers. The
term geopolymer was first used by Joseph Davidovits. He defined the material that is formed in
inorganic polycondensation called geopolymerization. In geopolymerization reaction, three-dimen-
sional structures of AlO, and SiOatetrahedraare created. According to him, only material with peak
at about 55 ppm in 27Al NMR spectrum may be called geopolymer. Only materials produced by
alkaline activation of metakaolin comply with this condition. Later the term geopolymer was used
for all alkali activated aluminosilicate. Nowadays, research in field of geopolymers is focused
mostly on using secondary raw materials like fly ash [4, 5].

Geopolymers now represent a new group of organic substances, because they have significant
environmental and energy potential. They belong in a group of the inorganic polymer covalently
bound macromolecules with the chain consisting of -Si-O-Al-O-. Geopolymers are obtained from
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the chemical reaction of alumino-silicate oxides with sodium silicate solutions in a highly alkaline
environment. As an alkali activating solution, strongly alkaline aqueous solution of sodium or po-
tassium hydroxide is most commonly used [5, 6].

Geopolymer structure is created by sialatenetwork which is composed of SiO4 and AlO4 tetra-
hedron, which are connected to each other through its own oxygen atoms. The empirical formula of
geopolymers, also known as poly(sialates) is Mn{—(Si02)z-A102}n - wH20, where M is a cation
such as K+, Na+, or Ca2+; n is the degree of polycondensation and z is 1, 2, or 3 [4, 7].

Geopolymerization is a complex multi-stage process. The reaction rate and chemical composi-
tion of the final reaction products is dependent on a numbers of factors which can be properties of
the feed material, such as chemical and phase composition, grain size, and material composition of
the activating solution, such as, the water content and the presence of soluble silicates [8].

Geopolymers are materials with many excellent properties such as high mechanical strength,
resistance to low and high temperatures, resistance to aggressive environments or flame re-
sistance [9].

In this paper, we describe an alkaline activation of andesite with the changing of activation so-
lution parameters.

2. MATERIALS AND METHODS

Material used for alkali activation was andesite filler (AF). Alumosilicate component (68%) is sig-
nificant factor for geopolymers preparation. Material was homogenized before alkali activation. No
other treatment was applied to material. Partial chemical analyses of the andesite filleris indicated
in Table 1.

Table 1
Partial chemical composition of used materials.

Material SiO: Al203 CaO Fe203 MgO LOI Other SiO2/Al203

AF 52.01 16.43 8.55 5.5 131 3.71 12.3 3.2

The activation solution was prepared by mixing solid NaOH pellets with Na-water glass and water.
Sodium water glass from the Kittfort Praha Co. with the density of 1.328-1.378 g/cm3 was used. It
contains 36-38% Na,SiOs and the molar ratio of SiO2/Na,0 is 3.2—3.5. Solid NaOH with the density
of 2.13 g/cm3 was obtained from Kittfort Praha Co. containing at least 97%-99, 5% of NaOH.
Particle size analysis (Figure 1) showed that almost 100% of sample sis below 120 um, which
is one of condition to successful geopolymerization process. Plan of experiments and activation
solution parameters are showed in Table 2. AF mixture was stirred with activation solution for 10
minutes, until creation of homogenous mixture. Mixture was then filled into prismatic molds with
the dimensions 40 x 40 x 160 mm and compacted on the vibration table VSB-40. The pastes were
cured in a hot air drying chamber at 80 °C for 6 hours. Thereafter, the samples were removed from
the forms, marked, and stored in laboratory conditions till the moment of the strength test. The
values of compressive strength were determined after 7, 28, and 90 days according to the Slovak
Standard STN EN 12390-3. Mechanical properties were examined only on 90" day of ageing. The



90 Michal Marcin—Martin Sisol-Ivan Brezani

compressive and flexural strengths of the hardened samples was determined after 90 days using the
hydraulic machine Form+Test MEGA 100-200-10D.
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Figure 1
Particle size analysis

3. RESULTS AND DISCUSSION

Properties and composition of feed material plays an important role in alkali activation. The aim of
this experiment was to find out the effect of main activation solution parameters. Compressive
and flexural strengths after 90 days are shown in Figures 2 and 3.

Table 2
Planof experiment
Sample Na20 Ms W
P | 19%] | [mol/mol] | [%]
AF1 5 0 0.25
AF2 6 0 0.25
AF3 7 0 0.25
AF4 8 0 0.25
AF5 5 0.25 0.25
AF6 6 0.25 0.25
AF7 7 0.25 0.25
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sample Na20 Ms w
[20] | [mol/mol] | [%6]
AF8 8 0.25 0.25
AF9 0.5 0.25
AF10 6 0.5 0.25
AF11 7 0.5 0.25
AF12 8 0.5 0.25
AF13 5 0.75 0.25
AF14 6 0.75 0.25
AF15 7 0.75 0.25
AF16 8 0.75 0.25
AF17 5 1 0.25
AF18 6 1 0.25
AF19 7 1 0.25
AF20 8 1 0.25
AF21 5 1.2 0.25
AF22 6 1.2 0.25
AF23 7 1.2 0.25
AF24 8 1.2 0.25
AF25 5 1.4 0.25
AF26 6 14 0.25
AF27 7 1.4 0.25
AF28 8 1.4 0.25
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Compressive strengthof andesitebased geopolymers

From the flexural strengths graph is obvious that the highest strengths was achieved with higher
amount of NayO in the activation solution (7% and 8%). 1.2 and 1.4 of modulus ratio was amounts
were strengths were highest. Flexural strength achieved with these parameters was almost 5 MPa.
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Compressive strengths is showed on Figure 3. This measurement showed very similar tendency,
that higher amount of Na,O and modulus ratio mean higher compressive strengths of andesite geo-
polymers. The highest value was 16.9 MPa.

4. CONCLUSIONS

Alkali activated materials — geopolymers, are a new generation of inorganic binders. Any alumino-
silicate materials can be used to prepare geopolymers, including andesite. This paper describes pos-
sibilities of preparation of geopolymers from andesite with different activation solution used during
preparation. The results shown, those activation solution parameters affect strengths of samples.
Highest values of two main parameters meant highest strengths
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Abstract

In 2016, a Hungarian planning and manufacturing company, the 3B Hungaria LtD. started a project with
the Institute of Raw Materials and Environmental Processing, University of Miskolc to reduce waste land-
filling in the western Hungarian region. A new, almost completely Hungarian developed and produced
waste processing plant has been built in Zalaegerszeg (Buslakpuszta) to treat residual municipal solid
wastes (RMSW) of the region (60 000 tons/year). The designed mechanical-physical technology contains
a bag opener machine, a drum sieve to separate the so called “bio” fraction, a hammer crusher for pre-
comminution of the >200 mm fraction, the newly developed KLME (combined air flow, magnetic and
eddy-current separator, KLME is the Hungarian abbreviation), two NIR sorters, the final shredder and all
the necessary auxiliary equipment. Main products of the technology are the bio and inert fractions (land-
filled at this stage), material streams for recycling, Fe, Al, PET and PVC and the secondary fuel material
(RDF) for energetic utilisation. Paper reports about the commissioning and process engineering tests of the
new plant.

Keywords: KLME separator, residual municipal solid wastes (RMSW), separation efficiency, hammer
mill, rotary shear.

1. INTRODUCTION

Modern lifestyles result in significant municipal waste generation and if we would like to maintain
or even improve the achieved living standards, sustainable waste management is necessary. Accord-
ing to European environmental policy, notably the European Commission’s Roadmap to a Resource
Efficient Europe (EC 2011) and the EU’s Waste Framework Directive (EU 2008), landfilling of
municipal solid wastes (MSW) is the least preferred waste management option. The non-contami-
nated (dry) part of MSW is typically collected strictly separately from the contaminated residual
municipal solid waste (RMSW) (RADA et al. 2009). Even developed countries have to take the long-
term generation of residual municipal solid wastes into account, because even with the application
of a sophisticated selective collection system there are still large amounts of residual materials that
have to be non-selectively collected and handled (AicH and GHOSH 2016). The social, natural and
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economic features of local communities are quite diverse; therefore, beneficial managing options
for the RMSW materials might be specific to a particular community (HANC et al. 2011; MONTEJO
et al. 2011). Figure 1 illustrates the historical change of the European development of waste man-
agement options of MSW handling (POMBERGER et al. 2017).

Total municipal
100 waste treatment
in 1,000 tonnes

Dot-sizes

Osoooo
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v 4 7 7 >
- “ ! 0 10 20 30 40 S 6 70 80 9 100
LT, LV, EE, CY Incinerated in %

Incinerated in %

Figure 1
Different waste management options and MSW quantities
of the EU member states in 1995 and 2014

Figure 1 shows two terniary diagrams. At a given point on a terniary diagram the sum of the per-
centages of the three fundamental waste treatment methods is always 100%. In 1995, one of the
large groups of countries typically applied only landfilling, while the other group did already around
30-30% incineration and recycling. By 2014, the countries were splitted into three parts. The so
called "landfilling" countries still landfilled almost 100% of their wastes. Among the “developing”
countries, Hungary landfilled 60%, incinerated 10% and recycled-composted about 30% MSW.
Afterword the EU has developed even a more conceptual plan. According to Directive 2008/98/EC,
2015/0275 (COD), until 2030, the gradual reduction of landfilling below 10% and the increasing of
recycling and composting above 65% have been targeted for all generated wastes. This is a very
serious challenge for the “developed” countries too mentioned earlier — not to mention — the “land-
filling” and “developing” countries!

Nearly 50% of municipal solid wastes are still landfilled in Hungary today, although major improve-
ments have been made over the past period. More than 3,000 old landfills and dumps had been
closed and recultivated. Some new regional up-to-date landfills had been constructed. Almost eve-
rywhere around the country, selective “to house™ collection systems had been introduced to collect
the “dry” or “packaging” materials and the “bio” materials, however food wastes are still generally
collected with the residual MSW. About 8-12 years ago intensive research was focused on the bio-
logical — mechanical treatment of RMSW, however, mainly mechanical — physical RMSW pro-
cessing plants had been installed. There are more than 20 operating mechanical — physical and me-
chanical — biological RMSW processing plants in Hungary recently (LEITOL 2017). The applied
typical mechanical — physical technology flowsheet is shown on Figure 1.
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Figure 2
Typical mechanical — physical RMSW processing technology and
its main products in Hungary recently
(BokANYT et al. 2017; LEITOL 2017)

Figure 2 shows not only the technology but its main products and general product yields as well.
The so called “bio-fraction” is the fine product of the drum sieve. The bio-fraction product repre-
sents high quantity, because generally 50-70 % (by mass) of the feed goes into this product. Unfor-
tunately, the bio-fraction is still generally landfilled in Hungary. There are two places, namely Pécs
and Gyér, where the bio-fraction is stabilised by an aerobic biological process. The aerobic bio-
stabilisation is advantageous because the mass of the waste stream is decreasing, therefore less land-
fill volume is necessary and the stabilised material is easier to handle on the landfill and the biomass
is transformed into CO- instead of CHs, therefore the greenhouse effect is smaller. However, the
released thermal energy heats the environment and that is a serious disadvantage from a general
environmental and economic standpoint. Intensive research is focusing right now on the local ther-
mal co-utilisation of the bio-fraction and the RDF (refuse derived fuel) products. Another common
feature of recent Hungarian RMSW processing plants, that they can separate only a low percentage
of material streams for recycling. The Fe (ferrite), Al (aluminium), PET and PVC are separated in
some places. In Miskolc there is a manual sorting cabin after the air flow separator, but generally
nothing is sorted because there is no market and downstream industry to buy these secondary raw
materials. If Hungary would like to approach the 2008/98/EC 2015/0275 (COD) EU Directive both
the waste management and the downstream industry will have to be improved. The 5-10% inert
product is also landfilled generally; however the utilisation of these materials in the construction
industry might be a later option too. The main product of recent Hungarian RMSW processing plants
is the RDF. If there is a cement plant nearby, the thermal utilisation of this waste by substituting
fossil fuels is advantageous, but in many places the produced RDF has to be transported into long
distances, into e.g. the Matra Lignite Power Plant. The consortium described afterward has set the
target of the local utilisation of the regional RMSW.

The municipality of Zalaegerszeg decided on the improvement of the MSW management of the
region according to the mentioned EU directives. Nowadays 100% of the RMSW is landfilled in
the up-to date landfill of the community. A consortium formed from a machine and technology
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producer (3B Hungary Ltd.), a scientific partner (the Institute of Raw Materials Preparation and
Environmental Processing, University of Miskolc), and a public waste managing service company
(Zala-Miillex Ltd.) has started the development and construction of an RMSW processing technol-
ogy targeting no-landfilling for this waste stream (FAITLI et al. 2018). The development and con-
struction of the mechanical-physical processing plant as the first stage is supported by an EU-funded
grant.

2. MATERIALS AND METHODS/AREA DESCRIPTION

Before designing a technology, quality and quantity data about the generating RMSW is necessary.
Three sampling campaigns had been carried out. Sampling was based on the Hungarian Standards
MSZ 21420 Parts: 28 and 29, however, a more detailed analysis was necessary for the design of the
RMSW processing technology. On 10-14 October 2016, 5 waste collecting vehicles, on 8-15 Jan-
uary 2018, 17 vehicles and on 5-12 March 2018, another 17 vehicles from the region were selected
for sampling. In each case an average sample of generally 500-800 kg RMSW was taken and pro-
cessed by sieving manually and by a drum sieve machine, by hand sorting, manual sample splitting
and drying at 105 °C in a heating chamber. Table 1 shows a combined RMSW composition result
that was used for the calculations to determine the yields of the technology.

Table 1
Combined results of three RMSW sampling campaigns in the area
Dry composition Zalaegerszeg region
>200 mm

Category lafood 2 non-focmixed fo 1d bio 2paper cardboar composit 5textile 3 hygienic 7a2D  7bPET  7c3D ombustit 9glass 10aFe 10bAl 10cCu 1linert!hazardol3 <20 mn extraneous

Total [041 008 003]009][039]0470.00] 288 [018] 147 ] 0.00 [ 024 [ 1.78 [ 0.00 [ 0.07 [ 0.05 [ 0.01 [ 0.06 | 0.05 | 0.00 | 0.30 |%[5] 11.94]%

Packaging from this | 0.00 | 0.00 | 0.00 | 0.00 | 0.07 [ 0.43 | 0.00 [ 0.00 | 0.00 [ 1.39 | 0.00 | 0.09 [ 0.13 | 0.00 [ 0.00 | 0.00 [ 0.00 [ 0.01 | 0.05 [ 0.00 | 0.00 |%[5] 4.68]%
100 - 200 mm

Category lafood 2 non-focmixed fo 1d bio 2 paper cardboar composit 5 textile 5 hygienic 7a2D  7bPET  7c3D ombustit 9glass 10aFe 10bAl 10cCu 1linert!hazardol3 <20 mn extraneous

Total [201 053019022 [462]068][123]097444]350] 179 [ 169 156][051][1.45][044]0.01]019]0.03]000] 011 |%[5] 24.31[%

Packaging from this | 0.00 | 0.00 | 0.00 [ 0.00 | 0.50 [ 0.68 | 1.23 [ 0.00 | 0.00 [ 3.50 [ 1.79 | 0.87 [ 0.28 | 0.49 [ 139 | 0.44 [ 0.00 | 0.00 | 0.02 [ 0.00 | 0.00 |%[5] 1091]%
50-100 mm

Category lafood 2 non-focmixed fo 1d bio 2 paper cardboar composit 5 textile 3 hygienic 7a2D  7bPET  7c3D ombustit 9glass 10aFe 10bAl 10cCu 1linert!hazardol3 <20 mn extraneous

Total [201 162099 036[573]0.15] 033033 28] 204]096][168][051]131]087[070]0.00]0.34]0.20] 000 001 |%[5] 21.39[%

Packaging from this | 0.00 | 0.00 | 0.00 [ 0.00 | 0.94 [ 0.15 | 0.33 [ 0.00 | 0.00 [ 2.04 [ 0.66 | 1.33 [ 0.23 | 1.23 [ 0.87 [ 0.70 [ 0.00 | 0.00 [ 0.17 [ 0.00 | 0.00 |%[5] 9.91]%
20-50 mm

Category 1afood 2 non-focmixed fo 1d bio 2paper cardboar composit 5 textile 5hygienic 7a2D  7bPET  7¢3D ombustit 9glass 10aFe 10bAl 10cCu 1linert!hazardol3 <20 mn extraneous

Total [131 592 [040] 094717002000 017 [038] 049 ] 001 [049]030][202][014]033]0.00]0.68]017] 000 002 |%[5] 15.80[%

Packaging from this | 0.00 | 0.00 | 0.00 | 0.00 | 1.04 [ 0.02 | 0.00 [ 0.00 | 0.00 [ 0.49 [ 0.01 | 0.26 [ 0.11 | 1.49 [ 0.11 | 0.32 [ 0.00 | 0.00 | 0.13 [ 0.00 | 0.00 |%[5] 4.57]%

<20 mm

Category 13<20mm

Total %[5 26.57/%

Packaging from this %|y| 0.00]%

Category lafood 2 non-focmixed fo 1d bio 2paper cardboarcomposit 5textile 5 hygienic 7a2D 7bPET  7c3D :ombustit 9glass 10aFe 10bAl 10cCu 1linert!hazardol3 <20 mn extraneous

Total 575 814 162 160 17.92 131 156 435 7.82 749 277 410 416 385 254 152 001 127 045 2134 044 |%[3[100.00[%

Packaging from this | 0.00 0.00 0.00 000 255 127 156 000 000 7.41 246 256 074 321 237 146 000 001 036 000 0.00 |%|s| 30.08]%

The named material categories and sub-categories in Table 1 are as follows: 1. BIOLOGICALLY
DEGRADABLE WASTES; la.-eatable food waste, 1b. -non-eatable part of food, 1c. —mixed food
waste (eatable and non-eatable together), 1.d. -other biologically degradable; 2. PAPERS; 3.
CARDBOARDS; 4. COMPOSITES; 5. TEXTILES; 6. HYGIENIC WASTES; 7. PLASTICS; 7a.
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-2D (foils), 7b. -PET, 7c. -3D (other plastics); 8. OTHER NON-CATEGORISED COMBUSTI-
BLES; 9. GLASSES; 10. METALS; 10a. -Fe, 10b. -Al, 10c. —Cu; 11. OTHER NON-CATEGO-
RISED NON-COMBUSTIBLES (INERT); 12. HAZARDOUS; 13. FINE FRACTION (< 20 mm);
14. EXTRANEOUS MATERIALS. Table 1 shows the size- as well as the material composition of
the RMSW. A “2” sieve series was used and five size fractions were measured. The material com-
position of each size fraction was measured too.

Figure 3 shows the flowsheet of the designed technology. It follows the concept of the general
Hungarian RMSW mechanical — physical technology shown in Figure 2, however there are some
new elements as well. Before the drum sieve the waste bags must be opened. Generally a rotary pre-
shredder is applied for this task; however it has a serious disadvantage, namely this machine makes
the Fe and plastic particles to be intergrown and that is a huge problem for the downstream separa-
tion. The energy need of a rotary pre-shredder is also significant. A bag opener machine (Figure 4)
was developed and made here. The big rotor with teeth of the bag opener rotates opposite compared
to the moving floor conveyor; therefore the bags are lifted and teared into the hydraulically sup-
ported standing teeth.

RMSW

Drum sieve - 200
=>| Bag opener |> ﬁ

60 mm 200 mm
BIO l“l':l&‘li(ll¢ 60-200 mm Pre-shredder

‘KLME separator
: rc<—| Magnetic separator |

2D [
| Air-flow separator|-> Inert

Vm

P <-| Eddy current separator |->‘\I
:Stainless

v
PET - PV(
> E PV(
$ NIR 2 (>
PET
*Rl)l’

Figure 3
The designed mechanical — physical RMSW processing technology

The industry standard drum sieve (Figure 5) has two drum shaped screens, one with 60 mm and the
other with 200 mm circular openings. The separated bio-fraction (< 60 mm) will be still landfilled
after this first stage of development. The coarse fraction (> 200 mm) goes into a newly developed
hammer mill (Figure 7) and its braked product is refeed into the 60—200 mm intermediate fraction
before the KLME separator (Figure 5 and 6).
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Figure 4. The moving floor coﬂveyband Figure 5. The drum sieve (back) and
the bag opener the KLME separator (front)

Figure 6 shows the schematics of the KLME separator.

Main technological units:
1. Vibrated feeder
2. Air nozzle
3. Magnetic drum
4. Rotated auxiliary cylin-
der
5. Exhaust cage
6. Eddy current separator

Numbers and short names

0
of products:
I.  Magnetic

Il.  Inert
2 . Al
IV. 3D
V. 2D
Figure 6

The KLME separator schematics

The 60-200 mm intermediate size fraction is fed into the KLME separator by a vibrated feeder. The
air nozzle is located into the bottom of the first part of the vibrated plateau. Heavy particles fall
through the air jet onto the magnetic drum. Magnetic particles are dragged into the Fe product,
heavy inert particles, such as rocks, bricks and so on, as well as wet, therefore heavy books; shoes,
etc. fall into the inert product. Light particles are blown and transported by the air jet. The operation
of the KLME air separators is so complex, details are published elsewhere. When a particle falls
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into the air jet, the initial acceleration part of particle settling is dominant, but afterwards when the
particle is transported by the air jet, the particle settles in it and it has sufficient time to settle, there-
fore the terminal settling velocity is dominant. Another point is that the so called particle (body)
density determines both the initial and terminal particle settling and not the material density. The
material density of the aluminium cans and the PET bottles are significantly different, however their
particle densities might be similar depending on how they had been compressed previously. There-
fore the 2D (foils) and 3D (aluminium, plastics) shaped light particles are also blown by the air jet.
The 3D plastics and aluminium particles settle out from the jet and then an eddy-current separator
separates them into two products. The 2D like foils are sucked into the surface of the exhaust cage,
because there is a strong suction from the middle of this cage. The rotating cage transports the 2D
particles into the 2D output.

Figure 8. NIR sorters

Before the end of the technology there are two NIR sorters (near infrared). The first one is set to
remove the PET and PVC particles and the second one cleans the PET product from this stream by
removing the PVC. By this way the technology separates the Al, PET and Fe materials for waste-
to-material recycling and the PVC is also removed from the produced RDF, because that is neces-
sary for the thermal utilisation. The last machine of the technological flowsheet is a one rotor shred-
der produced by Metso. This is the only non-Hungarian made machine in the built RMSW pro-
cessing plant.

3. RESULTS AND DISCUSSION

The first industrial test with the complete processing plant was carried out on 23 May, 2018. At that
time continuous operation was maintained for about an hour and materials were produced in all the
outputs of the technology, but minor operational clogging and mechanical engineering problems
were arose. After some experimental development a more successful industrial test was performed
on 24 July, 2018. Main technical parameters are shown in Table 2.
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Table 2
Main technical parameters of the 24 July, 2018 industrial test
Parameter Value

Moving floor conveyor speed 0.05 m/s
Revolution number of the bag opener rotor 4.8 1/min
Tangential speed of the drum sieve perimeter 1.13 m/s
KLME air nozzle air flow rate (blow in) 4800 m3/h
air flow rate, sucked out from the KLME 7400 m3/h
Revolution number of the eddy-current separator pole motor 2800 1/min
NIR1 and NIR2 feed belt conveyor speed 3m/s
Belt conveyor speed before the Metso rotary-shredder 1m/s

Detailed process engineering tests have not been carried out yet, when the products are analysed
and yields and efficiences are determined, because mechanical and process engineering
developements are still ongoing. Another reason is that different engineering options are also
tested, namely three different KLME separator constructions (exhaust cage 2D separator, spiked
roller 2D separator and Coanda roller 2D separator) have been tested so far. Each of the
constructions worked well, but each has different advantages — disadvantages. Figure 9 shows
photos about some products of the 24 July, 2018 industrial test.

Fe product

Figure 9
Photos about some products of the 24 July, 2018 industrial test

Figure 9 shows, that these products are fairly cleans. The eddy-current separator worked fine,
because it is clearly visible to the naked eye that there are only a few extraneous particles in this
product. The photo of the Fe product proves the success of the design concept of selecting the bag
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opener machine instead of the rotary pre-shredder, because plastic is not captured in the Fe parti-
cles. The produced RDF is good quality, Figure 9 simply shows it.

4. CONCLUSIONS

The municipality of Zalaegerszeg has decided to improve their MSW managing in the future,
namely they would like to decrease landfilling near to 0%. The first stage of this conceptual plan is
almost fulfilled because a new, almost completely Hungarian made mechanical-physical RMSW
processing plant was inaugurated on 13 July, 2018 at Buslakpuszta, Hungary. There are still ongoing
mechanical and process engineering development work to improve the technology and to gain in-
dustrial experience about different solutions and machine constructions.
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Abstract

An experimental investigation has been made into the effects of different factors on the results of screening
efficiency of polymer samples. The used polyvinyl chloride (PVVC) samples have equal content of “small’,
“large” and “small-to large” particles and filled the whole area of the sieve in one, two and four characteristic
layers during the screening. Visual examination showed that the particle shape was similar in whole particle
size distribution in the one sample tested. In addition to the aforementioned variable, the other factors stud-
ied included samples shape, vibrating amplitude and the duration of screening. Analysis of the obtained
results of the screening rate in laboratory conditions was performed by applying the classical and modified
model of the first order screening kinetics. The results showed that high loading of the sieve requires a
larger vibrating amplitude for good classification and that the high layer reduction of sample is a more
effective remedy for good efficiency than prolongation of sieving time. It has also been shown that the
particles shape has a significant impact on the screening rate. The modified kinetics model (Magdalinovi¢—
Trumi¢) of the first order describes polymer screening kinetics with very good correlation coefficient in all
cases. The application of the classical model is not adequate for determining a screening rate constant since
the correlation coefficients are smaller than the minimum correlation coefficient.
Keywords: polymer, screening, kinetic model, screening rate constant

1. INTRODUCTION

Sieving or screening is the process which separate materials usually according to its particle sizes
using a perforated area, so that small particle sizes (undersize product - between particle with
average size smaller than average aperture size) pass through and larger sizes (oversize product -
particles larger in size than average apreture size) stay on the surface perforated area (Li1u 2009;
YEKELER et al. 2014). TRUMIC and MAGDALINOVIC (2011) was give the definition of mentioned
particles: ‘small’, (particles with the middle, diameter (ds) smaller than 0.75a, where a is the
aperture size, 0 < ds < 0.75a), ‘small-to-large’ (particles with mean diameter (dsl) larger than
0.75a and smaller than a, 0.75a< a), and ‘large’ (particles with the middle diameter (d1) larger
than a and smaller than 1.5a, a < d1 < 1.5a). One can observe that there is not sharp cut between
particle size classes because some larger particles may have passed through the aperature and



106 Milan Trumic—Maja Trumié—Dragan Radulovié

some smaller particles than apreture size remain in the oversize product. The explanation can be
found in the analysis of the influence parameters that determine the efficiency of screening, like
proportions of small and small to large particles in the particle size range (TRUMIC and MAGDA-
LINOVIC 2011), particle shape (BEUNDER and REM 1999; KRUGGEL-EMDEN and ELSKAMP 2014;
ELSKAMP, et al. 2017), and the density of raw materials (TRUMIC et al. 2016). It is also important
to take into account the operating parameters (vibrating amplitude, duration of sieving, sieve
loading) of the device in which the screening is done.

Most of the works regarding screening and sieving Kinetics, i.e. the rate process, were studied
from a different point of view. Generally it has been studied in terms of the rate of sieving of near-
aperture particles for the terminal stages of sieving when the total load on the sieve does not
change appreciably with time (STANDISH, 1985). For this condition for mathematical
interpolation of screening and sieving kinetics, several models are proposed in literature.

The models used in this paper are the first order rate low given by Eq.(1) and Eq.(2)
(STANDISH, 1985; TRUMIC and MAGDALINOVIC, 2011) and the modified first order rate low -
model Magdalinovi¢-Trumi¢ (TRUMIC and MAGDALINOVIC, 2011) given by Eq.(3) and Eq.(4).

The first order screening kinetics:

dm/dt=-km 1)
where dm/ dt is the rate particles of size (—a + 0) pass through the screen in time t, k the screening
rate constant, m the mass of the particles of size (—a + 0) on the screen at time t, and a is the
aperture size.

The Eq.(2) represents a straight line in the coordinate system [t; In 1/ 1-E]

In(1/1-E)=-kt 2
where E is screening efficiency- undersize recovery.

The modified first order screening kinetics:

dm / dt = - kmk, 3)
where dm/ dt is the rate particles of size (—a + 0) pass through the screen in time t, k the screening
rate constant, m the mass of the particles of size (—a + 0) on the screen at time t, and a is the
aperture size and k;, is the change of the probability of screening coefficient.

The Eq.(4) represents a straight line in the coordinate system [t; E/ 1-E]

In(1/1-E)=-kt 4)

where E is screening efficiency- undersize recovery wich may be given by the following formula:

E=1-m/mo (5)


https://www.sciencedirect.com/science/article/pii/S0301751699000071#!
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where m is the mass of particles of size (—a + 0) on the screen at time t, a the aperture size, mo the
initial mass of a particle (-a + 0).

2. MATERIALS AND METHODS

Experiments of sieving kinetics were carried out on PVC pipe and PVC insulation with equal
content of “small’, “large™ and “small-to large” particles. The samples filled the whole area of the
sieve in one, two and four characteristic layers during the experiments. The density of PVC pipe
is 1400 kg/m*and PVC insulation is 1350 kg/m?. As can be seen on the Figure 1a, 1b, PVC raw
materials differ in particles shape. The PVC pipe has mostly cubical, while PVC insulation has a
mostly needle shape particles. Experiments were performed using a sieve and sieve shaker
,Retsch’ (Figure 2a, 2b). The sieving surface used in the experiments was square with openings
of 1,7 mm. Mass of sample in one layer was 80 g. Particle size distribution of samples is given in
Table 1. The variable operating parameters were vibrating amplitude in range 0.2 to 1.4, duration
of sieving — 180 s total, sieve loading from 80g to 320 g.

) o b)
Figure 1
PVC samples a) insulation and b) pipe

a) b)
Figure 2
Laboratory Retsh devices: a) sieve shaker b) sieve
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Table 1
Particle size distribution of PVC samples
d (mm) Samples
-3.35+2.36 10
-2.36+17 30
-1.7+1.18 30
-1.18 + 0.85 20
-0.85 + 0.60 10
Y 100%

*screening was done in one (1L), two (2L)
and four (4L) layers

3. RESULTS AND DISCUSSIONS

The results of the screening kinetics investigation of the PVC pipes were analyzed using classic
and modified model of the first order. The application of the classical model is not adequate for
determining a screening rate constant since the correlation coefficients are smaller than the
minimum correlation coefficient. The modified kinetics model (Magdalinovi¢-Trumic¢) of the first
order describes PVC pipe screening kinetics with a very good correlation coefficient for all tasted
variables. Due to a reliable analysis of the vibrating amplitude value influence on the screening
rate constant and the height of the raw material layer on the sieve, the obtained results will be
shown only using a modified model.

The depedance of vibrating amplitude value and screening rate constant for one, two and four
characteristic layers during the sieving are shown in Table 2 and Figure 3.

Table 2
Depedance of vibrating amplitude and screening rate constant
value for PVC pipe

one two layers four
layer 1L 2L layers 4L
Vibrating amplitude, A Screening rate constant, k

0.20 0.009 0.006 0.001
0.40 0.231 0.049 0.007
0.60 0.799 0.373 0.024
0.80 0.493 0.408 0.047
1.00 0.18 0.15 0.04
1.20 0.134 0.095 0.034

1.40 0.108 0.058 0.027
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Figure 3
Depedance of vibrating amplitude and screening rate constant value for PVC pipe

It can be clearly seen that there is an optimal range of vibrating amplitude at which the screening
rate constant has maximum value. If the screening is done in one characteristic layer, the optimal
amplitude value is 0.6. With the increase in the height of the layer on the sieve, the value of the
optimal amplitude increases, and for two and four layer it is value of 0.8.

Also, it is can be seen from the Figure 3. that in the entire tested amplitude range, the highest
values for screening rate constant k, are achieved when the PVC pipe is screened in one layer, and
at the optimum amplitude k = 0.7992. The doubly less absolute values for screening rate constant
are achieved when the screening is done in two layers and at the optimal amplitude value k =
0.408. Drastically lower values for screening rate constant are achieved in the case of four-layer
screening, and the maximum value for k in this case is 0.0471. Generally, based on the analysis,
it can be said that screening in four layers on the sieve is not efficient because of the low rate of
screening. It should also be noted that the influence of the height of the raw material layer on the
sieve is not negligible.

On Figure 4 and Figure 5 are showen the screening kinetics for optimum amplitude values at
the characteristic layer heights of PVC pipe on the sieve, by classical and modified model of the
first order.
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PVC pipe screening kinetics by classical model of the first order
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PVC pipe screening kinetics by modified model of the first order
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Considering that the minimum value of correlation coefficient is R%min = 0,443 (VOLK 1965), it can
be said that both models describes screening kinetics with good correlation coefficient for two and
four characteristic layers. It should be emphasized that for the entire tested range of amplitude
values, as well as for all tested characteristic heights of the material on the sieve, only the modified
model has a very high correlation coefficient over 0.9. These results confirm previous research of
testing modified model screening kinetics Magdalinovi¢-Trumi¢ (TRUMIC and MAGDALINOVIC
2011; STOJANOVIC et al. 2015a; STOJANOVIC et al. 2015b; TRUMIC et al. 2016).

The second part od investigation is based on analysis of particle shape influence on screening
kinetics.

The results of the screening kinetics investigation of the PVC insulation were analyzed using
classic and modified model of the first order only in optimal range of vibrating amplitude value
and were showen on Figure 6 and Figure 7.

10,00 —4—1L, A=0,6
9,00 ==2l, A=0,8
A4, A=0,8
8,00
7,00
6,00
m
SI'/ >,00 y = 0,0298x
34,00 R?=0,1032
= v
£ y =0,0257x
3,00 R2=0,1793
2,00
1,00
0,00 m/ . . . !
0 50 100 150 200
time t, (s)
Figure 6

PVC insulation screening kinetics by classical model of the first order

Since the minimum value of the correlation coefficient is R?min = 0.443, it can be concluded that
the classical model does not describe the screening kinetics with a reliable correlation coefficient,
even for optimal parameters. From the Figure 7 can be seen that the modified model has a very
high correlation coefficient over 0.9, which generally indicates that this modified model can be
used for the reliable determination of the screening rate constant of raw materials of different
shapes, in different loading of the sieve as well as in wide amplitude range.
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70,00 ¢
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Table 3 shows the values of the rate constant of screening k, of tested PVC samples in 1L, 2L and
4L on the sieve. It can be observed that k decreases with increasing layers on the sieve, which
further states that the effect of the height of the raw material layer on the sieve is not negligible.
Also, the data show that PVC insulation sample with mostly needle particles shape have the
smaller value of k in comparation with the PVC pipe sample with mostly cubic particles shape,

40,00
~—~~
o
30,00 y = 0,1706x
w R? = 0,9906
20,00
10,00
0,00 ; ; .
0 50 100 150 200
time t, (s)
Figure 7

PVC insulation screening kinetics by modified model of the first order

Table 3
Values of screening rate constant for PVC pipe and
PVC insulation using modified model

PVC pipe PVC insulation

1L; A=0.6 0.799 0.338
2L; A=0.38 0.408 0.277
4L; A=0.8 0.047 0.171

which points to the significant impact of the shape of the particles on on the screening rate.

4. CONCLUSION

Based on the experimental data presented in this paper and the analysis of screening kinetics of

PVC samples — pipe and insolation, can be concluded:
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The modified kinetics model (Magdalinovi¢—Trumi¢) of the first order describes polymer
screening kinetics with very good correlation coefficient in all cases.

The application of the classical model is not adequate for determining a screening rate con-
stant since the correlation coefficients are smaller than the minimum correlation coefficient.
There is an optimal range of vibrating amplitude at which the screening rate constant has
maximum value.

High loading of the sieve requires a larger vibrating amplitude for good classification.
Secondary raw material with mostly needle particles shape has a smaller value of k in one
and two characteristic layer, compared to secondary raw material with mostly cubic parti-
cles shape.
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Abstract

In cement mills large amounts of dust are separated from the kiln off-gas by the de-dusting filters.
According to the Best Available Techniques (BAT) Reference Document for the Production of Cement,
Lime and Magnesium Oxide from 2013 the specific generation of cement kiln dust (CKD) is in the range
of 50-200 kg per tonne of cement clinker produced. In some mills this dust can be mixed to the product,
while in other mills it has to be utilized elsewhere or it is sent to landfill, depending on the chemical
composition of the dust. In this study, the CKDs from three different cement mills were investigated with
the focus on the size dependence of the composition. Prior to chemical analysis the CKDs were split into
four size fractions by air classification. After digestion, the concentration of various metals (Ca, Cd, Co,
Fe, K, Mg, Mn, Pb and Zn), of total carbon (TC) and anions (CI- and SO4%) was determined. For the heavy
metals Cd, Pb and Zn a pronounced size dependence was found with considerably higher concentrations in
the fine size fractions. A similar but less pronounced size dependence was found also for the anions and for
K. The concentration of Ca, Fe and TC showed no distinct size dependence. Thus, air classification might
be applied for CKD pre-processing in CKD-utilization, for example to produce heavy metal reduced or
chloride and sulphate reduced fractions.
Keywords: Cement kiln dust, CKD, heavy metals, chloride, sulphate

1. INTRODUCTION

In the burning of clinker in rotary kilns for cement production large amounts of dust are generated.
The dust is separated from the kiln off-gas by means of electrostatic precipitators (ESPS) or fabric
filters before it is released to the atmosphere. The specific generation of cement kiln dust (CKD) is
in the range of 50-200 kg per tonne of cement clinker produced (Institute for Prospective
Technological Studies, 2013). In several cement plants the CKD can be re-incorporated in the
clinker production cycle. However, this can only be done when the limits on the alkali and chloride
concentration in cement are not exceeded. Otherwise, alternative ways of CKD utilization have to
be found or the CKD has to be deposed off in landfill sites (MASLEHUDDIN et al. 2008). Such
alternative applications include agriculture (potash/lime source), civil engineering (soil
stabilization), building materials (lightweight aggregates, low-strength concrete), sewage and water
treatment (coagulation aid, sludge stabilization) and pollution control (sulfur absorbent, waste
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treatment) (LACHEMI et al. 2008; MACKIE et al. 2010; PAVIA and REGAN 2010; PEETHAMPARAN
et al. 2008). There is even the standard ASTM D 5050 — 08 available guiding the use of CKD.
CKDs from cement kilns with a cyclone preheater system are quite fine grained powders. The
reported mass median diameters are in the range from 10 um to 18 um (PEETHAMPARAN et al. 2008;
MACKIE et al. 2010). The chemical composition of CKD was described in several studies (LACHEMI
et al. 2008; PEETHAMPARAN et al. 2008; MACKIE et al. 2010; PAVIA and REGAN 2010). However,
there is no information available on the size dependence of the dust composition.
Air classification is a cost-effective pre-treatment method, which can be applied to separate fine
grained material into different size fractions (LANZERSTORFER et al. 2018). This can be beneficial
when the composition of the material is size dependent. Therefore, in this study the composition of
the CKDs from three cement mills was investigated by particle size.

2. MATERIALS AND METHODS

The CKD samples investigated were collected from the dry de-dusting systems of three different
industrial cement plants. The samples investigated were collected at the dust discharge of the de-
dusting systems of the cyclone preheater kiln systems. Sample A was collected when the kiln system
was in direct operation mode where the kiln off-gas is de-dusted directly after the cyclone preheater
outlet. Samples B and C were collected when the off-gas from the cyclone preheaters was utilized
in a combined raw meal grinding and drying unit. The sample volumes of approximately 2 dm?* was
reduced to an amount suitable for the various laboratory tests using sample dividers, which were
applied repeatedly (Haver RT 12.5, Quantachrome Micro Riffler).

A laboratory air classifier 100 MZR from Hosokawa Alpine was used for dry classification of
the CKD samples. In the first classification step, the finest size fraction was separated from the bulk
of the dust. The remaining coarse fraction was used as feed material in the next classification step,
where the classifier was operated at reduced speed. A detailed description of such a sequential
classification procedure can be found elsewhere (LANZERSTORFER and KROPPL 2014). The speed
of the classifier in the three classification runs was 21,000 rpm, 11.000 and 6,000 rpm and the air
flow through the classifier was 50 m?/h.

The dust particle size distribution was measured using a Sympatec HELOS/RODOS laser
diffraction instrument with dry sample dispersion. The instrument was calibrated using a SiC-
P600°06 standard from Sympatec.

The total carbon content (TC) was determined using a vario TOC select system in solid mode
from Elementar Analysensysteme. For calibration of the system an Elementar Analysensysteme soil
standard with 4.1% TOC/TC was used. The loss on ignition (LOI) was determined at 850 °C using
a muffle furnace.

The concentration of CI" in the samples was determined by leaching in de-ionized water and
subsequent analysis by ion chromatography (IC).

For analysis of metals and sulphate the samples were digested using aqua regia, while for the
determination of the ClI- content the samples were leached with deionized water. The concentrations
of various metals (Cd, Co, Cr, Fe, Mn, Ni, Pb and Zn) was determined by inductively coupled
plasma optical emission spectroscopy using a Horiba Jobin Yvon Ultima2 system. The
concentration of K, Mg, Ca, Cl-and SO,*>- was measured by ion chromatography. Details of the
analytical method can be found elsewhere (LANZERSTORFER 2015a). The measured concentrations
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of Cr and Ni cannot be used because the dust gets contaminated with these elements during the
classification procedure due to some erosion of the classifier wheel (LANZERSTORFER 2015b).

3. RESULTS AND DISCUSSION

The mass median diameter of the size fractions produced were quite similar because the operation
parameters in the classification procedure were the same for all three CKDs. The mass median
diameters of SF1, SF2, SF3 and SFG4 were 1.3+0.1 um, 3.0£0.5 pm 6.5+1.3 pm 17.4£3.0 um,
respectively. The slightly different size distributions of the CKDs resulted in somewhat different
mass fractions of the size fractions (Table 1). The particles size distributions of the size fractions of
CKD A are shown in Figure 1 exemplarily.

Table 1

Mass fractions of the various size fractions
CKD SF1 SF2 SF3 SF4
A 0.196 0.284 0.390 0.130
B 0.183 0.299 0.397 0.121
C 0.233 0.428 0.252 0.087
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Figure 1
Particles size distributions of the size fractions produced from CKD sample A

The mass fractions of the size fractions and the results of the chemical analysis are summarized in
Table 2 (main components) and Table 3 (heavy metals). The recovery of the components in the size
fractions was in the range of 90% to 110%. An exception from this is evident for the recovery of Cr
and Ni where the recovery was significantly higher. This is a result of some erosion of the classifier
wheel, which is made of stainless steel (LANZERSTORFER 2015b).
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The main component in the CKDs was Ca. The carbon (TC) contained in the dust can be assumed
to be present as carbonate. Thus, the amount of CO, calculated from the TC fits well with the measured
value of the LOI. The molar ratio of Ca+Mg to the calculated CO, was close to 1.0.

Table 2
Composition of CKD size fractions: Main components in g/kg dry dust
Ca Mg TC K Cl S04 Fe LOI

CKD A 284 2.0 95 11.50 9.6 11.0 8.3 353
SF1 264 15 86 15.5 11.8 20.0 10.0 330
SF2 296 15 93 11.0 8.5 12.0 8.0 350
SF3 318 2.0 100 9.1 8.1 6.0 8.0 369
SF4 315 2.0 95 13.1 12.4 45 10.3 363
Recovery 106% 93% 100% 104% 100% 90% 104% 101%
CKD B 280 2.0 97 4.0 31 8.90 9.7 350
SF1 313 2.0 90 35 4.0 15.00 10.8 340
SF2 329 2.0 95 4.1 3.0 9.00 10.0 344
SF3 256 2.0 94 3.9 3.2 8.00 10.2 344
SF4 326 3.0 91 35 1.7 9.00 13.4 338
Recovery 106% 106% 96% 96% 100% 109% 109% 98%
CKDC 334 2.2 105 49 48 4.0 6.5 381
SF1 320 2.0 107 5.1 5.9 6.0 8.2 384
SF2 355 2.0 106 45 5.3 4.0 7.1 387
SF3 331 3.0 104 4.0 4.2 3.0 5.5 378
SF4 311 4.0 98 3.8 3.7 25 5.7 355
Recovery 101% 110% 100% 91% 104% 102% 106% 100%

Table 3.

Composition of CKD size fractions: Heavy metals in mg/kg dry dust

Mn Cd Co Cr Ni Pb Zn

CKD A 472 0.48 1.9 26.0 75 14.8 n.a.
SF1 379 0.90 2.4 29.4 14.4 24.6 n.a.
SF2 408 0.61 2.0 26.9 11.3 18.7 n.a.
SF3 500 0.32 1.7 30.9 10.5 11.6 n.a.
SF4 973 0.13 1.6 55.8 12.0 36 n.a.
Recovery 108% 102% 103% 126% 156% 102% n.a.
CKD B 662 0.48 2.6 27.6 13.0 418 n.a.
SF1 591 0.94 3.9 33.1 26.6 82.0 n.a.
SF2 585 0.52 2.2 30.9 16.6 445 n.a.
SF3 768 0.45 2.4 36.7 16.8 35.0 n.a.
SF4 1083 0.16 2.2 54.1 19.3 17.2 n.a.
Recovery 109% 109% 100% 132% 145% 106% n.a.
CKDC 192 0.68 2.1 12.6 15.1 57.1 47.8
SF1 211 0.94 2.4 21.8 25.1 78.8 77.9
SF2 197 0.81 25 17.9 18.7 53.3 49.3
SF3 184 0.32 1.1 15.1 14.9 34.3 29.6
SF4 184 0.13 0.5 16.4 14.6 29.8 15.0
Recovery 102% 97% 93% 142% 125% 92% 101%

n.a. notanalyzed
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The results show little dependence of the concentration on the particle size for the main components
Ca and TC (Figure 2). This is quite reasonable because CaCOs is usually the main component in
CKDs (LACHEMI et al. 2008; PEETHAMPARAN et al. 2008; MACKIE et al. 2010; PAVIA and REGAN
2010).

For the anions CI- and SO4* some size dependence of the concentrations was found. This
dependence is more expressed for SO4% than for CI- (Figure 3). In the coarsest size fraction of CKD
A the concentration of CI~ was increased. For this deviation from the general trend no explanation
was found for the moment. The concentration of K showed a similar trend.

The concentration of the heavy metals Pb and Cd shows distinct size dependence with increased
concentrations in the finest size fractions (Figure 4). The same was observed for Zn (Table 3). These
metals are volatile at cement kiln conditions, which means that they leave the kiln as gaseous
components. When the kiln off-gas cools down in the preheater the heavy metals re-condense on
the surface of the dust. Since the finer particles have a larger specific surface area higher
concentrations of these heavy metals result in the finer size fractions.
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4. CONCLUSIONS

The classification experiments with CKD from three different cement mills showed that the size
dependence of the concentration of various elements is quite similar for the different CKDs. For the
heavy metals Cd, Pb and Zn a pronounced size dependence was found with considerably higher
concentrations in the finest size fractions. For the anions CI- and SO4* as well as for K the size
dependence was less. The concentrations of Ca, Fe and TC showed no distinct size dependence at
all. Thus, air classification might be applied for CKD pre-processing in CKD-utilization, for

example to produce heavy metal reduced or chloride and sulphate reduced fractions.
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Abstract

The huge amount of plastic waste generation is a serious problem nowadays. The great variety of different
plastic materials causes difficulties for human sorters during waste preparation. A better solution for the
problem might be the so-called sensor based sorting, where a sensor identifies particles and an actuator
sorts them into different products with good efficiency. In the western Hungarian region, — in Zalaegerszeg
— a newly developed mechanical-physical municipal solid waste (MSW) processing plant has been built
aiming minimal landfilling. There are two Near-Infrared (NIR) separators in this plant — they had been
designed and manufactured by the 3B Hungaria Ltd. Systematic process engineering investigation has been
carried out with single- and multi MSW particles with the NIR separators. Single particles were fed many
times; yield was defined as the probability of getting into a product. Main effects of improper sorting was
analysed statistically.

Keywords: NIR separator, municipal solid waste (MSW), optical separation, sensor based sorting,
plastic waste

1. INTRODUCTION

Today, in Hungary, the plastic waste ratio in the residual municipal solid waste (RMSW) is about
10-15%, but if the selectively collected plastic waste is also considered, the whole amount can easily
reach 20%. At this time a significant portion of this material stream is recovered into the so-called
RDF (refuse derived fuel) product, the remaining is landfilled, while recycling of this materials still
accounts for a very small proportion (CSOKE et al. 2006). At the beginning of 2018, the European
Commission put forward a new proposal on plastic wastes. This proposal refers to the 10 most
commonly used single-use plastic products and fishing gears in European seas and coasts, account-
ing for 70% of all marine waste. The regulation will seek to reduce plastic waste on several sides,
on the one hand by banning certain products (e.g. disposable plastic cutlery) and on the other hand
reducing consumption by consumers (e.g. food storage containers and cups) and manufacturers (e.g.
filter tobacco, plastic bags) (European Commission 2018).

There are a number of methods for processing these wastes, ranging from low-efficiency density
separators to high-efficiency sensor based sorters (FAITLI et al. 2010; OSBORNE et al. 1986;



Process Engineering Investigation of a Hungarian Developed NIR Separator 123

GUNDUPALLI et al. 2017). The fundament of separation might be many different material features:
colour, density, magnetic susceptibility, heat conductance, etc. (FAITLI et al. 2015 a. and b.). There
are many types of known optical separators. The 3D camera sorter is a commonly used separator,
but in its operation, it ignores many tangible properties of the material such as colour, texture, size,
shape. One option is to examine the samples delivered on a tape using a 3D camera and a weighing
tape, which means that the granules are identified and sorted according to the shape and density of

the material.
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meter (GUNDUPALLI et al. 2017) glass wastes (GUNDUPALLI et al. 2017)

Another, more commonly used method is that the samples are illuminated by a constant light source
and either detects a beam passing through the sample or reflecting on the sample (BOTONJIC-SEHIC
etal. 2008; COLLEL et al. 2010; DAVIES 2005; SHAW & MANTSCH 1999). In the arrangement shown
in Figure 2, the analogue signal captured by the detector placed under the tape is proportional to the
amplitude of the beam of light. According to the figure, sorting is provided with two air jet nozzles,
so there are three products at a given time moment of the sorting device. The particle motion of the
blown particles is also important for sensor based sorting; therefore fundamental particle settling
studies are also relevant (FAITLI et al. 2017).
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In the arrangement according to Figure 3, particles coming from the belt are illuminated from two
sides with a corresponding wavelength light. For the detection of reflected light beams, NIR or other
optical sensors are used, after which the identification of the particles is followed by the analysis of
the signal and then the sorting of the products in three products by means of air jets.

The consortium comprising of the 3B Hungaria Ltd. and its scientific partner, the Institute of
Raw Materials Preparation and Environmental Processing is working on the construction of a
processing plant for RMSW preparation for the Zalaegerszeg region (FAITLI et al. 2018). There
are two near-infrared NIR sorters in the plant that can be used to sort a large number of waste
types. At present, the selection of PET and PVC is set to produce high-quality RDF and recycled
PET, but lately these machines will able to be used for the recycling of other waste streams,
because the plant has been developed in a modular system. Today, RDF utilization enjoys priority,
but as time goes on, — according to EU priorities as well — recycling will be more important.
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2. MATERIALS AND METHODS

The examination with the industrial size NIR sorting equipment made by the 3B Hungaria Ltd. was
carried out on 26-28 July, 2017. Figure 5 shows the main parts of the machine. The central part of
the equipment is a 3 m wide accelerator conveyor belt with its driven sprocket to the opposite side
of the optical part. The fed particles are illuminated by two-row filament lamps with visible white
and near-infrared (NIR) wavelengths. The filament lamps must be cooled by air flow and this air
stream is also “blown” towards to the tape. The particles absorb or reflect a special wavelength NIR
light according to their material quality. Reflected light passes through the gap between the two
lamp lanes to the top, where the hyperspectral NIR camera is installed. The NIR camera is connected
to the control computer through an appropriate interface, which analyses and compares spectra with
the reference spectrum database. When authenticated, the computer signals to the air nozzle control
valves and the short air jet impulse overflows the identified particle through the separating roller.

Figure 5
The Near-infrared separator.

The main properties of the NIR separator during examination:

Nozzles: JAA 1385T1 (http://monojet-ipar-
technika.hu)

Pressure in the nozzles: 7.7 bar

Type of the Camera: LLA — PMAmsi 2000/LR50
Software: LLA - KUSTA 1.9MSI

Setting: 96 track (96 nozzle, 25 mm space)
Speed of belt: 3m/s

Diameter of the pulley: 220 mm

Diameter of the separating roller

(rotating opposite direction than the pulley!): 90 mm

Distance between the axes of

the separating roller and the pulley: 660 mm

The upper point level of the separating roller from the belt: — 90 mm
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During the No 1-4 tests, only PVC and PET particles were used. Table 1 and Figure 6 show the
material, name and photo of the model particles used in tests No 5 and 6.

Table 1
Used model particles in NIR tests No 5 and 6.
PVC Paper HDPE PET PS PP PE(2D)
/11 /1 /1 Vi1 V/1 Vi/l VIl
1/2 /2 /2 V/2 V/2 V1/2 VII/2
1/3 11/3 11/3 VI3 VI3 VI/3 VI3
1/4 11/4 IV/4 VI/4 Vil/4
IV/5 VI1/5 VII/5
IV/6

Figure 6
The model particles

Model particles were tested individually and together. Depending on the machine a particle could
get into the so-called “Dropped” product or if it was blown out of the separation roll into the so-
called “Blown” product. Yield (ratio of blown particles) was calculated as pieces ratio (number of
blown particles over number of fed particles) as well as weight ratio (mass of blown particles over
mass of fed particles). During test No 5, each material group was examined separately 5 times, and
the numbers of the dropped and blown particles were calculated. Finally, during the last, sixth test
all particles were thrown to the belt at a time and in each series a new material type was set to be
blown out by the NIR sorter.

3. RESULTS AND DISCUSSION
The following tables present results of examinations.
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Table 2
NIR test No 1 results, only PVC particles were fed and PVC was set to be blown out.
Product Pieces Weight Pieces ratio Weight ratio
(pcs.) (kg) (%) (%)
A, series
Dropped 4 0.045 20.0 17.0
Blown 16 0.220 80.0 83.0
Total 20 0.265 100.0 100.0
B, series
Dropped 0 0.265 20.0 17.0
Blown 20 0.265 80.0 83.0
Total 20 0.265 100.0 100.0
C, series
Dropped 1 0.045 20.0 17.0
Blown 19 0.220 80.0 83.0
Total 20 0.265 100.0 100.0
D, series
Dropped 2 0.045 20.0 17.0
Blown 18 0.220 80.0 83.0
Total 20 0.265 100.0 100.0
E, series
Dropped 3 0.045 20.0 17.0
Blown 17 0.220 80.0 83.0
Total 20 0.265 100.0 100.0
Mean
Dropped 20.0 17.0
Blown 80.0 83.0
Total 100.0 100.0
Table 3
NIR test No 2 results, only PET particles were fed and PET was set to be blown out.
Product Pieces Weight Pieces ratio Weight ratio
(pcs.) (kg) (%) (%)
A, series
Dropped 3 0.025 27.3 5.7
Blown 8 0.410 72.7 94.3
Total 11 0.435 100.0 100.0
B, series
Dropped 2 0.070 20.0 17.1
Blown 8 0.340 80.0 82.9
Total 10 0.410 100.0 100.0
C, series
Dropped 2 0.125 20.0 30.1
Blown 8 0.290 80.0 69.9

Total 10 0.415 100.0 100.0
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Product Pieces Weight Pieces ratio Weight ratio
(pcs.) (kg) (%) (%)
Mean
Dropped 224 17.6
Blown 77.6 82.4
Total 100.0 100.0
Table 4
NIR test No 3 results, PET and PVC particles were fed and PET and PVC were set to be blown out.
PVC PET
Product Pieces  Weight  Pieces  Weight  Pieces = Weight  Pieces  Weight
(pcs.) (kg) ratio ratio (pcs.) (kg) ratio ratio
(%) (%) (%) (%)
A, series
Dropped 0 0.000 0.0 0.0 1 0.030 27.3 5.7
Blown 10 0.130 100.0 100.0 9 0.410 72.7 94.3
Total 10 0.130 100.0 100.0 10 0.435 100.0 100.0
B, series
Dropped 2 0.020 20.0 154 0 0.070 20.0 17.1
Blown 8 0.110 80.0 84.6 10 0.340 80.0 82.9
Total 10 0.130 100.0 100.0 10 0.410 100.0 100.0
C, series
Dropped 0 0.000 0.0 0 1 0.125 20.0 30.1
Blown 10 0.130 100.0 100.0 9 0.290 80.0 69.9
Total 10 0.130 100.0 100.0 10 0.415 100.0 100.0
Mean
Dropped 6.7 5.3 22.4 17.6
Blown 93.3 94.7 77.6 82.4
Total 100.0 100.0 100.0 100.0
Table 5
NIR test No 4 results, PET and PVC particles were fed and PET was set to be blown out.
PVC PET
Product Pieces  Weight  Pieces  Weight  Pieces  Weight  Pieces  Weight
(pcs.) (kg) ratio ratio (pcs.) (kg) ratio ratio
(%) (%) (%) (%)
A, series
Dropped 6 0.080 60.0 0.0 3 0.080 30.0 20.5
Blown 4 0.055 40.0 100.0 7 0.310 70.0 79.5
Total 10 0.135 100.0 100.0 10 0.390 100.0 100.0
B, series
Dropped 10 0.130 100.0 15.4 2 0.070 20.0 16.7
Blown 0 0.000 0.000 84.6 8 0.325 80.0 83.3

Total 10 0.130 100.0 100.0 10 0.395 100.0 100.0
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PVC PET
Product Pieces = Weight  Pieces = Weight  Pieces = Weight  Pieces  Weight
(pcs.) (kg) ratio ratio (pcs.) (kg) ratio ratio
(%) (%) (%) (%)

C, series

Dropped 9 0.120 90.0 0 3 0.090 30.0 22.5
Blown 1 0.005 10.0 100.0 7 0.310 70.0 77.5
Total 10 0.125 100.0 100.0 10 0.400 100.0 100.0
Mean

Dropped 83.3 85.1 26.7 19.9
Blown 16.3 14.9 73.3 80.1
Total 100.0 100.0 100.0 100.0

Table 6

Results of separately examined particle samples with the correctly set option (“set option” means
the material stream that has been set on the NIR computer for sorting out)

Sample

Dropped

Blown

Observation
(reason of improper separation)

Set option: PVC

/1
112
1/3
1/4

O O oo

o1 o1 01 O1

perfect yield

Set option: Wood

/1
1/2
1/3
11/4

AR DR

S

slipping on the belt
slipped on the belt
slipped on the belt

Set option: PE

/1
/2
/3

o O o

o1 o1 o1

perfect yield

Set option: PET

v/l
IV/2
IV/3
IV/4
IV/5
1V/6

P OPFP,OOO

A~ OBk~ O01O1TOn

NIR identification error

too much air flow, blown to the roof and bounded back

Set option: PS

V/1
VI2
VI3

o o

oo,

perfect yield

Set option: PP

VI/1
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Sample Dropped Blown Observation
(reason of improper separation)
VI/2 0 5
VI/3 1 4 NIR identification error, rolled sample
Vi/4 1 4 NIR identification error, rolled sample
VI1/5 0 5
Set option: PElow
VIl/1 5 0 NIR identification error and slipped samples
VI1I/2 4 1
VII/3 4 1
VIl/4 4 1
VII/5 5 0
Table 7
Test results of the mixed sample examinations with different “zo be blown ” set options during the series
Blown Set option
sample PVC Wood PE PET PS PP PElow
PVC 100 % 0% 0% 0% 25% 0% 0%
Paper 0% 25% 0% 0% 75 % 0% 0%
HDPE 0% 0% 100 % 0% 0% 33% 0%
PET 0% 0% 50 % 100 % 17 % 50 % 17 %
PS 0% 0% 30 % 0% 67 % 0% 0%
PP 0% 0% 0% 0% 20 % 80 % 20 %
PE(2D) 0% 20 % 60 % 40 % 0% 0% 20 %

Figure 7
The blown samples during test No 6, set options PE (left) and PP (right)

4, CONCLUSION

Improper separation can be basically the consequence of the following three phenomena: a., dis-
placement on the belt after identification. The speed of the accelerator belt has to be set properly,
namely an identified particle must arrive at the place of the air jets just in time. If a particle slides
or rolls on the belt surface this timing might be improper. Therefore cylindrical particles, such as
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undamaged PET, Al, plastic bottles can roll on the belt causing improper sorting. Lightweight ma-
terials (e.g. foil) can slide on the belt. That is why the paper-foil separation was preferable with
paper blowing, because paper was slightly stuck on the belt. The cooling air of the illuminating
halogen lamps produces a slight blowing downward, which influenced the movement of some light
particles. Proper space filling and distribution of the fed materials on the belt is also crucial, too
many particles disturb identification and blowing, one particle might cover another one; but on the
other hand an optimal concentration on the belt can hinder particle displacement after identification.
b., improper NIR camera identification. During tests, often incorrect camera identification hap-
pened. If a particle is smaller than the resolution of the camera, identification problem is evident. It
was tested with 20 mm wide paper strips. The NIR camera could not detect them, because its reso-
lution is 25 mm. There are many overlapping between plastic materials and their sensing, like PE
and PELow. The PET bottles were detected as HDPE due to their caps and the PETs were blown
out. In two cases it was observed that the small particle was blown upwards by the nozzle on the
upper wall of the machine, which dropped then into the wrong product indicating too high air jet
velocity. In some other cases the opposite was observed, namely if a 3D like plastic bottle arrived
in a wrong orientation to the jets, it was not blown into the “blown” product indicating too low air
jet velocity. The camera must ignore the belt, so it cannot detect black PETs in the PET setting. The
direction of rotation of the separating roll should be adjusted depending on the material. When
blowing a hard bouncing material, it is advisable to rotate it backward; therefore the non-sorted soft
particles will drop back into the “dropped” product.
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Abstract

Due to the development of a sewerage system, as well as, the building of new treatment plants, the amount
of generated sewage sludge is growing every year. The restrictions associated with the conventional utili-
zation of sludge, for example in agriculture, result in the development of alternative methods. Sewage
sludge alone or in conjunction with other waste indicates the usefulness in a production of different con-
struction materials.

This paper shows the literature review associated with the application of sewage sludge and other frac-
tions of waste in a civil engineering. The use of sewage sludge in a production of, for example cement,
bricks and lightweight aggregates, is presented. The influence of waste on the characteristics of obtained
materials was shown. The utilization of waste in a construction sector is an environmentally-friendly solu-
tion which can reduce the consumption of natural resources. Additionally, this utilization method promotes
the idea of sustainable construction.

Keywords: sewage sludge, waste, recycling, civil engineering, sustainable construction

1. INTRODUCTION

Nowadays, the construction sector is one of the fastest-growing industries in the world. Ac-
cording to the General Statistical Office Report (2018), the production of new building materi-
als grew of about 35% in the first quarter of 2018 and was the highest from 2007. The income
from a construction sector generates approximately 10% of European Union Gross Domestic
Product (GDP) (OKoOYE 2016). The average person spends inside the building approximately
80% of his life (KRUSE 2016).

The construction sector also influences the environment in a significant way. For example,
it consumes approximately 42% of the energy used in the world (MAZUR-WIERZBICKA 2014).
The residential and commercial sector (homes and buildings) accounts for 30% of water and
50% of natural resources. Additionally, the construction sector is a main source of waste (PED-
DAVENKATESU and NAIK 2016). According to The Statistical Office of the European Union
(2016), the total amount of waste generated in the European Union in 2010 was over 2.5 billion
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tonnes, of which almost 35% (860 million tonnes) derived from construction and demolition
activities (Figure 1). In order to ensure the ecological safety, new technologies and materials in a
building sector are required.

m construction and
demolitian activities

@ households

@ other economic activities

Emining

E manufacturing

@energy and water supply
sectors

Figure 1
The production of waste in different sectors of economy

Nowadays, the construction sector is facing with the declining availability of raw materials, for
example aggregates and sand. According to Kozior. and KAWALEC (2008), the annual consumption
of natural aggregates in Europe is approximately 6 tonnes per capita. The worldwide consumption
of sand and gravel is 40 billion tonnes every year (MACHNIAK 2015). The perspective of the deple-
tion of natural resources led to the development of a sustainable construction. The application of
alternative sources in a production of different building materials is one of the main important as-
pects in a sustainable construction. In literature, the production of different construction materials,
for example, bricks, concrete or ceramics with the application of waste is well known. BADR et al.
(2012) produced bricks with the use of silica fume and rice husk biochar. CHIN et al. (1998) carried
out the possibility of the production of construction materials by means of paper sludge. MOHAJE-
RANI et al. (2017) described the production of asphalt with the use of cigarette butts. By means of
that, waste might be converted into valuable constructive materials. The utilization of different frac-
tions of waste in a civil engineering enables their recycling, as well as, promotes the idea of a sus-
tainable development.

The use of sewage sludge in a construction sector is a promising concept. Sewage sludge is
defined as a solid residue of wastewater treatment, which consists of water and suspended solids.
With the increasing number of new residents attached to the sewerage system, the amount of gen-
erated sewage sludge is increasing every year (Figure 2). The statistics show that approximately 12
million tonnes of sewage sludge dry mass was produced in Europe in 2014 (The Statistical Office
of the European Union 2016). Due to the introduction of general ban on sewage sludge landfilling
in many European countries, new utilization methods are necessary. Economical, social, as well as
environmental aspects caused the increasing interest of the application of sewage sludge in a con-
struction industry. Sewage sludge alone or in conjunction of other waste might be used as a compo-
nent for cement and bricks production or as an additive for cementinious inorganic binders. The
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application of sewage sludge in a construction sector is also a promising approach to protect nat-
ural resources.
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Figure 2
The production of sewage sludge in Europe

This paper presents the literature review associated with the production of sustainable construc-
tion materials with the application of sewage sludge and other waste. The selected physical and
mechanical properties of obtained products were assessed. Recycling or recovery different frac-
tions of waste in a construction sector might be a promising solution both in a civil and environ-
mental engineering.

2. THE APPLICATION OF SEWAGE SLUDGE AND OTHER WASTE IN A CIVIL ENGINEERING

The following chapter presents the overall overview of previous research concerning the use of sew-
age sludge and other waste in a production of different construction materials. A number of
experimental research were performed on the use of different materials in a construction sector. It
was noted that waste indicates the usefulness in the production of, for example aggregates, bricks,
cement or as an inslutation (Table 1, Figure 3).

Table 1
The possible application of different waste in a construction sector
No. Type of waste Possible application
— aggregates,
— concrete,
— bricks,
1. Agro-industrial — tiles,

— insulation,
— wall panels,

— roof sheets
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Table 1 (to be continued)

— aggregates,
— concrete,
2. industrial —  bricks,
— ceramic products,
— surface furnishing materials

— aggregates,
— concrete,
3. Waste from mining —  bricks,
— blocks,
— pavement materials

d)
Figure 3

Examples of different building materials with the use of waste; pavement blocks contained sew-
age sludge ash (a); bricks contained sewage sludge (b); bricks produced with the use of sewage
sludge ash and coal fly ash (c); aggregate obtained from sewage sludge ash and used motor oil
(d); asphalt contained cigarette butts (e) (https://www.slideshare.net/AmbaSasank/utilization-
of-sewage-sludge-ash-in-construction-materials; https://www.treehugger.com/green-architec-
ture/ecobrique-a-building-with-sewage.html; https://www.indiamart.com/proddetail/light-
weight-fly-ash-brick-16687684062.html; https://ars.els-cdn.com/content/image/1-s2.0-
S0958946510001009-gr8.jpg


https://www.slideshare.net/AmbaSasank/utilization-of-sewage-sludge-ash-in-construction-materials
https://www.slideshare.net/AmbaSasank/utilization-of-sewage-sludge-ash-in-construction-materials
https://www.treehugger.com/green-architecture/ecobrique-a-building-with-sewage.html
https://www.treehugger.com/green-architecture/ecobrique-a-building-with-sewage.html
https://www.indiamart.com/proddetail/lightweight-fly-ash-brick-16687684062.html
https://www.indiamart.com/proddetail/lightweight-fly-ash-brick-16687684062.html
https://ars.els-cdn.com/content/image/1-s2.0-S0958946510001009-gr8.jpg
https://ars.els-cdn.com/content/image/1-s2.0-S0958946510001009-gr8.jpg

Possibility of the Utilization of Sewage Sludge and Different Waste in a Civil Engineering 137

Sewage sludge might be applied as a component in a brick production. Bricks contained different
by-products might be even 30% cheaper than traditional products. TAY et al. (2002) noted that
dried sewage sludge in conjunction with clay might be used in a brick production. The percentage
share of dry sludge was in the range of 0 — 40%. The mixture of sludge and clay was grounded to
fine particles with a diameter below 0.1 mm and formed. After that, the mixture was sintered. TAY
et al. (2002) showed that the addition of sewage sludge resulted in the increase of the porosity of
bricks. It was closely related with the decomposition of organic compounds contained in sewage
sludge. But the aforementioned problem might be solved by the replacement of sewage sludge with
sewage sludge ash. The compressive strength of bricks contained sewage sludge decreased as the
sludge content increased (TAY et al. 2002).

ALLEMAN and BERMAN (1984) examined the properties of bricks obtained from sewage sludge,
clay and shale. It was observed that conventional clay and shale might be supplemented with sew-
age sludge with a solid content of 15 —25%. The compressive strength of samples with sewage
sludge was similar to conventional bricks. Additionally, obtained biobricks had the look, feel and
smell of regular bricks (ALLEMAN and BERMAN 1984).

Ravikrishnan and Senthilselvan (2014) investigated the usefulness of sewage sludge and textile
sludge in the manufacture of unburnt bricks. It was noted that sludge in a dosages of 5-25% might
be a partial replacement for clay. The bricks contained sludge, were characterized by the higher
compressive strength in comparison to conventional materials. For the dosages of sludge in the
range of 5-20%, the aforementioned parameter was even 30% higher than for traditional bricks.
But the optimal dosage of sludge was 10%. RAVIKRISHNAN and SENTHILSELVAN (2014) also noted
that the porosity of bricks increased with the increase of the dosage of sludge. As a result, the water
absorption increased and it was higher than for a control sample.

Sewage sludge ashes also indicate usefulness in a construction sector. Due to the increasing
interest in thermal utilization methods, the aforementioned solution is a promising approach in
waste management. JAMSHIDI et al. (2013) examined the possibility of the replacement of sand
in a cement production by the use of sewage sludge ash (Table 2). In a laboratory research,
dosages of 5, 10 and 20% were added. The results showed the decrease of a compressive strength
with the increase of the dosage of ash after 28 and 90 days. The significant differences were
observed for dosages of 10 and 20%. For 5% dosage of ash, the decrease of compressive strength
was insignificant. It was also observed that the strength lost was proportional to the sewage sludge
ash content. JAMSHIDI et al. (2013) also noted that the compressive strength of specimens with
sewage sludge ash increased with curing time. The highest increase was noted for 20% dosage of
sewage sludge ash. This could be explained by the fact that sewage sludge ash behaves like extra
sites for the nucleation (PACHECO-TORGAL and GOMES 2006).

The application of sewage sludge ash in dosages of 5 and 10% did not influence the water
adsorption in a significant way. However, the addition of 20% of ash resulted in the increase of
the aforementioned parameter nearly twice. But it did not negatively influence the cement
parameters (JAMSHIDI et al. 2013).
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Table 2
The influence of the addition of sewage sludge ash on the selected parameters of cement
(on the basis of studies carried out by JAMSHIDI et al. 2013)

Capillary water

No dosage of sewage Compressive Flexural strength adsorption
' sludge ash [%0] strength [MPa] [MPa] coefficient
[kg/m?-h-0.5]
1. 0 37.0 5.90 0.55
2. 5 35.0 5.10 0.57
3. 10 33.0 4.90 0.53
4, 20 29.0 4.20 0.95

MoNzO et al. (1996) noted that sewage sludge ash is a reactive material which influences the
change of mechanical properties of cement (Table 3). The addition of ash resulted in the decline of
its workability with the increase of a dosage of ash. But this relationship was not linear. As reported
by MoONZO et al. (2003), the decrease of workability might be reduced by the application of plasti-
cizers or super plasticizers.

The application of sewage sludge ash in the production of cement mortar also affected the in-
crease of porosity and the water adsorption. This phenomenon was closely related with the addition
of sewage sludge ash. The increase of water adsorption of mortar affects the deterioration of its
mechanical properties. MONZO et al. (1996) noted that the compressive and flexural strength de-
creased as the dosage of sewage sludge ash increased. The application of sewage sludge ash in the
highest tested dosage (30 wt.%) decreased the compressive strength by approximately 38% after 7
days and by approximately 23% after 28 days of curing. But all samples met the construction
standards. The analysis of results also showed that specimens cured for 28 days indicated higher
compressive strength than samples cured for 7 days. It was associated with the development of
pozzolanic properties and the reactivity of sewage sludge ash which is a binding agent. It was also
observed that specimens with the addition of 20 and 30% of sewage sludge ash indicated similar
compressive strength after 28 days of curing (MONZzO et al. 1996).

Table 3
The influence of the addition of sewage sludge ash on the selected parameters of cement mortars
(on the basis of studies carried out by MONzO et al. 1996)

dosage of sew- Compressive Compressive Flexural strenath water
No. agesludge ash  strength after 7 strength after 28 [MPa] g adsorption
[%0] days [MPa] days [MPa] [%]
1. 0 45.0 52.0 8.0 8.2
2. 10 40.0 49.0 7.8 9.8
3. 20 34.0 42.0 7.0 11.0
4, 30 28.0 40.0 6.9 -
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The properties of cement mortars contained sewage sludge ash were also examined by BAEZA-
BROTONS et al. (2014). The obtained results showed that the addition of ash affected the decrease
of density and water adsorption. The aforementioned parameters decreased with the increase of a
dosage of sewage sludge ash. This phenomenon might be explained by the fact that fine particles
of sewage sludge ash occupied the gaps between coarse aggregates. BAEZA-BROTONS et al. (2014)
also showed the increase of porosity of cement mortars with the increase of a dosage of ash.

Sewage sludge, as well as, sewage sludge ashes indicates the usefulness in the production of
lightweight aggregates. Lightweight aggregates are a granular material with bulk density below
1200 kg/m?. According to CHEESEMAN and VIRDI (2005), good quality aggregates should charac-
terize by: (1) strong sintered ceramic core; (2) a dense surface layer with low water adsorption; (3)
a nearly spherical shape. TUAN et al. (2013) examined the properties of aggregates obtained from
sewage sludge and glass powder. The percentage share of sludge and glass powder was 70 and
30%; accordingly. Lightweight aggregates possessed a density of 1200 kg/m?®, water adsorption of
1.2% and the crushing strength of 5.27 MPa. The addition of glass powder decreased the sintering
temperature due to its low melting point. In other research, Xu et al. (2006, 2008a, 2008b) tested
aggregates derived from sewage sludge, clay and sodium silicate (Na.SiOs) in the amount of 22,
68 and 10%, respectively. Aggregates were sintered at a 1000 °C. It was observed that Na,SiOs in
conjunction with sludge might be used as a binder in the production of lightweight aggregates. The
usefulness of Na,SiOs is associated with the fact that SiO, contained in Na,SiOz enhances the for-
mation of glassy phase of lightweight aggregates. The lightweight aggregate produced from sew-
age sludge, clay and Na,SiOs had a bulk density of 575 kg/m® and the water adsorption of 10%
(Xu et al. 2006).

The usefulness of sewage sludge in the production of lightweight aggregates was also proved
by LAU et al. (2017). The selected properties of aggregates obtained from sewage sludge, palm oil
fuel ash and Na,SiOs; were examined (Table 4). Before the laboratory research, sewage sludge was
treated with the use of lime (30 wt.%). The mixture was preheated at 200-800 °C with dwell time
of 30 min. By means of that, the cracks on the sintered pellets were minimized. After that, pellets
were sintered at 1200 °C with dwell time of 30 min.

The analysis of results showed that aggregates with higher content of sewage sludge indicated
higher mass loss rate. It was closely related with the decomposition of organic compounds and the
presence of CaO in sewage sludge. On the other hand, aggregates with a high content of palm oil
fuel ash were characterized by the higher density. This is because palm ash possessed a lower
melting point than sewage sludge. During sintering, palm oil fuel ash melted and formed a liquid
phase which filled the gaps between particles. Depending on the content of sludge, palm fuel oil
ash and Na;SiOg3 as well as the sintering temperature, the bulk density was in the range of 400 —
1300 kg/m?3. The density also increased with the increase of sintering temperature (LAU et al. 2017).
According to KOCKAL and OzTURAN (2011), the increase of sintering caused that more voids were
filled with more compounds. As a result, denser glassy and crystalline matrix was formed. The
increase of density also affected the reduction of open pores in the aggregate matrix.

LAU et al. (2017) showed that aggregates produced from sewage sludge, palm oil fuel ash and
Na,SiOs were characterized by the different water adsorption. Depending on the content of sludge,
palm fuel oil ash and Na,SiOs, the water adsorption was from 2 to 75%. The aforementioned pa-
rameter increased as the dosage of sewage sludge increased. It could be explained by the fact that
the high content of organic compounds in sewage sludge induces a higher loss of ignition and more
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voids within an aggregate are created. As a result, water-permeable structure of aggregates was
formed. However, the increase of sintering temperature resulted in the decline of water adsorption.
The elevation of temperature caused the fusion of materials and contributed to a less water perme-
able surface (LAU et al., 2017). Aggregates contained a sodium silicate were characterized by the
lower water adsorption. The presence of binder reduced the required sintering temperature to form
glassy texture on the surface of aggregates. Such vitrified surface prevented the ingress of water
into the aggregates bodies (WASSERMAN and BENTUR, 1997).

Depending on the chemical composition, mechanical properties of aggregates were different.
LAU et al. (2017) noted that the crushing strength increased with the increase of a sintering tem-
perature. It is associated with the forming a denser matrix at a higher temperature. Depending on
the content of sludge, palm fuel oil ash and Na;SiOs, the crushing strength was 5.0-8.1 MPa. It
was also observed that the aforementioned parameter decreased as the content of sewage sludge
increased. Because the presence of binder enhanced a vitrification, aggregates with sodium silicate
were also characterized by the higher crushing strength than aggregates without binder. The pres-
ence of high glass-forming oxide (SiO,) in the binder enhanced the viscosity of aggregates, forming
a more vitrified surface which contributed to higher crushing strength (OJoVAN 2008).

Table 4
Selected parameters of aggregates produced from sewage sludge, palm oil fuel ash and Na2SiO;
(on the basis of studies carried out by LAU et al. 2017)

o Dosage [wt.%0] densi t3y ad:\(/)?rtpetrion shrinkage Crushing strength [MPa]
POFA SS Nasios L9M] [%] (%] 1160°C 1180°C
1. 40 60 0 420 75 1.5 0.45 0.60
2. 50 50 0 440 68 2.0 0.50 0.92
3. 60 40 0 450 64 4.9 0.52 1.22
4, 40 60 10 500 57 6.0 0.55 1.40
5. 50 50 10 780 28 7.5 245 12.00
6. 60 40 10 785 25 12.0 2.50 25.00
7. 40 60 15 680 28 7.0 1.00 2.00
8. 50 50 15 1050 4.5 17.0 7.80 14.00
9. 60 40 15 1060 2 20.5 8.00 31.00
limestone <1200 <2.0 n/a ~8.0

SS - sewage sludge
POFA — palm oil fuel ash
n/a — not advisable
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Due to the enhancement of sintering reaction, waste glass might be applied in a production of
artificial aggregates (Figure 4). The waste glass contains a lot of Na2O which influences the de-
crease of a sintering temperature. Properties of lightweight aggregates derived from sewage sludge
and waste glass were examined by TUAN et al. (2013). The percentage share of sewage sludge and
glass powder was 50-90% and 10-50%, respectively. The mixtures were sintered at 830-1100 °C.
Before laboratory tests, glass powder was dried at 105 °C for 24 h and grounded in a ball mill to
particle sizes of less than 150 um. Natural stone was used as a control sample.

Depending on the percentage share of components, the characteristics of aggregates were dif-
ferent. The density was below 2 g/cm? for all samples. However, the density increased as a dosage
of waste glass increased and decreased as the sewage sludge dosage increased. The water adsorp-
tion of aggregates decreased with the elevation of temperature. The significant reduction of water
adsorption of aggregates with the increase of a dosage of glass was also observed. Depending on
the dosage of glass and the sintering temperature, water adsorption was in the range of 1 — 45%.
NazO in waste glass is melted at a relatively low temperature. Therefore, more viscous phases with
lower viscosity are formed. As a result, the adsorption capacity is reduced (WEl et al. 2011). In a
construction industry, the water adsorption below 20% is accepted.

TUAN et al. (2013) also examined the compressive strength of aggregates produced from sew-
age sludge and waste glass. It was noted that the average value of the aforementioned parameter
was 49.46 MPa after 28 days. It meets the strength requirements of ASTM330 for structural light-
weight aggregates. But granite aggregates were characterized by the higher compressive strength
(approximately 67 MPa). Additionally, aggregates contained more waste glass were characterized
by the higher compressive strength than other samples (TUAN et al. 2013).

Figure 4
Aggregates produced from sewage sludge and glass waste (an own source)

The ceramic tile industry indicates the potential for utilizing different waste, including sewage
sludge. ZHou et al. (2013) examined the microstructure and mechanical properties of tiles pro-
duced from sewage sludge, quartz, feldspar and kaolin. The content of sludge in tiles was in the
range of 50-65 wt.%. The microstructure of obtained product was constructed by the crystal and
vitreous phase.

The addition of sewage sludge also affected the properties of tiles. ZHou et al. (2013) noted
that when the content of sludge was lower than 60 wt.%, the water adsorption was below 1.5% and
met the construction standards (below 3%). The water adsorption for commercial tiles was approx-
imately 1%. The compressive strength increased as a dosage of sewage sludge decreased. For a
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dosages of sludge below 60 wt.%, the compressive strength was approximately 25.5 MPa. Com-
mercial tiles had a similar value of compressive strength (approximately 26 MPa).

ZHou et al. (2013) also performed the leaching test of tiles contained sewage sludge (Table 5).
The results were compared with findings for commercial tiles. It was noted that the leaching of all
tested heavy metals from tiles with the addition of sludge was lower than the regulatory level. The
low leaching of metals might be explained by their solidification and stabilization in the split tile
body (ZHANG et al. 2007). The leaching of metals was also slightly higher than for conventional tiles.

Other applications of sewage sludge are related with a road construction. Sewage sludge ash
indicates the usefulness as a portion of fine aggregates in hot mix asphalt paving. SAYED et al.
(1995) examined the mechanical and chemical properties of asphaltic pavement mixes. It was noted
that asphalt surface containing 2—-2.5% of sewage sludge ash had similar mechanical parameters as
traditional pavements. The usefulness of sewage sludge as a partial substitute for fine aggregates
was also tested by JosHI et al. (2016). VOUK et al. (2017) proved that sewage sludge in conjunction
with grounded demolishing concrete might be used as a road layer. WOJICIK et al. (2018) showed
that unconventional material derived from sewage sludge, glass powder and quartz sand meets the
construction standards and might be applied as a layer in a road construction (Figure 5).

Table 5
The leaching of selected heavy metals from tiles contained sewage sludge
(on the basis of studies carried out by ZHou et al. 2013)

Leachi_ng from tiles Leaching frqm Required level

No. Metal contained sewage commercial tiles 3

sludge [mg/dm’] [mg/dm?] [mg/dm’]
1. Cu 0.23 0.06 -
2. Cd 0.0009 0.0001 1.0
3. Pb 0.014 0.005 5.0
4, Cr 0.0009 0.0005 5.0
5. Ni 0.15 0.11 -
6. Ba 0.22 0.01 100.00
7. Hg ND ND 0.2
8. Be 0.0003 ND -
9. Zn 0.28 0.06 -
10. Ag ND ND 5.0
11. Se 0.0008 ND 1.0

ND — not detected
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Figure 5
Aggregates produced from sewage sludge, glass powder and quartz sand
(an own source)

All aforementioned examples show the multidirectional applications of sewage sludge in a con-
struction sector. The addition of different waste in the production of building materials is an eco-
nomical and environmentally-friendly solution. However, it should be noted that the high dosages
of sewage sludge (above 20-30 wt. %) influences the mechanical properties of final products neg-
atively.

3. DIsSCuUssION

The possibility of the use of waste in a construction sector was proved by different researchers
(see chapter above). Sewage sludge and other fractions of waste might be applied in a production
of unconventional building materials. The major application of by-products is the production of
lightweight aggregates and bricks. The least utilization is related with the manufacturing of tiles,
ceramic materials, asphalt and cement.

Results obtained by different authors have shown that the most of final products contained waste
meet the construction standards. On the basis of literature, it was stated that the addition of sewage
sludge or other waste in the amount of below 20% of total mass has a different influence on the
mechanical properties of final products (Table 6). The increase of compressive strength for small
doses of waste was noted by MONZO et al. (2003) and VOUK et al. (2017). But the relationship was
not linear. On the other hand, DONATELLO et al. (2010), PAN et al. (2003) and TAY (1986) showed
the decrease of the aforementioned parameter after the addition of a small amount of sewage sludge.
The influence of waste on the water adsorption of final products was also differential.

In any case, the high dosages of waste (above 40-50 wt. %) resulted in the decrease of me-
chanical characteristics of construction materials. Additionally, the addition of high dosages of
sewage sludge might have a negative impact on the porosity of obtained products. This phenom-
enon is associated with the decomposition of organic compounds contained in sewage sludge.
The porosity might be reduced by the replacement of sewage sludge by sewage sludge ash which
is characterized by the lower content of organic compounds.
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Table 6
The influence of the addition of waste on the compressive strength and
the water adsorption of building materials

building kind compressive .
No. material of waste strength water adsorption Source
dry pulver- .
1. bricks ized 1 ! Yagiie et al.
(2002)
sludge
. wastewater Weng et al.
2. bricks sludge 1 n/a (2003)
artificial ag- dried indus- ! n/a Tay et al.
gregates trial sludge (2002)
sewage 1 for a dosages be- .
4. cement sludge pel- low 30% n/a MO(I;ZO%Z; al.
lets | for higher dosages
1 for a dosages o
_ sewage 1 fora dose:)ges be- below 30% Mar‘tlnez
5. ceramic sludge low 5% | for higher dos- Garcia et al.
| for higher dosages a gges (2012)

1 —increase of the parameter
| — decrease of the parameter
n/a— not advisable

Some researchers also examined the leaching of compounds from building materials contained
waste. Sewage sludge or sewage sludge ash might be characterized by the high leaching of some
metals, for example molybdenum, selenium or antimony. For some energetic waste, the high
leaching of calcium, sodium and chlorine might be also observed (WOICIK et al. 2017). After the
addition of different fractions of waste into construction materials, the increase of leaching of
compounds was not noted. The samples contained by-products were characterized by the similar
leachingability as control specimens (YIMING et al. 2012; LUCIANA et al. 2011; CHIANG et al.
2009). According to FRANUS et al. (2016), the sintering of materials contained waste results in
the bonding of heavy metals in the aluminosilicate structure. Additionally, the heat-induced trans-
formation caused the long-term stability of metals. By means of that, the utilization of waste in a
construction sector might be considered as an environmentally-friendly solution.

A relatively new application of sewage sludge is the production of lightweight aggregates. Re-
search carried out by different scientist has shown that aggregates contained sewage sludge, are
characterized by the high porosity and the different structure (TUAN et al. 2013; WANG et al.
2009). It was closely related with the decomposition of organic compounds. But most of them
meet the construction standards and might be used as a substitute of natural aggregates. Due to
the shrinkage of supplies of natural aggregates, the aforementioned material is a promising option.
Lightweight aggregates obtained from sewage sludge might be also applied in a production of
cement or as a layer in a road construction.
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4. CONCLUSIONS

The aforementioned literature review confirms the usefulness of sewage sludge and other waste in
a civil engineering. The possibility of production different building materials with the use of waste
was presented. The results presented in the paper show that sewage sludge in conjunction with other
waste might be used in a production of:

— cement,

— bricks,

— ceramics and tiles,

— lightweight aggregates.

The application of different fractions of waste in a construction sector ensures their recycling in
line with legal and environmental requirements. The utilization of waste in a civil engineering
can also reduce the cost of the production of building materials while meeting the construction
standards.

It can be concluded that the production of new construction materials with the addition of
waste is a promising approach which can protect the natural resources. The idea of “sustainable
construction” based on the production of alternative materials should be implemented and widely
promoted.
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Abstract

Superfast anaerobic stabilization of municipal sewage sludge being investigated at Institute of Raw Material
Preparation and Environmental Processing of the University of Miskolc inheres involving the adsorbents.
The adsorption of the water soluble compounds on the coal surface is a part of this stabilization process.
Therefore, it is important to investigate the adsorption properties of the coal. Heavy metals can be suitable
for determining adsorption properties since they are pollutants and they can be found in sewage sludge in
mainly dissolved (ionic) form.

The adsorption of lead and cadmium heavy metal ions on the high humic acid containing Hungarian
sub-bituminous coal was experimentally investigated as an adsorbent candidate. Coal of different particle
size was used in the measurements. Initial concentrations of Cd- and Pb-nitrate and -acetate were varied as
well. Constants of the Langmuir and the Freundlich type adsorption isotherms were calculated from the
measured data, and the obtained isotherms were plotted. The effect of the heavy metal ions, the anions and
the particle size, along with the changes in pH, are discussed. Further aims and directions of the research
are also formulated.

Keywords:adsorption, cadmium, coal, isotherm, lead, sewage sludge.

1. INTRODUCTION

Sub-bituminous Bakonyoszlop coal is planned to be used in sewage sludge treatment as adsor-
bents. Therefore, the aim of our research work is to determine the adsorption properties of Hun-
garian sub-bituminous coal from Bakonyoszlop. This coal is reported by DUSZEN Bényaszati és
Szolgaltatasi Kft to have high humic acids content. Humic substances are known for their very
good adsorption properties (FERRO-GARCIA et al. 1998; KLUCAKOVA and OMELKA 2004), thus,
we can expect good adsorption properties of our coal sample as well. Before performing the ex-
perimental investigation of organic material adsorption, heavy metal ion adsorption on this high
humic acid content coal was investigated. During our adsorption tests for removing heavy metal
ions from their solution, different particle size Bakonyoszlopi brown coal was used as adsorbents.
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2. ADSORPTION

Adsorption is defined as the adhesion of a chemical species onto the surface of solid particles.
These components, even at extremely small concentrations, can be selectively captured and re-
moved from gaseous or liquid phase. Adsorption takes place on active sites of the surface of the
adsorbent.

The properties of the material being adsorbed and the properties of the surface of the adsorbent
mutually determine the quality of adsorption.

Activated carbon is among the most widely used adsorbent (BERECZz 1988). The adsorption on
activated carbon is a physical adsorption, which is usually referred to as physisorption. In the special
literature activated carbon is the most frequently used carbon based adsorbent. However, carbon
nanotubes are also applied. Adsorption on coal can be used for removing heavy metal ions from
wastewater.

3. ADSORPTION ISOTHERMS

The curve where the variation in the amount of material adsorbed is plotted versus the concentration
of the solution or the partial pressure of the gas component at constant temperature is called adsorp-
tion isotherm. The changes of equilibrium concentrations can be studied on the basis of the adsorp-
tion isotherms, thus, during an adsorption process the first step is the plotting of the equilibrium
isotherm.

The adsorption isotherm can be characterized by three physical quantities: temperature (T), pres-
sure (p) or concentration (c) and the fraction of the adsorption sites occupied (surface coverage, I').

The isotherm equations were basically developed for describing gas-solid system processes.
However, they can be applied for description of liquid-solid systems as well, in some cases, as
empiric equations. The isotherm equation that describes the given equilibrium the most properly
should be determined.

A general adsorption isotherm equation valid for gases, gas mixtures and fluids was developed
by Langmuir. He presumed that on the surface of adsorbents there are active sites (active centres)
on the surface of the adsorbent. They are energetically equivalent. There is no interaction between
the adsorbed molecules. Each active site adsorbs one molecule, thus, the layer is mono molecularly
covered. Between the adsorption layer and the adsorbed medium an equilibrium occurs, where the
speeds of the reverse processes are equal. The Langmuir equation for k adsorbed component, whose
fluid phase concentration is cx:

Ay " Ck
U = 1+ bk ' Ck
where ay, bk constants of the Langmuir equation
gk: solid phase concentration of k component
c«: liquid phase concentration of k component.

TOTH (2001) introduced the T6th isotherm constants:

1
0 = Krp[1 + (Krp)t]e
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where ® = g/Qmax, 0 and gmax are the adsorption and the maximum adsorption, respectively, K and
t are the T6th isotherm equation constants, while p is the equilibrum pressure.

There is a qmax at a certain cx value from where the gk is not increasing anymore. If there are
significant differences between the obtained measurement data and the calculated isotherm equation
data, other isotherms should be used.

Adsorption of polar components on polar adsorbent can be desrcibed with the Freundlich iso-

therm:
1

qr = Ak " Cgm

where qx: solid phase concentration of k component
ck: liquid phase concentration of k component
n: constant
ax: constant (characteristic for the adsorbed component)

This equation is fully empirical. The plotted curve is infinite, there is no gmax reached on it.

4. CHARACTERIZATION OF THE COAL

The Bakonyoszlop coal belongs to the brown coal resources located in the Hungarian Transdanu-
bian Mountains, as it was shown by PERGER (2009) and also written by Fekete and by Geomania.
There Eocene and Oligocene brown coals can be found, which have high humic acids content. The
Dudar coal, mined just next to the Bakonyoszlop site, has as much as 60 percent humic acids content
(as it was determined by DUSZEN Bényaszati és Szolgéltatasi Kft.), which can worldwide be con-
sidered a high number.
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Two coal samples were used for the experiments: slack coal from Bakonyoszlop and coal dust
from Bakonyoszlop. Both coal types were analyzed, first, the particle size distribution of the sam-
ples was determined. The particle size distribution of the Bakonyoszlop coal samples are shown
in Figures 1-2.

After the particle size analysis, two particle size intervals were selected per coal type. From the slack
coal, the 12.5-20 mm particle size interval and the 4-12.5 mm particle size interval were chosen.
From the coal dust, the 8-12.5 mm and the <8 mm particle size intervals were selected for further
investigation. The aim of this was to investigate the effect of particle size on the adsorption capacity.
The coal samples are shown in Figures 3-6.

Figures 3., 4., 5. and 6. (from left to right) Bakonyoszlop slack coal (12.5-20 mm) sample,

Bakonyoszlop slack coal (4-12.5 mm) sample, Bakonyoszlop coal dust (8-12.5 mm) sample,
Bakonyoszlop coal dust (<8 mm) sample

Before the adsorption measurements, the moisture and ash content of the 4 different particle size
Bakonyoszlop coal samples were determined, which can be seen in Table 1.

Table 1
Moisture and ash content of the coal samples
Particle size of the coal Moisture Ash content (%)

dry wet
Slack 12.5-20 mm 19.91 11.34 9.08
Slack 4-12.5 mm 22.33 8.57 6.66
Dust 8-12.5 mm 20.33 14.83 11.82
Dust <8 mm 20.48 19.77 15.72

The specific area of the 4 different particle size Bakonyoszlop coal samples were also determined
before the adsorption measurements, these data are presented in Table 2 (courtesy of Tibor
Ferenczi).
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Table 2
Specific area of the coal samples
Particle size of the coal Single point BET  Multi point BET Langmuir
m?/g m?/g m?/g
Slack 12.5-20 mm 12.5950 13.2517 18.4102
Slack 4-12.5 mm 39.9550 42.3417 59.5620
Dust 8-12.5 mm 29.0268 30.5753 42.8981
Dust <8 mm 17.1196 18.1722 25.4592

5. MATERIALS AND METHODS

The adsorption capacity of the Bakonyoszlop coal was investigated by determining the adsorption
isotherms of two heavy metal ions, cadmium and lead, which both can occur in municipal sewage
sludge. Cadmium and lead from nitrate and from acetate were also used for the measurement to
investigate the adsorption in the presence of two different anions, one of which is originating from
an organic acid. The applied salts (lead nitrate, lead acetate, cadmium nitrate, cadmium acetate)
were of analytical purity and they were the products of VWR International (nitrates) and Sigma-
Aldrich (acetates). Having 4 salts and 4 particle size fractions, 16 adsorption measurements were
performed.

A Wise Cube WIS-20 shaking machine (see Figure 7) was used at 25 °C. The shaking speed
was 150 1/min. The duration of the shaking was selected to be 4 hours (a preliminary measurement
showed that between 2, 4, 6 and 8 hours of shaking there is no significant difference between the
adsorbed heavy metal ions).

The weight of the added coal was 10.00 grams (coal dust under 8 mm) or ~10 grams (8-12.5
mm coal dust, 4-12.5 mm slack coal, 12.5-20 mm slack coal), which were weighed on a digital
scale.

The measurements were performed with 20, 50, 80, 100, 200, 300, 400, 600, 800 and 1000 mg/L
solutions of lead and cadmium ions. Stock solutions were first prepared, the necessary amount of
metal salt for 1 dm® of the highest concentration solution (1000 mg/l) was weighed on an analytical
scale and it was diluted with distilled water. Then the dilution series were prepared by using this
stock solution and distilled water. The coal samples and the solutions were put in 250 cm? Erlen-
meyer flasks. The amount of the heavy metal solutions was exactly ten times as much as the weight
of the coal sample. The amounts of the necessary stock solution and distilled water were previously
calculated. The diluted solutions were prepared in the Erlenmeyer flasks by using automated pi-
pettes. Plastic cups were mounted on these flasks before measurements.

Before the adsorption tests the pH of the prepared solutions (20...1000 mg/L) were measured
by a Mettler Toledo Seven Easy pH measurement device. Since the adsorption is strongly pH de-
pendent, as it was explained by JEAN and BANCROFT (1986), the solutions had to be adjusted to
approximately the same pH value. The adjusted pH-s were selected to be between 5.0-5.2. Very
small amounts of 0.1 M sodium hydroxide or hydrochloric acid solutions were used for this process.
The samples in the Erlenmeyer flasks were put in a vacuum drying oven for 30 minutes to ensure
the penetration of the solution to the whole surface area of the coal grains.
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Figure7
Wise Cube shaking machine used for the measurements

After stopping the shaking machine, the content of the flasks was filtered through a filter paper
(d = 150 mm, specific weight = 84 g/mm?). The filtrate was split into two parts, they were put into
plastic cups. To one of them, 2 ml concentrated (68%) nitric acid was added with pipette in order to
preserve the sample, it was stored in a fridge at 4 °C till chemical analysis. The other part underwent
pH measurement in order to observe any pH changes.

Figure8. (left) Filtering of the samples after shaking, Figure 9. (right) Samples before
concentration analysis

The determination of Pb and Cd concentrations of the samples (stored in fridge) took place in the
Department of Chemistry, University of Miskolc with the contribution of dr. Janos Lakatos by a
Philips PU 9100 X atomic absorption spectrometer.
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6. RESULTS AND DISCUSSION

The adsorption capacity of the coal (geq, mmol/g) at equilibrum state was calculated with the fol-
lowing relationship:
_ (co — Ceq) 4

eq = m

where co: concentration before adsorption in the solution [mmol/L]
Ceq: equilibrium metal ion concentration in the solution [mmol/L]
V: volume of the solution [L]
m: weight of the adsorbent [g]

Curves were fitted on the empirical measurement points in order to determine the constants of the
Freundlich and Langmuir isotherm equations.
The following formulae and abbreviations were used to express the determined isotherm equations:
Langmuir isotherm:
_ _Ceqa
Qeq = Qmaxb + Ceq

where Qgeq: concentration in the adsorbed phase (on the surface)
Ceq: CONcentration in the main fluid phase
Omax. Maximum adsorption capacity
b: constant

Freundlich-isotherm
Qeq = K- Ceqn

where Qgeq: concentration in the adsorbed phase (on the surface)
Ceq: CONCentration in the main fluid phase
KFr, n: constants.

The calculated constants of the isotherms are shown in Tables 3-6 for all types and particle
size coals.

Table 3
Constants of the obtained adsorption isotherms for cadmium from cadmium nitrate
Particle size of the coal Langmuir isotherm Freundlich isotherm
Omax b Kr n
Slack 12.5-20 mm 0.01051 2.5384 0.00246 0.6512
Slack 4-12.5 mm 0.01491 0.7907 0.00573 0.6244
Dust 8-12.5 mm 0.01845 0.0821 0.02621 0.5612

Dust <8 mm 0.02312 0.0789 0.04694 0.6361
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Table 4
Constants of the obtained adsorption isotherms for cadmium from cadmium acetate
Particle size of the coal Langmuir isotherm Freundlich isotherm
Omax b KFr n
Slack 12.5-20 mm 0.00712 2.5661 0.00220 0.8227
Slack 4-12.5 mm 0.01848 0.3060 0.00483 0.5573
Dust 8-12.5 mm 0.01485 0.1223 0.01549 0.4868
Dust <8 mm 0.14930 2.4524 0.04713 0.6582
Table 5
Constants of the obtained adsorption isotherms for lead from lead nitrate
Particle size of the coal Langmuir isotherm Freundlich isotherm
Omax b Kr n
Slack 12.5-20 mm 0.01507 0.1226 0.01403 0.3493
Table 6
Constants of the obtained adsorption isotherms for lead from lead acetate
Particle size of the coal Langmuir isotherm Freundlich isotherm
Omax b Kr n
Slack 12.5-20 mm 0.00812 0.06864 0.01120 0.4873

The isotherm data for the 4-12.5 mm slack coal and both coal dusts are missing for the lead salts,
since no adsorption isotherms could be obtained from the measurement data. Almost all the lead
ions were absorbed by the coal samples according to the atomic absorption spectrometry concen-
tration measurements.

The correlation factor and correlation index between the measurement data and the calculated
isotherm points was calculated for all isotherms. These results are shown in Table 7.

Table 7
Correlation factors and correlation indexes between the measurement points
and the calculated isotherms

Particle size of the coal Correlation factor Correlation index
Langmuir Freundlich Langmuir Freundlich
Cd nitrate, Slack 12.5-20 0.9192 0.8314 0.9171 0.7718
Cd nitrate, Slack 4-12.5 0.8158 0.8303 0.7931 0.8110
Cd nitrate, Dust 8-12.5 0.6951 0.9352 0.5113 0.9164
Cd nitrate, Dust <8 mm 0.8022 0.9823 0.5557 0.9723

Cd acetate, Slack 12.5-20 0.8251 0.6919 0.6584 0.4995
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Particle size of the coal Correlation factor Correlation index
Langmuir Freundlich Langmuir Freundlich
Cd acetate, Slack 4-12.5 0.9395 0.9442 0.9100 0.9425
Cd acetate, Dust 8-12.5 0.8524 0.9779 0.7525 0.9716
Cd acetate, Dust <8 mm 0.9915 0.9928 0.9724 0.9921
Pb nitrate, Slack 12.5-20 0.8471 0.7635 0.8112 0.7143
Pb acetate, Slack 12.5-20 0.8534 0.9830 0.7604 0.9765

The higher correlation factors and indexes are marked with bold letters. It can be seen from Table 7
that the bold numbers occur much more frequently in the Freundlich isotherm columns (7:3 in both
cases). It means that the Freundlich isotherms are closer to the measured data than the Langmuir
isotherm, thus, we decided to use the Freundlich isotherms in the future. The obtained Freundlich
adsorption isotherms are shown in Figures 10-16.
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Figurel0. (left) Adsorption isotherms for cadmium from cadmium nitrate, Figure 11. (right)
Adsorption isotherms for cadmium from cadmium acetate
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Figurel2. (left) Cadmium adsorption isotherms: 12.5-20 mm slack coal (Cd from nitrate and
acetate), Figure 13. (right) Cadmium adsorption isotherms: 4-12.5 mm slack coal (Cd from
nitrate and acetate)
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acetate), Figure 15. (right) Cadmium adsorption isotherms: <8 mm coal dust (Cd from nitrate
and acetate)
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Lead adsorption isotherms: 12.5-20 mm slack coal (Pb from nitrate and acetate)

On the basis of our measurements and calculations it can be assessed that adsorption affinity of the
lead is higher than the adsorption affinity of the cadmium at all particle size Bakonyoszlopi sub-
bituminous coal samples (Tables 3-6, Figures 10-16).

The highest adsorption capacity could be calculated for <8 mm coal dust, the second highest for
the 8-12.5 mm coal dust, the third highest for the 4-12.5 mm slack coal, while the lowest adsorption
capacity was calculated for the 12.5-20 mm slack coal. Thus, it can be stated that higher maximum
adsorption capacities could be calculated for smaller particle size coals (Tables 3-6, Figures 10-11).
In Figure 12 it can be seen that the cadmium adsorption capacity of the 12.5-20 mm slack coal is
higher when the Cd was from Cd nitrate than when it was from Cd acetate. On the other hand, in
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Figures 13-14 it can be seen that the cadmium adsorption capacity of the 4-12.5 mm slack coal and
the 8-12.5 mm coal dust was higher when the Cd was from Cd acetate than it was from Cd nitrate.
In Figure 15 (coal dust, <8 mm) the two determined isotherms are almost identical. As for the lead,
in Figure 16 it can be noticed that the Pb adsorption capacity is higher when the Pb was from Pb
nitrate than when it was from Pb acetate. Overall, in two cases, the adsorption capacity was higher
when the metal ion was from nitrate and in other two cases, the adsorption capacity was higher when
the metal ion was from acetate, however, these differences are not high, thus, it can be concluded
that there is no significant difference between heavy metal adsorption on Bakonyoszlop coal from
heavy metal nitrate and from heavy metal acetate.

The pH values of the solutions after the measurement were very different from the initial values.
Even pH values under 3 and above 9 were measured. Generally, it can be said that an increase in
the pH value was slightly more frequent than a decrease of the pH value. Nitrate solutions suffered
slightly greater pH value changes than acetate solutions. Overall, it can be said that no trend could
be derived from the pH changes during adsorption measurements. The reason of the significant pH
changes could be the mobilization of acidic/basic ions/substances from the coal.

7. CONCLUSIONS AND SUMMARY

During our research work the adsorption properties of high humic acids content Hungarian sub-
bituminous coal from Bakonyoszlop is being investigated to evaluate its applicability in municipal
sewage sludge treatment.

As a first part of this work, the adsorption isotherms of cadmium and lead on this coal was
determined by using different particle size Bakonyoszlop coal samples and heavy metal ions from
different salts. On the basis of all measured results and calculated data presented in this paper it can
be said that this isotherm determination was successful for cadmium in all cases. However, the lead
adsorption isotherm could be determined only in one case (12.5-20 mm slack coal). The presence
of different anions (nitrate, acetate) did not significantly influence the heavy metal ion adsorption
process on the coal.

Significant changes in pH were observed during the measurements, which could be attributed to
the high amount of added coal and the mobilization of acidic/basic substance/ion from it.

Correlation factors and correlation indexes were calculated between measurement and calculated
isotherm points. It could be concluded that for these adsorption tests, Freundlich isotherms can be
more suitable than Langmuir isotherms.

As a solution to the lack of lead isotherms and the significant pH changes, it would be worthy to
repeat the measurements with a lower amount of coal, for instance a 40:1 solution:coal ratio can be
optimal instead of the applied 10:1 ratio. That may result in applicable lead adsorption isotherms
for all particle size coals and also geq Values of smaller particle size coals could be able to be obtained
at higher ceqvalues. That would also result in comparable data with adsorption isotherms of other
coals. Nevertheless, these preliminary results can be considered promising for the application of this
high humic acids content coal in municipal sewage sludge treatment.

ACKNOWLEDGEMENTS

The experimental work was carried out as a part of “Development of bio raw materials products
range witha special regard to the local technology — reserch on the possibility of utilisation by



Experimental Investigation of Applicability of Bakonyoszlop Sub-Bitominous Coal in Sewage Sludge Treatment 161

technological” optimisation GINOP-2.2.1-15-2017-00069R&D Project. The research was carried
out partially in the framework of the GINOP-2.3.2-15-2016-00010 Development of enhanced
engineering methods with the aim at utilization of subterranean energy resources (PULSE) project
of the Research Institute of Applied Earth Sciences of the University of Miskolc in the framework
of the Széchenyi 2020 Plan, funded by the European Union, co-financed by the European
Structural and Investment Funds.

REFERENCES

[1] BERECZ, E. (1988): Fizikai Kémia. Budapest, Tankdnyvkiado Vallalat.

[2] FERRO-GARCIA, M. A. et al. (1998): Adsorption of humic substances on activatedcarbon
from aqueous solutions and their effect on the removal of Cr(lll) ions. Langmuir, Vol. 14,
No. 7, pp. 1880-1886.

[3] JEAN, G. E-BANCROFT, G. (1986): Heavy metal adsorption by sulphide mineral surfaces.
Geochimica et Cosmochimica Acta, Vol. 50, Issue 7, pp. 1455-1463.

[4] KLUCAKOVA, M.—OMELKA, L. (2004): Study of sorption of metal ionson lignite and humic
acids. Chemical Papers, VVol. 58, No. 3, pp. 170-175.

[5] TOTH, J. (2001): Adsorption. Theory, Modeling, and Analysis. NewYork, Basel, Marcel

Dekker, Inc.

WEB REFERENCES

(6]

[7]
(8]

[9]

Duszén Banyaszati és Szolgaltatasi Kft. Dudarittal a ligos vorosiszap ellen. Kornyezet-
barat talajjavitok, avagy DUDARIT-tal a lugos vordsiszap ellen. http://duszen.hu/hu/
component/content/article/13-szines/11-dudarittal-a-lugos-voeroesisz ap-ellen (Visited:
2018-11-02)

Fekete, I. Eoszén Kft. http://eoszen.hu/index.php?m=1(Visited: 2018-11-02)

Geomania. Felhagyott szénbanya meddéhanyoi, Dudar, Bakony és Balaton-felvidék.
http://geomania.hu/lelohely.php?lelohely=322 (Visited: 2018-11-02)

PERGER, A. (2009): The role of coal in the Hungarian electricity sector with special attention
to the use of lignite (Report). https://www.energiaklub.hu/files/brochure/lignite_hungary.
pdf (Visited: 2017-04-25)


http://duszen.hu/hu/%20component/content/article/13-szines/11-dudarittal-a-lugos-voeroesisz%20ap-ellen
http://duszen.hu/hu/%20component/content/article/13-szines/11-dudarittal-a-lugos-voeroesisz%20ap-ellen
http://eoszen.hu/index.php?m=1
http://geomania.hu/lelohely.php?lelohely=322
https://www.energiaklub.hu/files/brochure/lignite_hungary.%20pdf
https://www.energiaklub.hu/files/brochure/lignite_hungary.%20pdf

CHARACTERIZATION AND COMPLETE UTILIZATION
OF ALUMINIUM MELTING DROSS

TAMAS KEKESI

Professor, University of Miskolc, Miskolc-Egyetemvaros, H3515, kekesi@uni-miskolc.hu

Abstract

Aluminium scrap is a raw material of growing importance in the production of aluminium and its alloys.
Due to the thermodynamic properties, melting the recycled metal of high specific surface generates signif-
icant amounts of dross consisting of an oxide matrix and a large proportion of entrapped liquid metal. This
heterogeneous material is usually processed by a thermo-mechanical treatment with the addition of a large
amount of NaCl-KCI based salt to recover the entrapped metal. The residual dross is currently considered
as waste, and it is usually disposed of despite of its potentially valuable metallic and non-metallic compo-
nents. We have examined the structure and composition of different residual dross types applying instru-
mental techniques and chemical leaching tests. The results pointed out the possibility of utilizing the chlo-
ride and the oxide components and removing the still remaining metals. A method of hydrometallurgical
processing has been examined for the recycling of the basically NaCl-KCI salt content leaving a residue
which may be suitable as an additive to rough ceramic materials used in the construction industry.
Keywords: Aluminium melting, dross, salt recovery, metal content, ceramic material, hydrometallurgy

1. INTRODUCTION

The restructuring of the Hungarian aluminium industry in the last decade to cut the primary pro-
duction and to become based on primarily secondary raw materials was a pioneering change in a
country of significant bauxite resources and a long tradition of primary technology development.
The change corresponds to a global tendency indicated by the steady increase in the share of the
secondary based aluminium production, currently approaching a global 35%. This share in Hun-
gary is well beyond 70%, as primary metal — from import - is only used for technological reasons
in the metallurgical production of the required compositions of usually low Fe and Si aluminium
alloys. The global share of scrap as a raw material for aluminium production is expected to rise
further, as re-melting consumes 95% less energy than primary production and the amount of scrap
generated is increasing. Obsolete scrap, recycled from consumption represents a growing share
in the charge of melting. It causes an increased dross formation in the usually applied gas fired
melting furnaces because the thicker non-metallic surface layers on the usually large specific sur-
face area entails higher degree of oxidation during melting (HAN et al. 2003). The molten drops of
the metal are more isolated and the dispersed particles of the metal — implying larger specific sur-
faces —are faster oxidised. The oxidation of aluminium and — especially — of magnesium, a common
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alloying component, is highly exothermic, possibly causing an extreme local superheating which,
in turn, results in an increased rate of oxidation. TOTH et al. (2013) have shown the significance
of metal losses by dross formation. The highly negative Gibbs free energy change (< -900 kJ/mol
0,) associated with the oxidation of aluminium at the typical temperature (~750 °C) of melting
results in an extremely high stability of its native oxide. Magnesium has an even more negative
Gibbs free energy (< —1000 kJ/mol O-) related to its oxidation at this temperature (GILCHRIST
1979). Oxidation is also highly likely by the main furnace gas components, CO; and H;O arising
from natural gas combustion. Therefore, oxidation during melting cannot be avoided, and the
principal oxide component of the dross is Al.Oz and MgO or the spinel compound MgAI,O. when
melting of AlMg alloys. The latter compound causes a great structural changes, resulting in higher
dross volumes. Due to the great exothermic heat of aluminium oxidation (< 1100 kJ/mol Oy), the
surface of the melt can be superheated and such solid phases as AIN and Al4Cs; can be also formed.

The oxides of aluminium and also of magnesium do not form a protective slag layer as they
are solid at the temperature of aluminium melting. Although they have higher densities than that
of the molten metal, their fine particular shape and the high surface tension results in the formation
of the physically heterogeneous dross layer at the surface of the melt (Ho and SAHAI 1990). The
oxides represent a direct loss of the metal, but even more molten metal is entrapped physically in
the heterogeneous dross layer, usually removed manually from the surface of the metal bath after
melting. The structure of the aluminium dross is generally characterised by oxide particles and
scales stuck together by the partly frozen metal. The metallic content of the dross may reach as
high as 70-80% by weight, which is usually removed by a thermo-mechanical treatment (TOTH
et al. 2013) in a converter-type rotary furnace applying significant addition of NaCI-KCI based
salts. Salt addition efficiently serves the separation and disintegration of the oxide coatings and
to prevent excessive re-oxidation of the molten metal phase. The metal recovery by the hot pro-
cessing is shown in Figure 1.

Figure 1
Thermo-mechanical treatment of the aluminium dross to recover the entrapped metal (a — dross
charging, b — processing, ¢ — tapping and retaining the residue, d — removing the residual dross)
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The heterogeneous material is heated by the jet flame of an oxy-fuel burner mounted in the
lid, while the oxide structure is broken by the rotary movement of the furnace drum and the inter-
mittently applied pushing force exerted by the plunging tool used in the tilted position of the
furnace.

The tapped metal is aluminium, containing the less reactive alloying components, while Mg is
lost by selective oxidation generating extra heat. As most of the entrained metal content can be
recovered by this process, the residual dross usually consists of mostly the oxides and the salt com-
ponents, accompanied by a low (2-10%) concentration of metal. The amount of this residual dross
may be ~ 5 % of the produced metal, depending on the Mg content of the grades, reaching levels
measured in thousands of tons in Hungary. As no significant metallic value can be recovered from
it, and its oxide and chloride components cannot be utilised in this form, the major part of it is
disposed of at landfill sites. In order to make the residue also useful it is imperative to separate the
salt and the oxide constituents. The recovered salt can be recycled to the thermo-mechanical treat-
ment of the primary aluminium dross. The salt-free final residue, containing mostly the oxides and
a minor amount (a few per cent) of the aluminium metal could be utilized in different industrial
technologies as:

¢ slag forming agent in steel making (where the remaining Al content is also of benefit for the
reducing effect)
additive to special cements and concrete (to improve thermal insulating properties)
additive to asphalt (to increase wear resistance)
additive to produce glass foams (a novel structural material for heat insulation)
ceramic production

However, all these novel applications would require an almost complete elimination of the chloride
components from the residual dross (X1A0 et al. 2005). The remaining aluminium content may be
useful (as in steel making slag modification) or harmful (as in ceramic production), or indifferent in
small quantities covered by a thick and firm oxide layer (as in the other noted potential applications).
In order to meet the requirements of utilization the salt removal is a commonly critical condition,
which, at the same time, may also serve the economy of dross processing by recycling.

The basically chloride salt content of the residual dross may be dissolved by pure water at ordi-
nary temperatures. The obtained brine can be evaporated to yield the NaCI-KClI salt for recycling.
The minor CaF, component - also present originally - may not be recovered, but can be supplied
when the proper NaCI/KCl ratio is reset for the repeated application. Thus water leaching should be
the fundamental initial step in a hydrometallurgical processing scheme after crushing and fine grind-
ing the residual dross (“salt cake™) from the thermo-mechanical treatment of the primary melting
dross. The preliminary grinding step may be followed by a physical separation of the larger malle-
able particles containing a predominant metallic core, or added directly to the leaching step to pro-
duce a brine of approx. 25% saturation for efficient dissolution, but also subsequently an energy
saving removal of water by evaporation. Side reactions occurring as a result of the high-temperature
treatment of the dross may occur, producing some noxious gases too:

AIN + 3H,0 = Al(OH)s + NH;3 1)

AIN + NaOH +H0 = NaAlO; + NHs )
AliCs + 12H,0 = 4AI(OH)s + 3CHs 3)
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If acidic or alkaline solutions are present, the minor metallic aluminium content may also be dis-
solved:

2Al +3H3S04 = Alx(SO4)s + 3H: 4)
Al +NaOH + H,0 = NaAIO; + 1.5H, )

The reactions above — especially the last two — are exothermic, which will beneficially increase
the temperature. These effects may also be present if the residual dross is disposed of in the envi-
ronment.

There are proposed technologies (OLPER and KASPAR 1994) which are assumed to offer 99%
recovery of the salt and a low (< 0.2 %) chloride content in the final residue, and the harmful
gases evolved during the hydrometallurgical treatment are combusted. The generated heat of dis-
solution can be utilized for the evaporation of water. Although the proposed hydrometallurgical
process may seem straightforward, there remain the questions of dissolution kinetics, efficiency
of solid/liquid separation by decantation or filtering, solubility of metals, the application of acid
or alkaline media, purity of the solid residue and the efficiency of evaporation. These questions
required clarifications by fundamental experiments.

2. EXPERIMENTAL MATERIALS AND PROCEDURE

The raw materials for the experimental examinations were collected from the accumulated resid-
ual dross at an industrial site of the thermo-mechanical treatment of aluminium melting dross.
There are basically two different extreme types that can be distinguished also by sight. One being
light and the other dark in colour. Applying a special method (KULCSAR and KEKESI 2017) for
determining the metal content (broken down into physically obtainable in the molten form or
coarse pieces after granulating the hot treated residue, and the hidden metal content in the sepa-
rated fine fraction after grinding), it has been pointed out that the lighter material had a metal
content of 9.9%, and it was a mere 1.1 per cent in the fine (< 250 um) fraction obtained after
grinding. Whereas these values were 13.6 and 4.5 per cent in the dark material. No metal could
be melted out of either samples whereas - after granulating the hot material in water - grinding
and classifying resulted in a fine fraction of ~90% from both materials. The characteristic images
and the relevant Energy Dispersive X-ray (EDS) and the X-ray Diffraction (XRD) spectra are
shown in
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Figure 2
The macro (a), the EDS (b) and the XRD spectra of the light coloured residue
from the thermo-mechanical treatment.
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c)

Figure 3
The macro (a), the EDS (b) and the XRD (c) spectra of the dark coloured residue
from the thermo-mechanical treatment.

The EDS spectra reveal that the light coloured dross residue mainly consists of aluminium oxide,
while the dark residue exhibits a relatively large proportion of the salt components and probably
more metallic aluminium. However, the electron beam cannot penetrate below an oxide layer
thicker than ~ 5 pm, thus not all the particles consisting of a metallic core can be detected as
metal. The analytical method based on the collected volume of the H; evolved from reactions (4-
5) could reveal the real metal content hidden under the oxide coatings of the fine particles
(KULCSAR and KEKESI 2017). Shown by the XRD spectra, a-Al.Os is dominant in the light col-
oured dross residue. The dominance of the simple oxides in the light coloured dross residue indi-
cates the higher temperature probably reached during the thermo-mechanical treatment, which
also enhances the evaporation of especially KCI and Mg and could cause the formation of AIN.
However, the remaining NaCl and KCl salt content is significantly higher in the dark dross residue
and the MgAl,O4-spinel component is also more evident.

Apart from the extreme types of the residual dross, samples were collected from the common
grey coloured dross residues obtained from the industrial thermo-mechanical processing of pri-
mary dross batches generated in the melting of aluminium alloys of different Mg concentrations.
The XRD spectra obtained with the residual dross samples from the thermo-mechanical pro-
cessing of primary dross batches obtained from the melting of low and medium Mg containing
aluminium alloys are compared in Figure 4.

The visual appearances of the two residual dross samples are quite similar, but the XRD spec-
tra reveal some differences. The major phases found are marked in either or both diagrams in
Figure 4. It is obvious that due to the Mg alloying in the metal, the spinel MgAl,O4 phase appeared
in the residual dross, while the salt and metallic Al content diminished. It can be attributed to the
exothermic reaction of Mg oxidation during the hot dross treatment.

Suggested by the observed compositions of the raw materials, it was preferred to use the pri-
marily the dark coloured extreme type dross residue and that related to the treatment of the dross
related to the low-Mg aluminium alloy in the hydrometallurgical processing experiments. These
cases offered the highest concentrations of the salt and the metal to be recycled or eliminated.
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Figure 4
The pictures and XRD spectra of the residue from the hot treatment of primary dross batches
obtained from the melting of low (a) and medium high (b) Mg containing aluminium alloys

The fine fraction (<250 um) of the ground residual dross samples — obtained from the industrial
thermo-mechanical processing of aluminium melting dross — were leached with distilled water
and 16.3 m/m % sulphuric acid, respectively, followed by washing and solid/liquid separation
steps organised in different procedures. Control tests of high dissolving power for aluminium-
oxide were carried out with 6 M NaOH too. Some pieces of equipment and the main steps of the
laboratory leaching experiments are shown by Figure 5.

) B

Figure 5
The main steps of the hydrometallurgical procedure (a — grinding, b — raw material, ¢ — leaching,
d — settling and washing, e — filtering, f —~AAS analysis).
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The applied sulphuric acid concentration corresponds to a 10 % by volume ratio, but beyond the
convenience of preparation, it is preferred generally in hydrometallurgy (GILCHRIST 1979; BAR
and BARKETT 2015). To examine the reaction rate, 10 g or 20 g samples, resp. were contacted
with 100 cm? of the solutions. It was a safe ratio to provide sufficient solubility. A horizontal
shaking machine was used to provide a virtually homogeneous dispersion in reactor bottles of
300 cm? in volume. The kinetic experiments were carried out for various times, but further exam-
inations included set times of leaching (allowing equilibration). The larger scale experiments ex-
amining the elimination of the salt content in the various dross samples were carried out usually
with 300 g material samples contacted with 500 cm? of fresh solutions in each step of the complex
hydrometallurgical procedure, applying 1000 cm? reaction vessels (as shown in Figure 5c) for set
total times allowing equilibrium dissolution at a shaking rate providing homogeneous dispersion.
The concentrations of the chloride and the hydrogen ions were determined by classical titration,
but the concentrations of the dissolved metals were analysed by Atomic Absorption Spectrometry
(AAS). The results are given as yields of the indicated elements (or compounds) relative to the
masses of the leached dross samples.

In order to check the analytical results and to demonstrate the possible recycling of the salt
content removed by leaching, the brine solutions obtained from the aqueous treatment were evap-
orated to dryness by the application of a rotary vacuum distilling equipment. The process and the
resulted salt products are shown in Figure 6.

Figure 6
Salt recovery (a — rotary vacuum evaporation, b — crystallized salt,
¢ —drying in oven, d — products).

3. EXPERIMENTAL RESULTS AND DISCUSSION
3.1. Basic studies on the leaching behaviour of the extreme dross types

The kinetic characteristics of the dissolution process are illustrated by the yields of the analysed
elements as functions of the time of leaching expressed in terms of the dissolved amount relative
to the mass of the raw material. Although the principal aim is to recover the salt content, which
can be achieved by applying water, it is of more information and interest to present the results of
acid leaching. It is equally efficient in removing the chloride salts, but it may also dissolve the
metallic aluminium content. Thus, beside showing the leaching behaviour, it may also reflect the



Characterization and Complete Utilization of Aluminium Melting Dross 169

composition of the treated samples. These fundamental results obtained by water and acid leach-
ing of the extreme types of the residual dross are given by the kinetic curves shown in Figure 7.
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Dissolution rates of Na, K, and Al by distilled water (a) and 16.3% H2SO. (b,c) leaching from the
dark (a,b) and the light coloured (c)extreme-type dross samples obtained from the industrial hot
treatment.

According to the plotted total metal concentrations, analysed by the AAS technique, the water
leaching of the dark residual dross sample yielded an amount of ~ 40 % chloride salt removed,
relative to the sample mass, which was ~ 48% according to the approximate argentometric anal-
ysis. The AAS based result is actually ~ 4% higher than the ~ 36% value obtained with sulphuric
acid. It is not a significant difference, especially considering the heterogeneity of the mass of the
powdery raw materials, but it indicates that water is not less efficient in dissolving the chloride
salts than dilute sulphuric acid. However, the argentometric analysis of the acid solutions shows
a higher chloride salt yield (of ~ 51 %) from the dark residual dross. Beyond the gradual degra-
dation of the AgNO:s test solution, the argentometric method is more likely to give positive errors
in the acidic medium, where the potassium chromate indicator may be converted in a larger pro-
portion to the inert chromic acid form. On the other hand, water leaching of the light coloured
dross material yielded only ~ 5 % salt recovery by AAS and 6.4% by the less accurate argentom-
etry. This corroborates the comparison of the two extreme residues by the relevant XRD spectra
in Figures 2 and 3. The kinetic curves prove that the water leaching of the chloride salt can be
completed within a few minutes.

As expected, it is noticeable that applying the sulphuric acid solution, metallic aluminium can
be recovered too. This result shows a ~ 6 % recoverable aluminium metal content in the dark
sample, which was only 1.5% in the case of the light coloured dross. It corresponds to the results
obtained by the special method (KULCSAR and KEKESI 2017) determining the metal content in
the fine fraction of this dross type. The light coloured dross yielded significantly lower amounts
of dissolved salts and aluminium, corroborating expectations based on analytical and instrumental
examination results shown above. As the analysed concentrations of the examined metals in the
solutions reach their stabilized values, it is indicated that the dissolution of aluminium by the acid
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leaching is completed within 60 minutes, while the total salt content is dissolved in less than 15
minutes under the applied technical conditions.

The compositions of the solid residues obtained after the 1 hour leaching treatments were dried
at 105 °C and were analysed by the same instrumental techniques as applied for the raw materials.
The SEM images revealed wrinkled surfaces of particles consisting of Al and O, indicating the
presence of a-Al,O3, while the Na, K and Cl peaks disappeared from the EDS spectra of all the
treated samples. Although these results already confirmed the successful removal of the salt com-
ponents, the remaining phases were also examined by XRD analysis. Because of the higher initial
concentration of the salt components, the effects of leaching can be even more clearly demon-
strated by the solid residues from the hydrometallurgical treatment of the dark coloured residual
dross obtained from the industrial thermo-mechanical processing. The phases detected in the solid
samples after leaching the dark residual dross with water, sulphuric acid and — for reference —
with NaOH are marked on the XRD spectra of Figure 8.
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Figure 8
The XRD spectra of the solid residues obtained after 1 hour of leaching with water (a), 16.3%
H,SO4 (b) and 6M NaOH (c) of the dark coloured residual dross samples from the industrial
thermo-mechanical treatment.

A comparison of Figures 3 and 8 shows that a-Al>O3z and the MgAl.O, spinel are dominating in
the solid residue after water leaching, as the previously dominant chloride salts have been re-
moved from the dark coloured residual dross. The XRD spectrum obtained after the sulphuric
acid leaching is similar, indicating the high chemical stability of the a-Al,O3 and the MgAl,O4
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compounds. At the same time the intensity of the AIN peaks are slightly higher when the acid was
used instead of water for leaching. It shows that the unpleasant evolution of NHz; may be slightly
depressed by the addition of sulphuric acid in the water for leaching the residual dross obtained
from the high temperature thermo-mechanical treatment of the primary dross. The metallic Al
phase still detected in the residue after water leaching is clearly removed by the acid treatment.
The aggressive 6M NaOH solution — used as a reference - could even more efficiently dissolve
the metallic Al, but it also involves a strong evolution of gas and heat, caused by the dissolution
of metallic Al, producing H; and the dissolution of AIN enhanced by NaOH according to Eq. (2),
generating of NHs. This unfavourable reaction is proved as the AIN peaks are removed after the
NaOH leaching. Small amounts of the additive CaF, which is not dissolved either in water nor
in the alkaline solution, may remain in the residue. However, it may be gradually converted to the
sulphate by applying sulphuric acid, but a noticeable, though relatively slight dissolution of Ca
may be noticed only during a subsequent water rinsing.

The above results prove that the residual dross — obtained from the thermo-mechanical treat-
ment of the primary dross of aluminium melting — may be successfully prepared for any further
applications by a hydrometallurgical treatment. The simplest and cheapest treatment with water
can remove the chloride salts. Applying dilute H.SO4, which is another inexpensive option, Al
and some other metallic components may also be eliminated. The process may consist of single
or multiple steps of leaching, washing, solid/liquid separation and a final rinsing filtration. It is
important to minimize the necessary process steps and to include the best suitable ones.

3.2. Hydrometallurgical purification of the usually obtained dross type

The technological examinations, carried out with a residual dross from the industrial thermo-me-
chanical treatment of the primary melting dross containing a metallic phase of low-Mg alloyed
aluminium, were carried out with water, sulphuric acid and NaOH reagents in multiple leaching
steps followed by repeated washing with distilled water, solid/liquid (S/L) separation by decanta-
tion or filtering and the final filtering was continued by rinsing with distilled water. In these ex-
periments the starting material was always 300 g and each step involved 500 cm?® of the fresh
solution added. According to Figure 7, the chloride salts are dissolved almost instantaneously
from the previously examined extreme-type residual dross samples. However, this had to be con-
firmed with the average-type of the residual dross examined in the here presented purification
experiments. The results, confirming the same behaviour, are shown by the relative kinetic curves
of Figure 9a. Here, the deviation from the average concentration in the solutions obtained after
various times of leaching are plotted. While NaCl and KCI are dissolved after a few minutes
completely, a slowly developing Al dissolution can also be observed, which can be attributed to
reaction (1), although the maximum Al concentration was just around 50-100 mg/dm?. It also
implies that a very short water leaching can be applied to remove enough chloride salt before a
significant volume of NHjs is evolved. Figure 9b shows that changing the S/L mass/volume ratio
(g dross/cm?® water) from 10:100 through 100:100 did not have any appreciable effect. The solu-
bility and the dissolution rate of NaCl and KCI are high. Figures 9c and 9d show the results of
repeated leaching steps with water lasting each for 10 minutes. The subsequent washing steps
were carried out in a wide vessel agitated by manual shaking and the S/L separation applied was
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simple settling and decanting. The final step was vacuum filtration combined with water rinsing
(thus doubling the collected volume of the solution in this step).

100 ~ 100 -~ 60 - 14 -
a
80 A ) 80 b) C) d)
50 - 13 A
60 - 60
ES
40 40 = 40 1 12
. g
~ 20 s 20 1 pH~105 | 3 30 1
2 0 8 P e E 0 o B P — - | & " Na = i ‘/.\\
k] (= 2 e o 20 .
'S =] - 10 + IR 4
@-20 - B .20 A ] =K -
a © Na 2 =
-40 A o -40 A o Na 10 ~ 9 A
.60 - oK -60 A 0
oK 8 4
-80 A Al -80 12 3 45 6 7
Process s
-100 . . . -100 +—7—7——— 1,2,3 - repeat 71
4,5,6 - repeat 1234567
0 10 20 30 0 20 40 60 80 100 (&decant.)
Time, min Dross ratio, g/100 cm? H,0 7 - final filtration & rinsing with water Process steps

Figure 9
Dissolution of the common type of the residual dross by applying only water (a, b — deviation
from the average of all the solutions, ¢ — yield distribution among steps, d — pH of the solutions)

Most of the chloride salt content is dissolved in the first leaching step. However, the imperfect
S/L separation by simple settling and decantation left a considerable amount of the liquid phase
behind in the settled thick sludge in each step, therefore the salt content in the subsequent solutions
could not be reduced efficiently. Even the last rinsing filtration — after six steps - could still re-
move some significant portion of the salt content. The alkaline pH generated is a result of the
dissolution of AIN according to Eq. (1). Still applying the simple settling and decantation for
separating the obtained solution in each step, Fig. 10.a shows the yields of the dissolved metals
by water leaching and subsequent washing steps, as well as by the final rinsing filtration. As the
S/L separation was still very rough, significant portions of the water-soluble NaCl and KCI were
carried over among the subsequent steps. As water leaching did not result in any Al dissolution,
AICI; was not found to be present at a recognisable level in the common type of the residual dross,
however the presence of AIN was confirmed by the alkalinity of the solutions obtained. In order
to check the tendencies determined by the AAS analysis of the solution samples, the rest of the
solutions were evaporated and the dissolved NaCl-KClI salt was crystallized and weighed. As
shown in Fig. 10c, it yielded similar tendencies of salt removal in the multiple step procedure,
although due to significant losses, the total yield of the directly crystallized salts (~ 33%) was less
than that calculated from the analysed concentrations (~ 48%) taking the chloride molar mass
ratios into account. A further discrepancy is caused — beyond the potential systematic error in the
analysis of the concentrated samples — by the settling after the leaching step, leaving the more
concentrated portions of the — not perfectly homogeneous - solution in the residue at the bottom
of the reaction bottle. Nevertheless, the final elimination and the distribution of the yields of the
salt content by the water treatment was confirmed.
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Figure 10
Metal yields (a), solution pH (b) and evaporated salt masses (c) obtained by water leaching of
the common type residual dross in multiple steps, followed by washing and rinsing filtration

Applying dilute sulphuric acid for the leaching steps had the expected effect of removing aluminium
and other impurity metals. In view of the slower dissolution reaction of the metallic phase, the acid
leaching was carried out for longer (30 min) periods. However, it was repeated with fresh reagent
only once, after decanting off the first solution. For a better separation of the acidic and the subse-
guent quasi-neutral steps, the last leaching step here was followed by a filtration, applying also water
rinsing, instead of the simple decantation. Figure 11 shows the results of leaching with both the
preferred dilute (16.3%) and with a more concentrated (23.5%) H.SO,4 concentrations.
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Figure 11
Metal yields obtained with 16.3 % (a,c), and 23.5% (b,d) H.SO. solutions applied for leaching
and water for the subsequent rinsing and washing steps to purify the common type residual dross
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Despite fine grinding of the examined dross samples, some extent of heterogeneity cannot be
excluded, therefore comparing the results of different experiments starting from nominally the
same raw material cannot be made accurately. Nevertheless Figure 11a and b reveal that increas-
ing the sulphuric acid concentration may not increase the yields of NaCl and KCI by leaching. In
order to examine the effect of H,SO4 on the solubilisation of Al and the other impurity metals in
it, results from the same experiments are plotted on a different scale in Figure 11c and d. It is seen
that increasing the H.SO4 concentration did not improve the efficiency of metal dissolution. How-
ever, the latter two figures also show that some CaF; is solubilized as a result of the sulphuric
acid treatment. It may be converted into the CaSO4 form, which is however not dissolved — due
to the solubility product — until the sulphate ions are removed by the water rinsing. Calcium ap-
pears significantly only in the neutral solutions of washing after the sulphuric acid leaching. In
practice, it may be of reason to apply water leaching first and recover the salt content of the neutral
solutions. The desalinated solid residue neutral procedure may be further treated by acid leaching
to reach the necessary level of purity if any possible application requires it. This procedure has
also been tested on the laboratory scale. A preliminary water leaching in three repeated steps
followed by a double water washing was used to remove the chloride salt content from the com-
mon type of the residual dross samples. These pre-treated materials were then leached with sulphuric
acid reagents of 8.5% (reduced), 16.3% (preferred) and 23.5% (increased) concentrations according
to the procedure described above. The results are summarized in Figure 12,
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Figure 12
Metal yields obtained with 8.5%, (a), 16.3 % (a,c), and 23.5% (b,d) H,SO4 solutions applied for
leaching and water for rinsing and washing steps, after preliminary water-leaching, to purify
the common type residual dross.

The analysis of the minor components in the leachates was probably more accurate after the pre-
liminary removal of the high salt content. The comparison of Figures 11 and 12 suggests that the
preliminary treatment of the residual dross with water (3 times leaching and twice washing in
series) could remove more than 95% of the chloride salts. Especially the recovery of NaCl was



Characterization and Complete Utilization of Aluminium Melting Dross 175

efficient. Some remaining KCI and NaCl were completely removed by the subsequent acid leach-
ing steps. Increasing the sulphuric acid concentration from 8.5 % to 23.5 % could enhance the
efficiency of removing the metallic Al, although the preferred dilute 16.3% H,SO4 concentration
may be just satisfactory.

In order to compare the efficiency of a strong alkaline leaching, where the oxide coatings of
the hidden aluminium particles may be more efficiently digested (GASTEIGER et al. 1992), exper-
iments with different NaOH reagents were also carried out. Results are shown in Figure 13.
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Metal yields obtained with 6M NaOH applied for leaching and water for the subsequent rinsing
and washing steps, after preliminary water-leaching, to purify the common type residual dross

After a preliminary triple water-leaching treatment to remove the chloride salt content, the applied
6M NaOH leaching could remove virtually only aluminium, which may have been mostly in the
metallic form, but some Al.O; dissolution from the coatings of the particles may also have con-
tributed to the analysed values. The second leaching was combined with filtering where a minute
amount of rinsing water was also applied. It was followed by the usual washing and the final
filtering steps, applying water to remove the remaining solution. Despite all the expectations, the
aggressive alkaline leaching could remove significantly more metallic aluminium than the proce-
dure applying 16.3% or 25.3% sulphuric acid solutions as leachants. Although the decantation
steps involved in the preliminary water-leaching treatment may have wasted some of the starting
material, which could reduce the overall amount of dissolved metal.

4. CONCLUSIONS

A thorough examination of the residual dross samples collected from the industrial thermo-me-
chanical processing of aluminium melting dross materials revealed that the salt content can reach
as high a level as ~ 40 %, the major constituents being NaCl and KCI. The examinations proved
that a multiple-step procedure consisting of leaching, rinsing filtering and washing steps with
water at room temperature and applying shaking can remove the chloride components efficiently.
The dissolution of chlorides may be completed in a few minutes and a such a high S/L mass to
volume ratio as 1 g/1 cm?® can be still efficient. Thereby the cost of recovering the salt by evapo-
ration and crystallization can be reduced. The reaction of AIN, also present in the residual dross
from the hot treatment, can react with water, and especially with alkaline solutions, to produce
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unpleasant NH3; emission. It may be suppressed by acid media, but a practical way to diminish its
evolution is to apply shorter leaching, which may be efficient to dissolve the salts, but prevent the
development of unwanted reactions. Applying repeated leaching steps may not increase the effi-
ciency of salt removal, however washing the residue with water and separating it by vacuum
filtration, while rinsing the cake with water can usually guarantee at least a 95% efficiency in
removing NaCl and KCI. If the S/L separation is carried out as much as technically possible, the
product can be suitable for various new applications, such as cement and glass foams, geopolymer
production, or asphalt conditioning, but the conventional use of a purified material in steel making
is also advantageous. The residual minor amount of metallic aluminium in the product from the
water-leaching procedure is mostly covered by an oxide layer making it virtually inert for appli-
cations in the construction materials industry, and it is even useful in steel making. Any practical
metallic component content however, can be readily eliminated by applying dilute sulphuric acid
leaching followed by the necessary washing and rinsing-filtering steps in a second purification
procedure. Sodium hydroxide, although more efficient in digesting the Al.O; layers, was not
found significantly more efficient in removing the metallic aluminium from the residue of the
water-leaching procedure.
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Abstract

Present paper deals with glass foam development from waste hollow glass. It is focused on the
influence of glass particle size on the foaming process and physical characteristic of glass foam
pellet. After the determination of the raw materials’ properties, green pellets were produced in a
pelleting table using optimal pelleting parameters (2.5 w/w% bentonite concentration, 20 w/w%
moisture content, heat curing of 850 °C) developed in our previous research. Ground glass with
different particle size distribution (<106; 80; 45 and 20um), Na-bentonite (to improve the initial
strength of pellet) and dolomite (as foaming agent) were used for the pellet production. The
apparent density, and pore size (by optical microscope) of the resulted glass foam pellets were
determined. The mechanical stability (abrasion resistance) was investigated by abrasion test in a
Deval-drum. The use of finer glass particle size resulted smaller density of glass foam pellets.
The lowest density of glass foam was 0.52 g/cm®.Based on the results of mechanical stability, it
can be stated the abrasion of coarser size pellets was higher. The pore size of pellets was different,
it changed between few micron and 1000 micron.
Keywords: waste glass, particle size, glass foam pellet, foaming agent, dolomite

1. INTRODUCTION

In Hungary, the glass waste is generated in approx. 180,000 tons/year, most of which (about 80%)
is colored hollow glass. However, utilization of a significant ratio (60%) is not solved. Due to the
technical and economic development of recent years, protection against the harmful effects of
waste has become one of the most important economic and environmental factors. Waste should
be properly collected, handled and disposed, otherwise it may have an adverse environmental
impact. Along with recognizing the environmental impact of wastes, the role of wastes in the
rational management of natural resources, material and energy management has become more
apparent. In the developed countries, the significant part of waste is re-used as raw material,
secondary raw material or secondary energy source [1].

According to the EU Waste Directive 2008/98 / EK: “The primary purpose of any waste policy
is to minimize the negative effects of waste generation and waste management on human health



Glass Foam from Waste Hollow Glass 179

and the environment. Waste policy must be strived to reduce the use of resources and give
preference to the use of the waste hierarchy”’[1].

One of the positive property of glass is that it can be completely recycled theoretically.

According to the type of glass wastes can be recycled as packaging materials or raw materials.

Part of the packaging waste glass is recycled. After separating and grading, the bottling plants
receives the intact bottles after cleaning, and the glass industry receives the broken, defective
pieces after appropriate grinding, milling and preparation, where they melt the glass and produce
new bottles. This is a cost-effective and energy-saving solution. The prerequisite for recycling
used glasses is the clean state of the bottles. Cleaning is carried out with water wash in a rotating
drum. Waste glasses are used to make bottles and industrial glass panes after melting [2].
Hoffmann et al. found a solution for the use of increasingly accumulated, non-recyclable waste
glass for example: cathode ray tube glasses [5]. Their invention is so called geofil glass foam. For
this purpose, the waste glass should be ground to a suitable particle size. Depending on its
composition, the foaming agent should be added to the glass and then it will be foamed at a
suitable temperature by sintering [5]. Glass foam possess unique properties: lightweight, rigid,
resistant, heat-insulating, antifreeze, non-flammable, chemically neutral and non-toxic, rodent
and insect resistant, resistant to bacteria, water and vapor. Glass foam can be used in many ways
in the construction industry and in many other areas [6].

The purpose of this study is to further develop the glass foam product, namely the investigation
of the effect of ground glass powder fineness and glass foam pellet size on the abrasion resistance,
pore structure and particle density.

2. MATERIALS AND METHODS

For the glass foam production were used ground hollow glass, dolomite and Na-bentonite. First
the waste glass of brown, green and transparent was prepared for the laboratory tests. The mean
particle size of initial glass were the following: 50% passing particle size (median particle size)
Xso = 6.3 mm and 80% passing particle size xso = 10 mm. The initial glass was crushed in three
steps. The particle size distribution of ground glass and other raw materials (dolomite, Na-
bentonite) was investigated by Horiba LA950 V2 type laser particle size analyzer, specific surface
area was calculated from distribution data by software using shape factor 1. These results can be
seen in Figure 1.

The fine-grained dolomite was used as foaming agent, because of thermal composition of
dolomite released CO; resulting in pore structure and foam formation [5] [6].

CaMg(COs); + heat— CaO + MgO + 2CO,

The median size of dolomite powder was Xso = 42.3 pm and the 80% particle size was xgo = 61.5
um. The particle size distribution of dolomite powder is shown in Figure 1.

Na-bentonite was used as pelleting agent in order to improve the strength of initial pellets.
The characteristic particle sizes of bentonite were the following: Xso = 29.9 um and xg = 65.5
um. The particle size distribution of bentonite can be seen in Figure 1.

Glass foam pellets were examined for abrasion resistance. The tests were performed for 10
minutes at 30 revolutions per minute.
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Figure 1
Particle size distribution of raw materials (glass waste, dolomite, Na-bentonite)

The green pellets were made using pelleting table. Additionally, Al.Os was used to avoid
aggregation of melded pellets. The mechanical stability (resistance of pellets to degradation by
abrasion) of the glass foam pellets was tested with a conventional Deval drum (@210 x 340 mm)
apparatus. The tests were performed for 10 minutes at 30 revolutions per minute.

The cell structure of glass foam pellets were examined by Zeiss Axio Imager type optical
microscopy using five-fold magnification.

3. EXPERIMENTS

In order to achieve the appropriate particle size, the glass waste was ground. The particle size of
initial glass was below 50 mm, which was crushed in three steps. As a first step the material was
crushed in a jaw crusher with gap size of 15 mm (crushing step 1) then followed the second
crushing step in a roll crusher (the gap size of 6 and 1mm were between the rolls) and finally the
glass was ground in a laboratory ball mill with the size of ©¥305%305 mm internal diameter
(smooth walled), with steel balls (max. ball size 50 mm) as grinding media. The mill filling ratio
of the grinding media was 30 v/v%, the material filling ratio was 110 v/v%. The operating
revolution number to critical revolution number was 80%. The glass powder meant the base of
the glass foam. After the grinding, the ground glass was classified (<106; 80; 45 and 20um). Then
the raw materials were mixed in a ball mill for homogenization. The mixture contained the
follows: ground (classified) glass of 92.5%, dolomite of 5% and Na-bentonite of 2.5%.

For the green pellets production was used ground glass with particle size of below 106 pm.
The pellets were manufactured in a pelleting table using optimal pelleting parameters (2.5 w/w%
bentonite concentration, 20 w/w% moisture content) which were developed in our previous
research [8]. After preparing the green pellets, they were dried in a drying cabinet at 105 °C for 2
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hours. Then the pellets were fractionated by sieves. The fractions were the following: 2-4, 4-6.3,
6.3-8 and 8-10 mm. Then the fractionated pellets were sintered in an electric furnace.

In the preliminary experiments the sintering conditions (such temperature and residence time)
were examined to find the optimal conditions for glass manufacturing.

The mechanical stability (resistance of pellets to degradation by abrasion) of the foam pellets
was tested with a conventional Deval drum (@ 210 x 340 mm) apparatus. Since the initial pellet
size does not reach the standard size fraction (1014 mm), the measurements were carried out
using the manufactured pellets (4—6.3 mm, 6.3—8 mm, 8-10 mm and 12.5-16 mm) using 10 min
residence time and then the product was sieved at 1.6 mm sieve aperture size, the evaluation used
the mass of material finer 1.6 mm.

4. RESULTS

Preparation of glass

One of the most important steps in glass foam production is the preparation of glass powder. For
this purpose the initial glass was crushed in three steps. The Figure 2 shows particle size
distribution of the glass after crushing on a jaw crusher (gap size value of 15 mm) and a roller
crusher (gap size value of 1 mm).

0,9
0,8
0,7
0,6

0,5
0.4 m— Jaw crusher

s Roller crusher
0,3

Particle size distribution [%0]

0,2
01

0,09 0,9 o]

Particle size [mm]

Figure 2
Particle size distribution of glass crushed by jaw crusher and roller crusher

Based on this Figure it can be stated that the median size xso = 9 mm and the 80% particle size Xso
=15.7 mm was achieved by crushing the glass with jaw crusher while after the crushing in a roller
crusher 0.75 mm median size was achieved from the initial value of 6.3mm indicated a 8.4 size
reduction rate. In this case the 80% particle size was 1.1 mm (size reduction rate 9.09).

The particle size distribution of the ground glass shown in Figure 3.
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Figure 3
Particle size distribution of ground glass

Figure 3 shows that the 50% particle size (median) of Xso = 12.9 um and the 80% particle size xso
= 27 um was achieved by grinding in a ball mill. During the grinding the invested energy was
measured, from which the specific grinding energy was calculated. Figure 4 shows the specific
surface area and median particle size (x50) as function of specific grinding energy. Based on this
figure it can be stated, that SSA increasing almost linearly as function of specific grinding energy.
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Grinding kinetics of glass
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Glass foam pellet results

Based on the preliminary experiments it can be stated that at 800 °C sintered glass foam was
developed not or only a few pores and these cell size were below 200 um (mostly <100 pm).
Increasing the temperature, the size of the pores increased in the pellet. When the pellets were
sintered at 850 °C the cell size reached a maximum value of 800 um but the most of cells were
between 200400 pum. In that case of the sintering was at 900 °C, the cells were coalesced and
resulted in pores greater than 3 mm, which was positive in terms of density reduction, but at this
point the pellet was foamed such an extent that the pellets were broken easily with the slightest
mechanical stress. Due to the 900 °C temperature and the 9 min residence time, the pellet was
already excessively foamed, the cell structure was unstable.

Based on the cell structure the optimal sintering temperature and residence time were at 850 °C
and 8 min for glass foaming.

Based on the results of preliminary experiments the pellets were prepared at 850 °C for 8 min.
According to the microscopy images (Figure 5-7) it can be stated the glass foam which made of
a coarser initial pellet size contained bigger cell in larger quantities than which made of finer
initial pellets.

Figure 5
Optical microscopy image of 2—4 mm pellet at 850 °C
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Figure 6
Optical microscopy image of 12.5-16 mm pellet (850 °C)

igue 7
Optical microscopy image of 22.4-25 mm pellet (850 °C)
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Density tests on glass foam pellets were performed. These data are shown in Table 1.

The optimal settings for foam glass manufacture taking into account the mechanical stability
and particle density are determined: 850 °C temperature and 8 min residence time are suggested
for ideal foam characteristics using the size fraction 8-10 mm. In this case, density reduced down
to 0.52 g/cm®,

Table 1
Density of pellet made of <32 um and <106 um glass powder
<32 pym and <106 pm glass powder

. Average of

Initial pellet | Glass foam | Density of ,?jverageuff Deﬁzg fo density of

fraction |pellet fraction |pellets of <20 ensity o Pe o pellets of

[mm] mm] | pm [gem3) (PRS0 S0 SR | <106 m

Hm 19 9 [a/cm3]

10-16 mm 1.01 1.46

10-16 mm 16-20 mm 0.71 0.76535 0.89 0.859877
20-22.4 mm 0.65 0.68
8-10 mm 0.83 1.26

8-10 mm 10-12.5 mm 0.74 0.694236 0.84 0.875519
12.5-16 mm 0.57 0.55
6.3-8 mm 1.31 1.02

6.3-8 mm 8-10 mm 0.76 0.870645 0.82 0.746318
10-12.5 mm 0.58 0.56
4-6.3 mm 1.1 1.37

4-6.3 mm 6.3-8 mm 0.79 0.898502 0.73 0.938072
8-10 mm 0.52 0.59
2-4 mm 1.18 1.28

2-4 mm 2563 mm 0.58 0.99796 0.67 1.175263

The following chart (Figure 8) shows the data in the table.
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Density of pellet made of <32 um and <106 um glass powder
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Result of abrasion test

The result of abrasion resistance can be seen in Figure 9. Based on this Figure it can be stated,
the rate of abrasion considerably different depending on the particle size interval. The highest
abrasion rate (3.56%) was observed at the size fraction of 10—16 mm. The lowest abrasion was to
the size fraction of 4-6.3 mm. The relationship can be established between the particle size and
the abrasion resistance: the lower the glass foam pellet size the higher its resistance to the
abrasion. With the increase in the particle size fraction of glass foam pellets, the amount of
collapsed mass increased. For the 4-6.3 mm fraction, only 0.32% was the rate of abrasion.

Table 2
Results of abrasion test
Particle size fraction The feed weight Abrasion weight Rate of abrasion

[mm] [9] [9] [%]
4-6.3 25 0.08 0.32
6.3-8 25 0.18 0.72
8-10 25 0.35 1.40
10-16 25.25 0.9 3.56
4

1
— = [

4-6,3 mm 6,3-8 mm 8-10 mm 10-16 mm
Particle size fraction

Abrasion resistence[%]
N

o

Figure 9
Results of abrasion resistance

5. CONCLUSIONS

According to our measurement data, the optimum glass powder particle size was <32 um, because
the most appropriate properties of the pellets (density, abrasion resistance) were achieved in this
case. For the density and abrasion resistance the most favorable results were obtained from the
8-10 mm green pellet fraction, so this size is recommended for industrial production both as a
thermal insulation additive and lightweight concrete additive.

Based on the results the following conclusions can be drawn.
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Lo

The finer glass powder resulted lower particle density of green pellets.

2. Based on the experiments it can be concluded that the optimal glass foam pellets were
obtained at 850 °C for 8 min. In this case, the density of the pellets was greatly reduced
and their volume were doubled.

3. The density of glass foam pellets made of <32 um glass powder were less than the density of
glass foam made of glass powder <106 um. The particle size of the ground glass waste plays
the role changing the density of glass foam, which is confirmed by other literature [6].

4. Based on the abrasion test it can be stated that the higher the glass foam pellet size was the

lower its resistance to abrasion stress (mechanical stability)
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Abstract

In the mineral processing the grindability is one of the basic characteristics of materials which is important
for calculation and selection of mills. The gindability expressed by Bond Work Index (W;), as an energy
parameter, represents the basis of the third theory of comminution — Bond comminution Low. The proce-
dure of standard Bond test for Bond Work Index determination is a lengthy, complex and is therefore sus-
ceptible to procedural errors. For this reason many authors have outlined the procedures for Bond Work
Index determination. The paper presents shorter procedures for determining the Bond Work Index value
and a comparison of the values obtained by the shorter methods and the standard Bond test on different
materials. The exact determination of Bond Work Index is essential for proper cost estimation related to
the process of grinding, which is the area with the highest energy-saving potential, and mineral and recy-
cling plant design.
Keywords: Bond Work Index, grinding, grindability, shorter procedures.

1. INTRODUCTION

Creation of new surface areas is generated by the process of crushing and grinding, which consumes
a considerable amount of energy, and it is therefore very important that these processes be carried
out in the most efficient way. Excessive grinding should be avoided due to high electricity costs,
and finely grinding is further complicated by the process of grinding itself. The energy required for
crushing and grinding is Bond work index and is determined by the Bond’s test of grindability in
Bond’s ball mill. The numerical work index is the energy (kWh/sht) necessary for one short tone of
the raw material to be infinitely large to the bulk, at which 80% of the raw material passes through
a sieve of a square opening of size 100 pum.

Determining the Bond’s work index is part of the design phase of a mining plant and can
significantly affect the projected grinding problems. Grinding processes in mining are the most
energy-efficient, and also the area with the highest energy-saving potential. The exact determina-
tion of Bond’s work index is essential for proper design and cost estimation related to the process
of grinding.

According to the standard Bond procedure, the work index is determined by simulation of dry
milling in a closed cycle in Bond’s mill with balls to reach 250% of the circulation load (BoND
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1949, 1952, 1961). The Bond test requires 7—10 milling cycles, which indicates that the procedure
is long and complex, and therefore subject to errors. For mills with rods, Bond's work index is
obtained by testing in a standard mill in which 21 rods are inserted with a total mass of 33,380
grams. The determination procedure is the same as the mill with balls.

The Bond test and calculations of the results obtained through its equation proved to be ex-
tremely reliable for estimating the energy required for the grinding of raw materials in industrial
conditions. Table 1 gives the values of Bond’s work index for some raw materials.

The Bond work index is widely used to estimate the required power for grinding materials. Due
to the difficulty in determining the Bond work index by the standard method, many researchers have
developed alternative methods. The use of the Bond standard method in grinding plants is very
common because it gives satisfactory results. Despite its advantages, this method also has some
shortcomings, it takes a long time and requires a special milling mill. Therefore, the aim of this
paper is to present other, shortened methods developed by other researchers to determine the Bond's
work index.

2. MATERIALS AND METHODS/AREA DESCRIPTION

Methods for testing the grindability of the raw material are used to determine the energy consump-
tion for grinding the product to the desired size. These procedures vary depending on the type of
mills and the manufacturer. Mill mills usually use a Bond test to measure the size of the balls for
grinding. The standard Bond test is not without limit. The test requires a specific preparation of the
sample for work and a precisely defined bulk of the starting sample. For a Bond test, a 10 kg sample
is needed, and usually a professional technical assistant is required to perform one test, which can
last for more than 8 hours. According to the standard Bond test, the work index (W;) is determined
by simulation of dry milling in a closed cycle in Bond's mill with balls up to a circulation load to
250% (Bond, 1949, 1952, 1961). The Bond work index is calculated using the equation:

44,5

P, %3 . Gosz2. ( 10 10 )

JPso /Fao

W, =11" [kWh/t] (1)

where:
W; —Bond work index, (kWh/t),
P, —test sieve mesh size, (um),
G —weight of the test sieve fresh undersize per mill revolution, (g/rev),
Fgo — sieve mesh size passing 80 % of the feed before grinding, (um),
Pg, —opening of the sieve size passing 80 % of the last cycle test sieve undersize product, (um).
(ToboRroviIC et al. 2016)

Bond equation is widely applied in the preparation of mineral raw materials for comparison of re-
sistance to grinding in a mill with balls of different types of materials, estimation of the required
energy in industrial crushing and grinding plants and for adjusting the parameters of the grinding
process.
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Table 1
The value od Bond work index for some raw materials
Material Work index Material Work index
Andesite 18,25 Graphite 43,56
Barite 4,73 Magnetite 9,97
Basalt 17,10 Lead ore 11,90
Bauxite 8,78 Lead-zinc ore 10,93
Cement clinker 13,45 Limestone 12,74
Cement raw material 10,51 Manganese ore 12,20
Clay 6,30 Magnesite 11,13
Coal 13,00 Molybdenum 12,80
Coke 15,13 Nickel ore 13,65
Copper ore 12,72 Oil shale 15,84
Diorite 20,90 Pyrrhotite ore 9,57
Dolomite 11,27 Quartzite 9,58
Emery 56,70 Quartz 13,57
Feldspar 10,80 Zinc ore 11,56
Hematite 12,84 Titanium ore 12,33
Ferro-manganese 8,30 Slag 10,24
Ferro-silicon 10,01 Slate 14,30

(METsO0, 2015)

3. RESULTS AND DISCUSSION

Determining the Bond index by the standard method gives very accurate and reliable results, but the
method is very boring and takes a long time. Due to the complexity and length of the Bond test and
the ability to make mistakes during its performance, many scientists have tried more or less to sim-
plify this procedure and sketch (WEIss 1985; TODOROVIC et al. 2016). This section will describe
some of these methods.

BERRY and BRUCE (1966) devised an approximate procedure comparing the data on the alignment
of an unknown ore with a reference ore whose data on the grindability are known and determined
in Bond's ball mill. This procedure can be performed in any laboratory mill with balls. The reference
ore and ore samples of an unknown grindability of 2 kg mass, (— 1.651) mm were milled in a wet
mill in a mill with 305 mm diameter balls under identical conditions. They concluded that the energy
needed for grinding is approximately the same for both samples, so:

W .[ﬂ_ﬂ_w.[ﬂ_ﬂ] )
ir \/Fr \/Fr_ i \/ﬁ \/F ()

where:
Wi, —work input of reference ore, (kWhtt),
P, — 80 % of product (reference ore) passes, (um),
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E. — 80 % of feed (reference ore) passes, (um),
Ww; —work index of test, (KWh/t),

P — 80 % of product (test ore) passes, (um),

F — 80 % of feed (test ore) passes, (um).

From equation (2) it follows that Bond’s work index of ore whose grindability is determined:

[L_
7
Wi=Wep 5717

z
I 3

57

HORST and BASSAREAR (1977) gave a slightly longer procedure similar to that of BERRY and
BRUCE (1966) in which the reference and ore data for which the Bond index value is sought are
compared. The difference in this procedure with respect to the Berry-Bruce process is that it does
not take into account the granulometric composition of the inputs and grinding products of the test
sample, but starts from the granulometric composition of the reference ore input, and the granulo-
metric composition of the grinding product of an unknown ore is calculated by the equation of the
law of the kinetics of the first order. The test is carried out on samples of a bulk density of (— 1.651)
mm in any laboratory mill with balls. The sample of the reference ore weighing 1 kg is ground for
so long to achieve the desired granulometric composition of the mill. Three samples of ore whose
grindability is determined as 1 kg weighed in the same mill as the reference sample under the same
conditions and with different grinding times. The grinding times of these three samples should in-
clude the grinding time of the reference ore. On grinding products, granulometric analysis is con-
tinued. The obtained data is plotted graphically (t; InR) and hence the constants of grinding speed
k; are calculated for different sieve openings. The granulometric composition of the grinding ore
whose grindability is determined is calculated using the granulometric composition of the reference
ore input, the grinding time of the reference ore to the desired fineness, and the rate of grinding
velocity k; for the various sieves of the sieves determined by the opacity tests of the ore whose
grindability is determined. From the granulometric composition calculated in this way, the value of
P is determined, and the value of F is taken to be equal to E.. The Bond work index is calculated
according to equation (3). By using copper ore as a reference ore, comparative results using the
Berry-Bruce method and the standard Bond method show that the biggest error was 14.21% and at
least 1.36%, while the comparative results using the Horst-Bassarear method and the standard
method showed that the largest the error amounted to 2.16%, and the smallest 1%.

SMITH and LEE (1968) compared the data obtained with the standard Bond test and the data from
the open grinding cycle, or the first grinding cycle of the standard Bond test (TODOROVIC et al.
2016). The tests were carried out on eight different raw materials at different openings of the com-
parative sieve according to the standard Bond test for the grindability. They found that the parameter
G, (g/rev) of the last grinding of the standard Bond test and the G, open grinding cycle parameter
under the same conditions are in the direct correlation bond G, = f(G,.) (TODOROVIC et al. 2016).
This correlation link is established on smaller openings and for tests carried out with less than 300
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rotation of mill. Using this correlation, it is possible to determine the G, value using one grinding
in the open cycle and evaluate the value of the parameter G, of the standard Bond procedure on the
basis of it, and calculate the Bond work index using equation (1). The correlation between parame-
ters G is valid only for certain material and it takes a lot of work to determine it. Smith and Lee
argued that the differences between the values of W; obtained by the standard Bond method and
their shortened procedure did not exceed 15%.

Kapur (1970) concluded that estimating the Bond index can be derived from data from the first two
grinding cycles of the standard Bond test. This conclusion was reached by analyzing the standard
grinding cycles using a mathematical algorithm based on the first order grinding kinetics. He noticed
that there was not much difference between the rate constant of grinding class + Py, in the second
and final grinding cycle of the standard Bond test. He proposed that the rate of grinding in the second
cycle serve to estimate the value of Bond work index using the equation:

W; = 1,1-2,648 - P, %06 - [, 81 . (X M)~0853 . (1 — X)~00% [kWh/t] (4)
where:
Py — test sieve mesh size, (um),
k, — the rate of grinding speed of the class +P,, from the second experiment of the
standard Bond test,
X — content of the class+ Py, in the starting sample, (fractions of unity),
M — mass of the sample in the mill, (g).

Comparative values of Bond work index according to the standard Bond test and Kapur’s procedure
show that the largest error at the copper ore was 15.47%, and the smallest 0.30%.

KARRA (1981) modified the Kapura method by taking into account that the circular load with a
standard Bond test is harder than a fresh sample and that it is slower and slower. This method sim-
ulates the Bond test using a mathematical algorithm based on the results obtained from the first two
grinding stages of the standard test until a stable circulating load of 250% is established. From the
last simulated experiment, the value of the parameter G is obtained. The value of the parameter P
can not be estimated in this way, so the Bond equation that includes this parameter can not be used
to calculate the Bond index. To calculate the Bond index, the empirical formula obtained from the
statistical data processing is used:

W; =1,1-9,934 - p,0308 . G069 . p=0125 TkWh/t] (5)
where:
Py — test sieve mesh size, (um),
G — estimated newly created prospect of the comparative sieve after rotating the mill

in the last experiment, (g/rev),
F — 80 % passing size of the feed, (um).
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The Karra algorithm is performed by performing the first two grinds, and the further simulation is
carried out by calculation. The obtained benchmark values of the Bond work index according to the
standard Bond test and the Karra procedure show that the biggest error for quartzite was 5.5 % and
at least 1.4%.

MULAR and JERGENSEN (1982) have devised a procedure called ,“Anakonda procedure” which is
performed in any laboratory mill with balls that is calibrated with a reference ore or ores in relation
to the Bond work index. For the calibration of a mill, it is necessary to determine the values of the
Bond work index W; at the given size of the opening of the comparative sieve on the reference ore
or ores by the standard Bond procedure. The reference ore or ores of the same mass and volume
should be further grounded in a laboratory mill that is calibrated for the same time t and determined
for each F and P. The obtained results determine the calibration constant of the mill A:

A=W, (ip - —)  [kWh/t] 6)

where:

— calibration constant of the mill, (KWh/t),

— sieve mesh size passing 80 % of the feed before grinding, (wm),

— opening of the sieve size passing 80 % of the grinding product, (um).
(ToDOROVIC et al. 2016)

T T

For multiple values A obtained on different raw materials, the mean value is taken, or the value
A is calculated using the least squares method. Bond work index W; is calculated according to
equation (7):

w; = [kWh/t] (7

)
VP F
By comparing the value of the work index with the standard Bond method and the Anakonda
method copper ore process, the biggest error was 7.02% and the minimum 0.87%.

MAGDALINOVIC (1989) gave a shortened method for determining the Bond work index, which
includes two grinding (TODOROVIC et al. 2016). This method relies on the law of the first order of
kinetics by which the comminution of the raw material in the Bond mill with balls takes place. The
procedure is performed on a 100 % (- 3.35) mm sample in the Bond mill with balls. The
granulometric composition, the parameter F (um) and the weight of the mill feed M (g) 700 cm? is
determined. The weight of the new feed U = M / 3.5 (g) is calculated. The first grinding sample is
formed by combining the weight of the test sieve over-size R = 2.5 /3.5 - M (g) and the weight
of the new feed U. The grinding of this formed sample for the arbitrary chosen number of mill
revolutions (N; = 50,100 or 150). After grinding, the entire sample is screened on a test sieve
and the over-size is weighed (R). The over-size grinding rate constant (k) is calculated from eq. (8).
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n(InRy —InR)
k= — ®)
The total number of mill revolutions (N,) for the second grinding test is based on this constant
which is required to obtain a circular load of 250% (TODOROVIC et al. 2016). The sample for the
second grinding is formed in the same way as the sample for the first grinding and is grounded to
calculate the (N) number of rotation of the mill. After grinding, the entire sample is screened on
the test sieve. Both the over-size and the under-size are weighed. The weight of the over-size
should be equal or approximately equal to (2.5/3.5) - M whereas the weight of the under-size
(m) should be: m = (1/3.5) - M. Size distribution of the under-size from the second test is
determined by means of screen analysis and the value (P) is determined graphically. The weight
(G) of the new under-size obtained per mill revolution in the second test is calculated. The work
index (W;) is derived from the Bond formula (eq. 1). Comparative results obtained with the
standard Bond method and Magdalinovic shortened copper ore method show that the largest error
is 7.0% and the smallest 1.3%.

MAGDALINOVIC (2003) gave a shortened method similar to the previously described, but it
includes three millings. This method also relies on the law of the first order of kinetics by which the
comminution of raw materials in the Bond mill with balls takes place. The procedure is performed
on a 100 % (- 3.35) mm sample in the Bond mill with balls. Determine the size distribution of the
sample and the starting size F (um) and contribution of sample of larger size than the mesh of
comparative testsieve (X) (fractions of unity).Take the sample of volume 700 cm?, determine its
weight M (g) charge it into Bond’s ball-mill and grind at arbitrary mill RPM N,
(N; = 50,100 or 150 revolutions) (TODOROVIC et al., 2016). After grinding, screen the sample
on comparative test-sieve and determine the weight of the over-size R, (g). By using a class fraction
greater than the opening of the comparative sieve before and after grinding and equation (9), the
grinding rate constant k, for the given sample is determined.

InMX —InR, 9
= ©)
Based on this constant, is calculated the number of revolutions of the mill N, (rev) for the second
grinding test. Add fresh sample to the over-size (R;) of weight (M — R,), charge it into the mill
and grind it for duration of N, mill RPM. After grinding, screen the sample on comparative test-
sieve and determine its weight R, (g). By using a class fraction larger than the opening of the
comparative sieve before and after grinding and the formula R = R, - e~*¢, the grinding rate
constant for the given sample is determined. Based on this constant, is calculated the number of
revolutions of the mill N5 (rev) for the third grinding test. Add fresh sample of weight (M — R,) to
the over-size (R,) charge into mill and grind for the duration of mill RPM, N5. After grinding,
screen the sample on comparative test-sieve and determine the weight of under-size of comparative
test-sieve m5 (g). Determine granulometric composition of over size of comparative test sieve from
the third grinding test and determine the size of the over- size product P (um). Calculate the weight
of newly formed over size product per one mill revolution in the third grinding test (G3). Calculate
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work index (W;) according to Bond’s equation (1). The obtained comparative results with the
standard Bond method and this shortened method on copper ores show that the biggest error was
3.50 %, and the smallest 1.49%.

LEwiIs et al. (1990) gave a mathematical algorithm that simulates a standard Bond test (TODOROVIC
et al. 2016). A computer simulation based on a mathematical algorithm is divided into two distinct
parts. The first part of the simulation uses experimental data from the first grinding cycle of the
standard Bond test to form the initial model parameters (TODOROVIC et al. 2016). The initial model
parameters together with the description of the starting material are then stored in the database used
in the second phase of the prediction simulation. The simulation method simulates the traditional
procedure. For each grinding cycle, the material smaller than the opening of the comparative sieve
is replaced with a representative amount of the starting sample (ToDOROVIC et al. 2016).
Calculation is continued using parameters that are set according to the current grinding cycle. The
four grinding cycles are counted automatically. In the fourth and subsequent cycles, the parameter
G (gfrev) is constant (within 3%) for the last three grinding cycles. If it is, then a stable state is
achieved, otherwise the computer simulation continues with the next grinding cycle. When a stable
state is reached, the parameters obtained in the last grinding cycle are used and Bond’s work index
is calculated using equation (1). A comparison of the results obtained with the standard Bond
method and the results obtained by the computer simulation of Bond’s limestone test show that the
biggest error was 6.18%, and the smallest 0.39%.

NEMATOLLAHI (1994) designed a smaller mill to determine the Bond index, and called it a
calibrated Bond mill with balls. The diameter of the mill was 200 x 200 mm and used 85 steel balls
for grinding. The weight of the ball was 5.9 kg, and the balls were in the range of 16-38 mm in
diameter. The initial sample had a volume of 207