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Abstract 
 
The current study investigated to which extent phenol could be replaced by lignins to produce lignin 

phenol formaldehyde (LPF) resins. This was done utilising soda lignin and sodium lignosulphonate as by-

products from the South African pulping industry.  

These industrial lignins were characterised for phenolic hydroxyl group content, proximate analyses, mid-

infrared (IR) spectroscopy, and thermogravimetric analyses (TGA). Soda black liquor was either spray-

dried or acid precipitated to isolate the soda lignin. The acid precipitated soda lignin was then further 

acid purified. The lignosulphonate was received in spray-dried form and purified using a dialysis 

membrane of 3500 Da. Purified soda lignin indicated the highest reactivity towards formaldehyde and 

was therefore investigated further to produce LPF resins at 60%, 80% and 100% substitution of phenol 

by lignin. The LPF resins were characterised for their free formaldehyde content, pH values, mid-IR 

spectroscopy, thermogravimetric analyses, and shear strength.  

At 60% and 80% substitution a one-pot phenolation and LPF synthesis method was used where the soda 

lignin was first phenolated before formaldehyde was added, while at 100% substitution no phenolation 

was performed. Phenolation increased the phenolic hydroxyl content by up to 105% and 124% at 80% 

and 60% substitution, respectively. Three face-centred central composite designs (CCD) were used to 

attain the maximum adhesive strength at each substitution level. The parameters optimised in each CCD 

included the phenolation reaction temperature, sodium hydroxide to phenolated lignin (NaOH/PL) ratio, 

and formaldehyde to phenolated lignin (F/PL) ratio. The best synthesis reaction conditions at 60% and 

80% substitution were at the lower bound of the range tested, with a NaOH/PL molar ratio of 0.124 and 

a F/PL molar ratio of 1. At 100% substitution without any modification, the optimum NaOH/PL molar ratio 

was 0.477, while the best F/PL molar ratio was at 3, which was the upper bound of the tested range. 

Plywood made with LPF60, LPF80, and LPF100 resins attained their highest shear strengths of 0.786, 1.09, 

and 0.987 MPa, respectively, which adhered to the GB/T 14732-2013 standard (≥ 0.7 MPa). A substitution 

level of 68% produced the highest shear strength of 1.11 MPa. The good performance of this soda lignin 

as a LPF resin was further confirmed by producing high-density particleboard with the LPF68 resin giving 

a MOR and MOE of 40 MPa and 3209 MPa, respectively, which adhered to the ANSI A208.1-1999 

standard. Furthermore, good resistance of the resin to water absorption (37.2 wt%) and thickness 

swelling (13.5 wt%) was also proven. This unclean pulping lignin was the first lignin to produce LPF resins 

at 100% substitution, without requiring modification or additives.  
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Opsomming 
 
Hierdie studie het gemik om die maksimum vervanging van fenol met lignien te beriek, om lignien fenol 

formaldehied (LPF) harpuis te produseer. Dit was gedoen deur twee ligniene te ondersoek: ‘n soda lignien 

van ‘n soda pulpproses met suikerriet, en ‘n lignosulfaat van n natriumsulfiet pulpproses met Eukaliptus 

grandis, om as by-produkte van die Suid-Afrikaanse pulpindustrie benut te word. Hierdie industriële 

ligniene was gekarakteriseer in terme van strukturele, komposisionele en termiese eienskappe. Die 

lignienryke afvalstroom van die soda pulpproses was of gedroogspuit, of gepresipiteer deur swaelsuur te 

doseer, om die lignien te isoleer. Nadat die lignien gepresipiteer was, was dit ook gesuiwer deur 

swaelsuur te gebruik. Die lignosulfonaat was gesuiwer deur ‘n 3500 Da dialisemembraan. Vanuit die 

karakterisering het die gesuiwerde soda lignien die meeste potensiaal getoon as ‘n fenol plaasvervanger, 

dus was die lignien verder gebruik om LPF harpuis te vervaardig by vervanging van 60%, 80% en 100% 

van fenol met lignien. Die LPF harpuis was ook verder gekarakteriseer vir vrye formaldehied, pH waardes, 

strukturele eienskappe, termiese eienskaappe, en skuifsterkte. 

By 60% en 80% vervanging, was ‘n kontinue proses van eers fenolasie met die soda lignien, en daarna 

harpuis-sintese uitgevoer, terwyl by 100% vervangin daar geen fenolasie toegepas was nie. Fenolasie het 

die aantal fenoliese hidroksiede vermeerder tot en met 105% en 124% by vervanging van 60% en 80% 

onderskeidelik. Drie sentraal-saamgestelde-ontwerpe was gebruik om die skuifsterkte van die harpuis te 

maksimeer by elke persentasie vervanging. Drie veranderlikes was geoptimeer: die temperatuur waarby 

fenol met lignien reageer; die verhouding van natriumhidroksied tot fenol en lignien (NaOH/PL);  en die 

verhouding van formaldehied tot fenol en lignien (F/PL). Die beste sintese reaksiekondisies in die 

getoetste omvang by 60% en 80% vervanging was by ‘n NaOH/PL molêre verhouding van 0.124, en ‘n 

F/PL molêre verhouding van 1. By 100% vervanging sonder fenolasie modifikasie, was die beste sintese 

reaksiekondisies by ‘n NaOH/PL molêre verhouding van 0.477, terwyl die beste F/PL molêre verhouding 

die boonste grens van die getoetsde verhouding by 3 was. 

Laaghout gemaak deur die verskillende LPF harpuis by 60%, 80%, en 100% te gebruik, het die hoogste 

skuifsterkte van 0.786, 1.09, en 0.987 MPa, respektiewelik by elke persentasie vervanging bereik, wat 

voldoen het aan die GB/T 14732-2013 laaghout standaard (≥ 0.7 MPa). Die hoogste skuifsterkte bereik 

was 1.11 MPa na fenolasie van gesuiwerde soda lignien en LPF sintese by ‘n 68% vervanging. Die goeie 

potensiaal van die soda lignien vir LPF harpuis sintese was verder bevestig deur hoe digtheid partikelbord 

te produseer by 68% vervanging. ‘n Modulus van skeuring en elastisiteit van 23.5 MPa en 2750 MPa was 

onderskeidelik geproduseer, wat voldoen het aan die ANSI A208.1-1999 standaard. Verder het die 

harpuis ook goeie weerstand teen water absorpsie en dikte swelling getoon, met 37.2 massa % en 13.5 

massa %, onderskeidelik. Dus toon hierdie soda lignien baie potensiaal om as ‘n fenol vervanger in LPF 

harpuis gebruik te word in houttoepassings, sonder om enige modifikasie van die lignien, of bymiddels 

tydens die termiese verhardingsproses te benodig. 
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1 INTRODUCTION 

1.1 Background of investigation 

A global striving to use fewer fossil fuels has motivated the total or partial replacement of petroleum-derived 

phenol (P) by lignin to produce lignin phenol formaldehyde (LPF) resins. This study investigates the utilisation 

of lignin from the South African pulp industry to replace phenol in LPF resins for wood applications.  

PF resins are thermosetting polymers commonly used as wood adhesives in plywood and other wood 

composite constructions. Phenolic compounds are derived from the petroleum, petrochemical, coal, or 

phenol-producing industries. Phenol can therefore be subject to price fluctuations and is limited by crude oil 

reserves. Furthermore, it is toxic, carcinogenic and could lead to mutagenic or teratogenic defects. Therefore, 

it is considered a pollutant and is environmentally unsustainable (Calace et al., 2002).  

Lignin is the second most abundant biopolymer on earth and exists in plant biomass. Lignin is considered a 

renewable source as it is obtained from plants, which are renewable if managed sustainably (Belgacem & 

Gandini, 2008). Lignin naturally has a very complex structure and could be described as heterogeneous 

polyphenols with large molecular masses (Belgacem & Gandini, 2008). The pulping industry uses hardwoods, 

softwoods, or annual plant species to isolate cellulose fibres, which are used to produce packaging, paper, 

tissues, and other products. Lignin is separated from these fibres during the pulping process, where it is 

solubilised and then removed in a by-product stream termed black liquor or spent pulping liquor. Currently, 

lignin is mostly used as a fuel for combustion to produce heat and energy (Bajwa et al., 2019). The 

underutilisation of lignin as high-value by-products (for example in adhesives, pesticides, fertilisers, 

biomaterials) from pulping processes is largely due to the complex structure of lignin, which is influenced by 

the biomass source, pulping process, and isolation processes used to extract it (Sixta, 2006). Lignin could 

potentially also be more cost-effective than phenol, as it is available as a commercial by-product that could be 

utilised for high-value applications. Therefore, LPF resins can potentially produce a greener, bio-based 

adhesive than conventional PF resins as lignin is not toxic and renewable.  

1.2 South African context of this study 

The South African pulping industry strive to be economically, environmentally, and socially responsible. The 

Paper Manufacturers Association of South Africa (PAMSA) is involved with a lot of research to improve waste 

valorisation in the pulp and paper industries of South Africa, and they represent more than 90% of the paper, 

packaging, and tissue manufacturers of South Africa. In South Africa, lignin is available as a by-product 

suspended in a black liquor stream from the pulp and paper industry. Most of the black liquor is currently 

combusted in units for energy recovery or cooking chemicals recovery, which leads to reduced energy and 

chemical requirements. Excess of black liquor produced could however cause bottlenecks in the energy 

recovery plants, requiring black liquor to be stored which could cause a decrease in its heating value and 

overall quality (Namane, Sithole & Ramjugernath, 2015). Therefore, it is desired to find a high-value application 

for utilising lignin from these black liquors, which could be more economically and environmentally favourable 

than combustion for energy and could reduce bottlenecks in energy recovery plants. In this study, two locally 

available lignins provided by Sappi Ltd were investigated. These two lignins were obtained from different 
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pulping processes and biomass sources: from soda pulping with sugarcane bagasse from the Stanger mill, and 

sodium sulphite pulping with Eucalyptus Grandis from the Tugela mill.  

1.3 The uniqueness of this study 

The lignins used in this study are unique in their structure and characteristics, as they are dependent on the 

biomass sources, pulping methods and isolation methods used. Therefore, their characteristics and behaviour 

as an LPF resin cannot be predicted based on previous reports from other lignins, thus an investigation was 

required to determine the properties of these lignins and their potential to replace phenol. Several studies 

have investigated the substitution of phenol by lignin for wood applications (Lee, Chang & Tseng, in press; 

Sarkar & Adhikari, 2000; Abdelwahab & Nassar, 2011; Zhang et al., 2013; Ghorbani et al., 2016; Ghorbani, 

Konnerth, et al., 2018). However, only two studies (Kalami et al., 2017, 2018; Govender, Majeke, et al., 2020) 

have succeeded in replacing phenol to produce lignin formaldehyde (LF) resins at a hundred percent 

substitution. However, additives were incorporated during the adhesive formulation to be able to achieve 

acceptable properties for plywood applications. In the study by Govender et al. (2020), six different technical 

lignins from the South Africa pulping industry were tested to produce LF resins. The results were promising. 

However, the bonding strength obtained was lower than required by industrial plywood standard GB/T 14732-

2013 if no additives were used. With the addition of hexamine as a cross-linker and glyoxal or epichlorohydrin 

as hardeners, plywood could be produced adhering to the standard. Kalami et al. (2017, 2018) were able to 

produce LF resins (using Kraft, soda, sulphite, organosolv, and enzymatic hydrolysis lignins) which adhered to 

the standard. However, wheat flour was used as an additive and alder bark (modal) was used as a filler. NaOH 

was also required to dissolve the resins during the adhesive formulation. Yaakob, Bin Roslan, Salim & Zakaria 

(2021) also produced LF resins recording a shear strength of 1.76 MPa when tested according to the JIS K-6852 

standard. The lignin used was produced from empty fruit bunch using sulfuric acid and glacial acetic acid. It 

was not reported how the adhesive was formulated. 

1.4 Scope of this study 

This study aimed to produce a LPF resin at 100% substitution without any additives required for use in wood 

adhesives. Furthermore, the study also investigated enhancing the reactivity of the lignin at 60% and 80% 

substitution of phenol by lignin on a weight percentage basis.  A soda black liquor was received, there the soda 

lignin was isolated using acid precipitation and acid purification with sulphuric acid. Another soda lignin sample 

was received in a spray-dried form and used without treatment. The lignosulphonate was received as a spray-

dried powder and purified using a dialysis membrane. The lignins were characterised by proximate analysis, 

elemental analysis, mid-infrared (mid-IR) spectroscopy, thermogravimetric analysis (TGA), and determination 

of phenolic hydroxyl content. Screening experiments were then done with the purified soda lignin and with 

lignosulphonate before and after dialysis, at 100% substitution. It was concluded from the lignin 

characterisations and screening experiments that the soda lignin that was acid precipitated and acid purified, 

showed the most promise as a phenol replacement and was therefore further investigated.  

A one-pot method (Zhao et al., 2016) was used for the first time with a pulping lignin, where the phenol and 

lignin were reacted before LPF synthesis which increased the number of reactive sites and also cleaved 
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methoxyl groups, thereby reducing steric hindrance. Thus, this lignin-phenol solution would have a higher 

reactivity towards formaldehyde. The acid purified soda lignin and phenol were reacted in alkaline conditions 

at either 60 wt% or 80 wt% lignin with the residual 40 wt% and 20 wt% phenol, respectively, to form a lignin-

phenol solution. Thereafter, formaldehyde was added to start the synthesis reaction. Thus, the phenol was 

added to the lignin in a manner that will achieve the 60% or 80% substitution in the lignin-phenol solution, 

hence no more lignin or phenol was added later.  

Three face-centred CCDs were used to find the maximum shear strengths obtainable at 60%, 80% and 100% 

substitution. The F/PL molar ratio and NaOH/PL molar ratio was optimised at each substitution level, and the 

phenolation temperature was also optimised at 60% and 80% substitution. The resins were characterised for 

free formaldehyde content, pH values, mid-IR spectroscopy, and TGA. The LPF resins were then tested for use 

as adhesives in plywood and particleboard applications. 

1.5 Aim and objectives 

This study aimed to utilise technical lignins from the South African pulping industry to replace phenol in LPF 

resin production. 

• Isolation and purification of lignins (using methods published in previous reports) 

• Characterisation of isolated lignins 

• Performance evaluation of unmodified isolated technical lignins  

• Performance evaluation of modified isolated technical lignins to improve their reactivity 

• Synthesis of LPF resins  

• Optimising some synthesis parameters  

• Characterisation of resins produced with special focus on bonding strength, curing characteristics, and 

free formaldehyde content 
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2 LITERATURE REVIEW 

2.1 Lignin 

Lignin is the most abundant native aromatic biopolymer on earth and makes up 15% to 35% of the cell wall in 

plants (Gan & Pan, 2019). There are three main components of lignocellulosic biomass and they are lignin, 

cellulose and hemicellulose (Hu et al., 2011). Lignin occurs mainly in the plant cell middle lamella and the 

secondary wall (Sixta, 2006; Karunarathna & Smith, 2020). It is structured as a very complex three-dimensional 

phenolic polymer with an undefined bulk structure and no repeating multiunit. The biomass species, 

environmental conditions, and the location of specific cells in the plant could alter the chemical composition, 

bonds formed, and structure of the lignin present in the plant (Chen, 2014). Technical lignin refers to lignin 

that has been derived from the delignification or processing of lignocellulosic biomass, such as in the pulping 

industry (Ekielski & Mishra, 2021). The annual global production of technical lignins is approximately 100 

million tons, mostly produced by the paper and pulp industry. Only approximately 1.65 million tons are 

valorised for commercial production, other than bioenergy generation. Of these globally produced 

commercially utilised lignins, lignosulphonates make up around 79%, with Kraft lignin at around 16%, and 

hydrolysis and soda lignin combined at around 5% thereof (Dessbesell et al., 2020). Furthermore, lignin 

obtained as a by-product from the pulping industry also has its structure changed by the pulping method as 

well as the isolation method used to extract it from the by-product stream.  

The utilisation of lignin is therefore complex on an industrial scale, due to the variability in the lignin properties 

and its complex polymeric structure, which causes steric hindrance and low reactivity (Henriksson et al., 2010). 

Most technical lignins are currently combusted for energy or heat recovery, as lignin is carbonaceous and can 

be used as a low-grade fuel (Bajwa et al., 2019). The pulping industry has shown great interest in the 

valorisation of lignin, which could be motivated by portfolio diversification, revenue generation, improving 

process efficiency and reducing production costs (Dessbesell et al., 2020). A current commercialised high-value 

application of lignosulphonates is the addition thereof to concrete for water reduction, improved strength 

development and workability (Wool & Sun, 2005). Other commercialised examples include valorisation as 

dispersants, release controllers, resins, and binders (Dessbesell et al., 2020). Other potential high-value 

applications could include utilisation as activated carbons, carbon fibres, fertilisers, heavy metal adsorbents, 

hydrocarbons, pesticide carriers, phenolic compounds, and syngas (Ludmila et al., 2015; Bajwa et al., 2019). 

Lignin may also be used as a sole carbon source to culture bacteria and metabolise triglyceride lipids (Chio, 

Sain & Qin, 2019). Biocompatible and non-toxic lignin has been used in nanomaterials and biomedical 

applications recently (Ekielski & Mishra, 2021). Utilising lignin as a by-product is attractive, as it is polymeric, 

renewable, and sustainable and it may also contribute to waste valorisation. Lignin’s phenolic structure makes 

it especially promising as a phenol replacement, for example in producing LPF resins. Although lignin aromatic 

structure could be valuable for utilisation in producing fuels and chemicals, current industrial processes from 

which lignin could be derived (for example the paper and pulp industry) are not optimised based on the 

utilisation of lignin as a by-product. Thus, there is a demand for more economically and environmentally 

sustainable methods to extract and utilise lignin on a commercial scale. 
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2.1.1 Lignin in biomass 

Native lignin is a polymer with a high molecular weight (from 6700 to 23500 for milled wood lignin from 

different biomasses (Tolbert et al., 2014)), and it is insoluble in water due to network formation with other 

biomass, such as cellulose and hemicellulose. Native lignin refers to the original structure, as present in the 

lignocellulose which has not been modified. It exists in all terrestrial plants and may also be present in some 

aquatic organisms (Lu & Ralph, 2010; Vanholme et al., 2010). The main functions of lignin in plants include 

providing rigidity to cell walls, binding different woody tissues together, rendering cell walls hydrophobic, and 

protecting the wood against microbial degradation (Wool & Sun, 2005; Henriksson et al., 2010; Fatehi & Chen, 

2016; Tian et al., 2016). Cellulose, hemicellulose and lignin are the main constituents in plants, with their 

compositions varying in different biomass materials (Laurichesse & Avérous, 2014). Other minor constituents 

could include pectin, fats, wax, moisture and water-soluble compounds (Wool & Sun, 2005), which are usually 

more abundant in grasses than in wood materials (Figoli, Alfredo & Basile, 2016). Table 1 shows the difference 

in compositions of the lignocellulosic materials in different biomass sources. Softwoods generally contain more 

lignin (25 wt% to 35 wt%) than hardwoods (18 wt% to 25 wt%), while grasses may contain a broader range 

(around 4 wt% to 30 wt%) of lignin (Howard et al., 2003). However, the lignin content in plants may be 

influenced by climate and other factors as well, and any chemical, enzymatic, or mechanical action applied 

may influence the physical properties of lignin (Chen, 2014).  

Table 1. Composition of cellulose, hemicellulose, and lignin in different lignocellulosic biomass sources.  

Lignocellulosic material Cellulose 
(wt%) 

Hemicellulose 
(wt%) 

Lignin 
(wt%) 

Other 
(wt%) 

Reference 

Grasses 

Sugarcane 
bagasse 

46 27 23 4 
(Alonso Pippo et al., 
2011) 

Wheat straw 

Rice straw 

Corn stover 

38.2 

34.2 

35.6 

24.0 

24.5 

22.1 

23.4 

11.9 

12.3 

14.4 

29.4 

30 

(Maruthamuthu, 
2017) 

Hardwood 

Birch  

Willow 

38.2 

43.0 

19.7 

29.3 

22.8 

24.2 

19.3 (Maruthamuthu, 
2017) 3.5 

Stems 40 to 55 24 to 40 18 to 25  
(Howard et al., 
2003) 

Softwood 

Spruce 

Pine 

43.4 

46.4 

18.0 

22.9 

28.1 

29.5 

10.5 

1.2 

(Maruthamuthu, 
2017) 

Stems 45 to 50 25 to 35 25 to 35  
(Howard et al., 
2003) 

2.1.2 Effect of pulping processes on lignin structure 

Various pulping technologies are implemented on an industrial scale internationally. They aim to break the 

linkages between lignin, hemicellulose, and cellulose so that the hemicellulose and lignin will dissolve, and the 

remaining cellulose fibres could be recovered for paper and pulp production. Cellulose fibres could be 
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chemically or mechanically separated from the biomass to obtain this key desired component in the paper and 

pulp industry. Pulping technologies can be categorised into four main categories: chemical, semi-chemical, 

chemi-mechanical, and mechanical pulping. The advantages of more chemical pulping are that fibres remain 

intact and are not broken during pulping producing higher purity and higher quality pulp. However, the 

chemicals could degrade hemicellulose and lignin in the pulp, which produces lower pulp yields than with 

mechanical pulping. Biomasses used for pulp production are hardwoods, softwoods and some grass species 

such as sugarcane bagasse (Gellerstedt, Ek & Henriksson, 2009).  

Black liquor is the spent cooking liquor obtained when the wood pulp is cooked in a digester. Cellulose fibres 

are released from the wood pulp in the digester and undergo further processing to produce pulp. The black 

liquor that remains is then an aqueous solution of lignin, hemicellulose, and inorganic pulping chemicals. More 

than half of the energy content fed into the wood digester usually ends up in the black liquor, rendering it an 

energy-rich stream (Annual integrated report, 2019). Black liquor is obtained as a by-product from the pulping 

process and due to its high lignin content, technical lignin could be isolated from it for high-value applications. 

Kraft, soda and sulphite pulping are the main industrial pulping processes that currently have the potential of 

producing technical lignins as by-products (Lu et al., 2017).  

2.1.2.1 Kraft pulping 

Kraft pulping uses sodium hydroxide (NaOH), sodium sulphide (Na2S) and hot water between 155 and 175 C. 

During Kraft pulping, the hydroxide and hydrosulphide anions react with the lignin, which then forms smaller 

alkali- or water-soluble fragments. The major fragmentation reaction involves the cleavage of the phenolic β-

O-4 bonds by a nucleophilic attack of the hydrogen sulphide ion on the lignin, forming a quinone methide. 

(Gierer, 1980; Fearon, Kuitunen & Vuorinen, 2016). HO-, HS-, and S2-
 are common nucleophiles that attack the 

electron-deficient centres of lignin molecules and lead to the dissolution of lignin in alkaline solutions (Sixta, 

2006). β-aryl ether linkages also get cleaved when a hydroxyl group is present on Cα (Demuner, I. F., Colodette, 

J. L., Demuner, A. J., and Jardim, 2019). The black liquor generated could contain sugars and inorganics along 

with lignin (Ekielski & Mishra, 2021). 

2.1.2.2 Soda pulping 

Soda pulping was the first established chemical pulping process, developed in 1851 in England by Burges and 

Watts, whereafter the first soda pulping mill was established in the United States in 1866 (Biermann, 1996). 

An aqueous solution of sodium hydroxide is used as a cooking agent and the process operates at a pH value 

between eleven and thirteen and a temperature between 150 and 170 C (Macfarlane, Mai & Kadla, 2014). 

The soda process has a low selectivity, as under these conditions both lignin and carbohydrates could be 

degraded. Therefore, the process is performed traditionally with easily pulped materials such as hardwoods, 

flax, bagasse and straw (Laurichesse & Avérous, 2014). Non-wood fibre is known to have a more accessible 

structure and lower lignin content compared to woody fibre, which allows lower pulping temperatures to be 

used (Lora, 2008). The soda pulping method is advantageous as it is a sulphur-free process, and it produces 

soda lignin with a low degree of impurities and also a low ash and sugar content (Lora, 2008). The resulting 

soda lignin also has low molecular weights, because of the cleavage of some of the linkages during soda 

pulping, and it is insoluble in water. The absence of sulphur as in lignin from soda pulping could be 
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advantageous over lignosulphonate or kraft lignin that has sulphur-containing groups, as these could be 

volatile and toxic and renders the lignin hydrophilic, which may not be desired depending on the application 

(Chen, 2014). Cellulose could be degraded during pulping at too harsh conditions, therefore anthraquinone 

(A.Q.) is sometimes added to limit cellulose degradation, where the process is then termed soda-AQ pulping. 

During the soda pulping process, lignin may be depolymerised, lignin-carbohydrate bonds may be cleaved, and 

lignin-lignin condensation could occur, resulting in more available reactive sites. This depolymerisation 

increases the solubility of the lignin in alkaline solutions (Lora, 2008), it involves the hydrolysis of most of the 

β-O-4 bonds and may also include the partial modification or elimination of the aliphatic side chains 

(Gellerstedt et al., 2009). When these non-phenolic β-O-4 bonds are cleaved, phenolic lignin moieties and an 

epoxide are formed that may react further in extreme alkaline conditions (Ekielski & Mishra, 2021).   

2.1.2.3 Sulphite pulping 

During sulphite pulping an aqueous solution of sulphite or bisulphite salt containing a base of ammonia, 

calcium, sodium, or magnesium, is used to digest the biomass. The solubility of sulphite salt depends on the 

pH, therefore Ca2+, Mg2+, Na+, or NH4
+ could be used as a cation. Calcium precipitates at pH ≥ 3 and could be 

used in acidic bisulphite pulping, while magnesium could be used at pH ≤ 5. At a higher pH value, ammonium 

and sodium could be used as cations (Fan & Zhan, 2008). The cation used affects the properties of the 

lignosulphonate (sulphonated lignin) produced, for example, sodium cations form more linear lignins, while 

calcium cations result in a compact lignosulphonate (Doherty, Mousavioun & Fellows, 2011). Pressures of 500 

to 700 kPa are used along with temperatures around 120 to 150 C, while a wide pH range could be used as it 

varies depending on the solubility and dissociation characteristics of the salt used (Biermann, 1996). The 

sulphite process could be acidic (pH of 1 to 5), or neutral sulphite semi-chemical (pH of 5 to 7). The annual 

production of technical lignosulphonate has been reported to be around 1.8 million tons, which is the most 

dominant technical lignin produced annually (Aro & Fatehi, 2017; Ruwoldt, 2020). The primary components of 

spent sulphite liquor formed includes lignosulphonate, acetic acid, hemicellulose sugars, inorganics, and 

derivatives of sugar dehydration. Some of these impurities, especially carbohydrates (such as hemicellulose 

sugars and some pulping chemicals), could be solubilised together with lignin to some extent. Advantages of 

sulphite pulping include high pulp yields, easy bleaching and refining of the pulp. Disadvantages of sulphite 

pulping include the formation of weaker pulps, not all species of wood could be easily processed, long cooking 

cycles are required, and cooking chemicals recovery is difficult or impossible. 

The main reactions in sulphite pulping involving lignin include the formation of an Cα cation by cleaving α-O-4 

ether bonds on the lignin, forming resonance stabilised benzylic cations. Sulphonation then occurs where a 

sulphonate group attaches to the Cα which renders the lignosulphonate soluble. The α-sulphonic group has an 

electron-withdrawing effect on the β-O-4 group, which aids as sulphite attaches to the Cβ and sulphitolytic 

cleavage of the β-aryl-ether bond occurs (Ekielski & Mishra, 2021). The resulting lignosulphonate is very 

complex due to the several reactions that could occur with the highly reactive sulphite and bisulphite species 

present, which forms various ions. The lignosulphonates are soluble over a wide pH range, which is attributed 

to the sulphonate ionising groups with a pKa value of two. Sulphur is mostly incorporated into the lignin 

molecule as sulphonate, while sulphate and sulphite could also be present which could render the 
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lignosulphonates water-soluble. Other groups that can form polar groups include phenolic hydroxyl or 

carboxylic acid groups. The colloidal, surfactant and adhesive properties of lignosulphonates could be 

attributed to the high density of functional groups present (Ekielski & Mishra, 2021). Lignosulfonates contain 

a higher degree of impurities compared to lignin from other pulping processes, which could complicate further 

processing for high-value applications (Macfarlane et al., 2014). Sulphonate groups incorporated onto the 

lignin structure during ether bond cleavage renders the lignosulphonate hydrophilic, which could be 

undesirable for resin applications. (Chen, 2014). Lignosulphonates also have high sugar contents from 

hemicellulose attached to the lignin and are insoluble in organic solvents (Lora, 2008). Unfortunately, removal 

of impurities present is not easily obtained (as discussed further in section 2.1.7), because the 

lignosulphonates could be very hydrophilic (Belgacem & Gandini, 2008). The quantity of phenolic hydroxyls, 

aliphatic hydroxyls and carbonyl groups present, which determines the reactivity of the lignosulphonate, is 

greatly affected by the production/isolation process, molecular weight, and the purity of the lignosulphonates. 

There are various applications in which lignosulphonates could be utilised, due to their versatile characters. 

Currently, they are mostly utilised as dispersants, such as concrete plasticisers, drilling mud thinners, coal 

slurry and dye dispersants (Shao et al., 2017). Furthermore, they have the potential for use in soil conditioning, 

flotation, chelating, dust binding, and emulsion stabilising (Ruwoldt, 2020). Lignosulphonate may also be 

considered surfactants due to their large surface activity, however, they lack the one-dimensional structure 

with a hydrophilic-head and hydrophobic-tail structure as found in simpler surfactants. 

2.1.3 Chemical structure of lignin 

Lignin is a natural phenolic biopolymer made up of three main cinnamyl alcohols termed monolignols. It has 

an amorphous and highly cross-linked structure, where biosynthesis occurs by free radical generation, 

followed by coupling polymerisation of monolignols (Belgacem & Gandini, 2008; Lu & Ralph, 2010). During the 

biosynthesis of lignin, different bonds form, either between two monolignols forming dimers or between two 

polymer structures. 5-5 or 4-O-5 bonds could form between the two polymers (Lu & Ralph, 2010), while β-O-

4, β-5 or β-β bonds could form between monolignols. Monolignols are named after their aromatic moieties: 

Coumaryl alcohol is named after a para-hydroxyphenyl (H-units) moiety. Coniferyl alcohol is named after its 

guaiacyl (G-units) moiety and sinapyl alcohol is named after syringyl (S-units) moiety. The basic structure of a 

monolignol is a phenolic compound with a propane side chain attached, with a methoxyl group that could also 

be attached to the ortho-positions, either on only the C3 in the G-unit or on both the C3 and C5 as in the S-unit, 

relative to the phenolic group,  The most reactive sites are the aliphatic β-carbon and the phenolic hydrogen. 

The ortho-positions on the phenolic ring also have high free electron densities, however, their reactivity will 

decrease when these sites are occupied by methoxyl groups in the G- and S-units (Lu & Ralph, 2010). G- and 

H-units could either form β-O-4, β-5 or β-β bonded dimers, while only β-O-4 and β-β bonded dimers could be 

formed from S-unit dimerization (Chen, 2014; Lu & Ralph, 2010). S-unit radicals cannot couple onto C5, as they 

are restricted to form either β-O-4 or β-β dimers. Figure 1 shows the structure of the monolignols and Table 2 

shows the composition of each in different biomass sources. 
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Figure 1. Structures of the three monolignols. Redrawn from Pfungen (2015). 

The methoxyl groups present on the units lowers the number of reactive sites that are available for the 

reaction with formaldehyde, which lowers the reactivity of the units. Therefore, the H-units will be the most 

reactive, followed by the G-units and then the S-units. Depending on the biomass source, the fractions of each 

unit present differ, as demonstrated in Table 2. Softwoods consist mostly of G-units, with a small number of 

H-units and only trace amounts of S-units. Hardwoods are mostly made up of S-units but can also be formed 

from a substantial quantity of G-units and a small quantity of H-units. Grasses show a more equal distribution 

of all three units, with a contribution decreasing in the order G > S > H units. 

Table 2. The average contribution of the principal phenolic building blocks in lignin for different biomass 

sources. (Gellerstedt et al., 2009). 

Biomass source H-units (%) G-units (%) S-units (%) 

Softwoods < 5 > 95 Trace amounts 

Hardwoods < 8 25 to 50 46 to 78 

Grasses 5 to 33 33 to 80 20 to 54 

Different bonds may be present in the lignin structure: The β-O-4 bond is the most dominant in softwood, 

hardwood and grasses and it is the bond most affected by treatment methods as it easily cleaved. In 

comparison, grasses have a higher content of β-O-4 bonds, followed by hardwoods, then softwoods. Although 

softwood contains a large amount of G-units, it is the most challenging to degrade in pulping as it is highly 

condensed and has a high degree of cross-linking and branching (Ekielski & Mishra, 2021). The β-β bonds in 

hardwood may degrade faster than that of the softwood lignins, leading to more reactive sites available 

(Gellerstedt et al., 2009; Henriksson et al., 2010). The amount of β-1 bonds for hardwood and softwood are 

approximately equal. The H-units in grasses are mostly connected with β-O-4 bonds (Chen, 2014), which are 

also then easily degradable. S-units in hardwood, which have two methoxyl groups, form weak ether linkages 

(β-O-4, α-O-4, 4-O-5), resulting in a lower molecular weight after pulping with not a lot of branching between 

the lignosulphonate units. In contrast, the H- and G-units which have either no or one methoxyl group, 

respectively, could form stable C-C bonds during either the biosynthesis of the plants or pulping in alkaline 

conditions, which are harder to break in the pulping process. Therefore, a more branched lignin network could 
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be expected for lignins with more H- and G-units. It may be expected that lignin from biomass sources with a 

larger number of the more reactive units may be easier to utilise, however other factors (such as the linkages 

present or the degree of branching) also have a big effect on the utilisation. Even though hardwood lignins 

have less reactive units, they have proven to perform better than softwood lignins in LPF resins in some cases, 

due to their different bonds and more linear structure (Lourençon et al., 2020). Technical lignins valorised from 

the pulping industry could further undergo concentration of black liquor, precipitation of black liquor, 

purification, washing and drying stages. All the above mentioned influences the structure and properties of 

the lignin (Sixta, 2006; Lu & Ralph, 2010). Technical lignin from the pulping industry thus has a relatively lower 

molecular weight, as native lignin structures are broken down during processing (Wang & Venditti, 2015).  

2.1.4 Properties of lignin 

Lignin has many desirable properties – it is non-toxic, environmentally friendly, lightweight, low costs, and 

high in energy content (Ferdosian et al., 2017). It is more heat resistant than cellulose and hemicellulose 

(Amen-Chen, Pakdel & Roy, 2001), it contains chromophore functional groups which can absorb UV radiation 

(Huang, Liu & Qiu, 2019), and it may protect plants against biological attack by impeding enzyme penetration 

(Rowell, 2005; Wool & Sun, 2005). Desirable properties of lignin for utilisation in LPF resins include high 

hydrophobicity, high purity, low glass transition temperature, low molecular weight, and low polydispersity. 

Table 3 shows the different properties of lignins obtained from different pulping processes.  

Table 3. Properties of technical lignins (Lora, 2008; Laurichesse & Avérous, 2014; Ruwoldt, 2020).  

 Sulphur-containing lignins Sulphur-free lignins 

Lignin type Kraft Lignosulphonate Soda 

Raw materials Softwood/hardwood Softwood/hardwood Annual plants 

Solubility Alkali/organic solvents Water Alkali 

Mw (g/mol) 1 500 to 25 000 1 500 to 50 000 1 000 to 15 000 

Mn (g/mol) 1 000 to 3 000 15 000 to 50 000 800 to 3 000 

Polydispersity 2.5 to 3.5 6 to 8 2.5 to 3.5 

Tg (C) 140 to 150 130 140 to 185 

Td (C) 452 450 NR1 

Ash content (%) < 3.0 NR1 < 1.0 

Sugar content (%) < 2.3 ≤ 35 2.0 to 3.0 

Sulphur content (%) 1.5 to 3.0 4 to 8 Sulphur free 

1NR: not reported. 

Native lignins are attached to cellulose and hemicellulose by strong inter-molecular bonds, making them 

insoluble in water or any solvent in their native state (Chen, 2014). Nonetheless, after the cooking process, 

lignin is separated from its fibre fraction containing polysaccharides and becomes soluble based on the method 

of isolation. The solubility of lignin in alkaline solutions is dependent on the ionising functional groups content, 

such as carboxyl, and sulphonate groups (Chen, 2014). Lignin obtained from the Kraft and soda processes is 

not water-soluble, whereas lignosulphonates from the sulphite pulping processes are water-soluble, as the 

incorporation of hydrophilic sulphonate groups on its amorphous structure occurs (Abdelaziz et al., 2016).  
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The purity of lignin is affected by the amount of cellulose, hemicellulose, and other chemicals either from the 

pulping process, isolation methods or from the biomass source still present in the lignin. Ash only degrades at 

very high temperatures and different purification methods have proven to help remove the impurities present 

in the lignin. The ash content in native wood is usually less than one percent and is mainly constituted of 

calcium, potassium, and magnesium, with small amounts of sodium and silicon that could be present. 

Herbaceous plants could contain much higher silicon contents than wood species which could contribute to 

higher ash content. The temperature, time and pH used during the isolation process to separate lignin from 

black liquor could also affect the ash content (Kalami et al., 2018). The ash content in lignins is however mainly 

determined by the pulping method, with the pulping chemicals contributing much more to the ash content 

than the biomass source does (Sameni et al., 2014). Lignosulphonates which use sulphur dioxide in their 

pulping process could have a low purity, because of the sulphur that is used. Chemicals used for neutralisation 

or purification processes of lignins could also contribute to a lower purity (Kalami et al., 2018). A high ash 

content could hinder the reactivity of lignin. It could cause undesired side reactions, and it can restrict the 

penetration of the LPF resin on the plywood which reduces the bond line strength (Yang et al., 2015). 

Therefore, low carbohydrate and ash contents tend to produce better LPF resin performance (Wang & Chen, 

2014). However, a higher ash content could contribute to a higher thermal stability of the products formed, 

as the ash only degrades at very high temperatures (Alonso et al., 2011), but it could also cause a catalytic 

effect leading to lignin degradation at a lower temperature (Naron et al., 2017) and could also decrease the 

glass transition temperature (Tg) of lignin (Sameni et al., 2014). 

Native lignins are amorphous and thermoplastic. The behaviour of lignin is influenced by temperature, as lignin 

is known to be a thermoplastic. The Tg is defined as the temperature at or above which a molecular structure 

transitions to a more flexible state (Crawford & Throne, 2002). Above the Tg, lignin becomes soft, formable, 

and tenacious and exhibits adhesive forces. It then hardens again as it cools down. The Tg of lignin could range 

from 114 to 150 C (Huang et al., 2019) and it is directly proportional to the molecular mass thereof 

(Laurichesse & Avérous, 2014). It varies depending on the isolation method, molecular weight, sorbed water 

and the thermal history of the lignin. At temperatures below Tg, the polymer is in a solid glass state and only 

internal and localised movements occur. At temperatures above Tg, the polymer undergoes radical-induced 

self-condensation (Wang & Venditti, 2015). It is then less viscous and flows more easily, especially in the 

presence of water, as segmental motions of three to five units occur rendering the chain more mobile. 

Increasing hydration of lignin will also increase the dynamics thereof and water thus acts as a plasticiser to 

lignin (Laurichesse & Avérous, 2014; Vural, Smith & Petridis, 2018). The Tg could be determined by differential 

scanning calorimetry or other techniques such as dilatometry, and viscoelastic measurements.  

The thermal decomposition temperature (Td) is the temperature at which lignin starts decomposing. The 

decomposition of lignin involves a multitude of reaction pathways, due to its complexity and the steric 

hindrance present in its structure. The decomposition temperature range is large due to various bonds, 

aromatic and aliphatic moieties present, which all decompose at different temperatures. Lignin decomposition 

is slower and could occur at a broader temperature range (200 to 500 C) than cellulose and hemicellulose 

(Brebu & Vasile, 2010). The highest rate of decomposition of lignin usually occurs between 360 to 400 C. 

Decomposition could start at temperatures between 150 and 275 C, where it is usually the dehydration of 
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hydroxyl groups on the benzyl group that degrade first resulting from propyl chains that could have cleaved 

above 180 C (Collard & Blin, 2014). The α- and β-aryl-alkyl-ether linkages are cleaved next between 150 and 

300 C. At 300 C the aliphatic side chains cleave from the aromatic ring, and at 370 to 400 C cleavage of the 

inter-unit C-C bonds occur. The complete backbone is rearranged between 500 and 700C which leads to 30% 

to 50% ash formation and the release of volatiles, such as CO, CO2, CH4 and H2 (Laurichesse & Avérous, 2014).  

A polydispersity index (PDI) is a measure of the width of the molecular weight distribution, which indicates the 

linearity of polymers. A low PDI will correlate with a more linear distribution (Rogošić, Mencer & Gomzi, 1996). 

A PDI of one indicates that a molecule is monodispersed, with all its chains having the same length, which is 

for example the case in proteins (Shrivastava, 2018). The PDI could be calculated as the ratio of the mean 

weighted average molecular weight (Mw) to the mean number average molecular weight (Mn). The average 

molecular weight for lignin is affected by the biomass source and the isolation technique, resulting in a wide 

possible range (Glasser, Davé & Frazier, 1993). During the pulping processes, lignins react and are 

depolymerised in different ways, leading to different molecular weights depending on the severity of the 

pulping process. The higher PDI of lignosulphonates indicate that they are less linear than Kraft and soda lignin, 

which could be attributed to sulphite pulping where multiple reactions could occur. 

2.1.5 Hydrophilic nature of lignosulphonates 

All lignins have one thing in common, they contain hydrophobic aromatic and aliphatic groups. The 

hydrophilicity of lignins is influenced by the presence of carboxyl and phenolic hydroxyl groups which form 

negatively charged anions in an alkaline medium (Ruwoldt, 2020). In lignosulphonate, the hydrophilicity is 

significantly enhanced depending on the count of sulphonate groups introduced. (Yan & Yang, 2015). 

However, not all functional groups increase the hydrophilicity (ketones, aldehydes, and methoxyl groups), 

while ether and aliphatic hydroxyl groups could function as hydrophilic groups, depending on the molecular 

structure surrounding them (Ruwoldt, 2020). Hemicellulose is the wood constituent that is the most 

hydrophilic and partly water-soluble (Pelaez-Samaniego et al., 2013), and could therefore attribute to the 

hydrophilic nature of the lignosulphonate if carbohydrates are attached to the lignin structure. It has been 

suggested that hydrophobic moieties aggregate to the core, while hydrophilic moieties aggregate to the 

surface of lignosulphonates (Rezanowich, Yean & Goring, 1964), as it has a hydrophobic high molecular weight 

aromatic structure, with hydrophilic moieties attached to the unit (Matsushita, 2015). Protonation of phenolic 

groups on lignin leads to less electrostatic repulsion between lignin molecules, which renders the molecules 

less hydrophilic (Hidayati, Satyajaya & Fudholi, 2020), which is the case when alkaline lignin is precipitated by 

mineral acids out of black liquor. High hydrophilicity and anionic groups are undesirable in LPF resins as they 

could cause high moisture absorption and weak adhesion, while aromatic and aliphatic moieties will interact 

with hydrophobic surfaces and interfaces (Ruwoldt, 2020). 

2.1.6 Acid precipitation and purification of lignin 

When lignins are isolated from black liquor by acid precipitation, protonation of the phenolates occur,  which 

reduces the electrostatic repulsion forces, reduces the hydrophilicity, and causes the lignin to flocculate. Lignin 

precipitation can start at a high pH and continues as the pH decreases. At a pH of two, most of the lignin should 

be precipitated (García et al., 2009). Acid precipitation and acid purification could alter the properties of the 
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lignin, as it could lead to less branching in the lignin structure, which could result in cleavage of ether bonds 

at harsh reaction conditions (Hidayati et al., 2020; Zhang, Fu & Chen, 2020). The solubility is affected by the 

molecular weight of the lignin and the ratio of the anionic groups to aromatic units(Ekielski & Mishra, 2021).  

2.1.7 Membrane purification of lignosulphonates 

Most high-value applications desire minimal impurities to improve the reactivity of the lignin and to prevent 

side reactions from occurring. An ash content below 5% is generally desired (Fatehi & Chen, 2016). For LPF 

resin applications, Kalami et al. (2018) proved that the adhesive shear strength was not sensitive to ash 

content. However, it should be noted that the highest ash content included was 11.4%. Lignosulphonates have 

a higher ash content than other lignins, as discussed in section 2.1.4. During sulphite pulping, ether bonds are 

cleaved between the phenylpropanoid moieties and sulphonic acid groups are introduced onto the aliphatic 

chains of the lignin, which results in water-soluble and surface-active lignosulphonates formed (Angelini et al., 

2019). Impurities in technical lignins could include sugars, silicates, sulphur, proteins (nitrogen in organic form) 

and other compounds which could either be from the biomass source, pulping method or extraction process 

(Vishtal & Kraslawski, 2011). Impurities in the form of carbohydrates are common in technical lignins and are 

especially abundant in lignosulphonates from acidic sulphite pulping. Carbohydrates could be cross-linked to 

the lignin polymer and could occupy possible reactive sites, thereby reducing the reactivity of the lignin and 

processing possibilities. A high impurity content could cause a decrease in quality, deterioration of lignin 

properties, formation of undesirable by-products, and lower product yields (Khokarale, Le-that & Mikkola, 

2016). For example, sulphur present from sulphite pulping could poison catalysts used in chemical processing 

(Vishtal & Kraslawski, 2011). It is therefore desirable to remove these impurities (for example by 

desulphurisation) before valorisation of lignosulphonate to improve the reactivity thereof (Renedo & 

Fernández-Ferreras, 2016; Parto et al., 2019).  

Most inorganic salts and other water-soluble impurities could be removed from the lignin by water washing. 

However, removing impurities in lignosulphonates are challenging as both the lignosulphonate and 

carbohydrates are soluble in water and are cross-linked to each other (Lora, 2008). Lignosulphonates are non-

toxic; however, their dark brown colour causes undesirable high turbidity in water, and their high organic 

content is considered an environmental pollutant with dissolved organic carbon (DOC) acceptable in industrial 

waste waters. It is therefore desired to remove lignosulphonates from waste streams to produce water that 

could be reused. These lignosulphonates could then be utilised for high-value applications. Filtration and 

precipitation are two well-established methods of purifying lignosulphonates, while more are currently being 

investigated. Other possible water purification approaches include amination, carboxylation, cross-linking, 

depolymerisation, etc. Although membrane technologies have proven to be efficient in producing pure 

lignosulphonates (Ringena, Saake & Lehnen, 2005), there are several drawbacks to them. They are 

uneconomical processes as the membranes are expensive, they have high operating costs, they require daily 

cleaning, and membranes need to be replaced every twelve to fifteen months. They are also susceptible to 

fouling and increasing accumulation of surface charge, which causes a decreased flux across the membranes 

(Xian et al., 2014; Aro & Fatehi, 2017).  
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Dialysis could be used to remove impurities such as hemicellulose, simple sugars, and inorganics (e.g., sulphur, 

sulphonic acids, ash, and salts) from lignosulphonate. In dialysis, the molecular weight cut-off (MWCO) refers 

to the smallest average molecular weight of a standard molecule that does not effectively diffuse across the 

membrane. Lignosulphonates have reported molecular weights of 1500 to 50000 g/mol (Ruwoldt, 2020). 

Sulphonic groups in sodium lignosulphonate have been reported to exist in the molecular weight range of 

2471 to 4297 g/mol (Madad et al., 2011). Marques et al. (2009) purified black liquor from magnesium sulphite 

pulping with Eucalyptus Globulus hardwood by dialysis. Dialysis membranes with MWCOs of 2000 and 5000 

Da were used to treat thick and thin black liquor against distilled water for eight hours. The sugar content has 

been reported to be mostly monosaccharides such as xylose (Mw of 150 g/mol) and xylooligosaccharides. 

Sulphonated oligomers (SO3H) with low molecular weights (1000 to 1300 Da) were mostly present in the 

lignosulphonates. Angelini et al. (2019) filtered calcium lignosulphonate from a paper mill using a 3500 Da 

dialysis membrane to remove hemicelluloses, simple sugars, and inorganic contaminants. A 10 wt.% aqueous 

calcium lignosulphonate solution was made and filtered, whereafter the filtrate was dialysed with water for 

twelve hours. The dialysis removed polysaccharides and contaminants from the lignin. Membrane treatment 

could however have certain challenges and it could not be a very efficient process: Some low molecular weight 

fractions of lignosulphonate could also be removed along with impurities (Marques et al., 2009); however, this 

is undesirable as these are the most reactive units for LPF resin synthesis. Furthermore, impurities that are 

attached to lignin moieties are not cleaved and removed during dialysis treatment, which hinders the removal 

of all of the impurities. 

2.2 Phenol formaldehyde resins 

PF resins are produced by the polycondensation of phenol with formaldehyde in alkaline media and they are 

currently the second most used resins (after urea formaldehyde) in wood applications (Eckelman & Eckelman, 

1997; Pizzi, 2017). PF has been abundantly used in wood applications, such as plywood and particleboard, due 

to its durability, water resistance and mechanical strength (Yaakob et al., 2021). Other applications could 

include metal casting, electrical insulation, automotive parts, etc (Xu et al., 2019). PF resins have many 

desirable properties: they are more moisture-resistant than wood, they could withstand elevated 

temperatures and chemical ageing, and they have high wet and dry bonding strengths (Eckelman & Eckelman, 

1997). Initially, high reaction temperatures and slow curing processes were required, but over the years the 

synthesis process improved resulting in higher mechanical performance and lower formaldehyde emissions. 

The main factors determining the type of resin produced include the raw material chemical structure, catalyst 

type, pH value, and the phenol to aldehyde ratio used.  

Two types of phenolic resins can be produced: Either novolac resins in acidic conditions or resole resins in 

alkaline conditions. Novolac resins are thermoplastic, synthesised in an acidic medium with a F/P molar ratio 

of less than one (Fink, 2013; Xu et al., 2019), and they require an additional catalyst to cure (Sarika et al., 2020). 

Resoles are thermosetting phenolic resins synthesised in a basic medium and a F/P molar ratio of more than 

1. Advantages of resoles include that they could form large three-dimensional networks with a high elastic 

modulus and tensile strength. They are cost-effective, moisture resistant, and have high thermal and 

mechanical stability. Resoles synthesised under basic conditions could also cross-link better without additives 
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(Pizzi, 2006). Unfortunately, resoles produced could still contain a large amount of free formaldehyde, if it is 

in high excess in the synthesis reaction. Other disadvantages could include slow hardening compared to amino 

plastic resins, and a dark colour which could be undesirable in many applications (Pfungen, 2015).  

The resole resin synthesis occurs following three polymerisation reaction sequences: addition, condensation, 

and curing. First is the addition of formaldehyde onto the phenol units, also known as a hydroxymethylation 

or methylolation reaction. Formaldehyde reacts with the active ortho- and para-sites on the phenolic ring 

(Tachon, Benjelloun-Mlayah & Delmas, 2016). The reaction is carried out with excess formaldehyde around 60 

C in the presence of an alkali metal hydroxide (usually sodium hydroxide), giving a pH value between 8 and 

13 (Tonge, 2007). Mono-methylolphenol, two di-methylolphenols and one tri-methylolphenol are formed, as 

shown in Figure 2. It is desired that as much as possible methylol groups attach to form large, cross-linked 

structures during condensation and curing. It is also desired that most of the formaldehyde reacts for 

economic benefit and environmental safety so that resoles with a low free formaldehyde content are formed. 

Keeping the reaction temperature around 60 C prevents condensation of methylol functional groups on the 

units, giving the formaldehyde a chance to react completely before cross-linking occurs which causes steric 

hindrance and hinders the further addition of formaldehyde.   

 

Figure 2. Reaction paths for the addition of formaldehyde to phenol. Redrawn from Tonge (2007). 

Secondly, condensation of the methylol phenols occurs upon heating from 60 to 100 C and forms methylene 

or methylene ether bridges. Two methylol groups could react to form a dimethylene ether bridge with the 

release of a water molecule. Methylene bridges are formed either when two methylol groups react and 

simultaneously releases one molecule of water and one molecule of formaldehyde, or else when a methylol 

reacts with a proton on the ortho- or para-sites of the aromatic ring, releasing only a molecule of water (Tonge, 

2007). As the condensation and hence cross-linking occurs, the molecular weight increases, which leads to an 

increase in viscosity. When the desired viscosity is reached, the reaction mixture is cooled to around 25 to 40 

C to suppress further reactions from occurring (Pizzi, 2017).  

Finally, the curing reactions of the resole take place during hot-pressing, upon application of the resin, 

performed at temperatures between 125 and 150 C without requiring a curing agent (Siddiqui et al., 2017). 
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It is a thermally activated process, by which the low molecular weight reactants are transformed to highly 

cross-linked networks. Heat is applied and the methylol groups cross-link further until a highly branched and 

cross-linked polymer is formed (Tonge, 2007). Resoles could remain stable for three to nine months and typical 

properties include a viscosity between 0.1 and 0.2 Pa.s at 20 C, a 55% to 60% solids content, and a pH value 

between 7 and 13 (Pizzi, 2017).  

In PF batch manufacturing a F/P ratio of 1.1/1 and catalyst ammonia fraction of 1/40 of the total mass of the 

batch is used (Malutan, Nicu & Popa, 2008). PF resole synthesis reactions are exothermic and runaway 

reactions could occur if the heat produced during the chemical reaction exceeds the cooling capacity of the 

vessel. Once the reaction is initiated, the heat generated favours the forward reaction, which increases the 

reaction rate and produces more heat (Bhattacharjee, Neogi & Das, 2014). This could lead to an increase in 

temperature, and in some cases increased pressure as well if not controlled. PF resin synthesis is typically 

performed in an insulated stainless steel batch reactor containing an agitator and a reflux condenser. A 

formalin solution (35% to 42% aqueous formaldehyde) is added to molten phenol in an alkaline catalyst, 

typically sodium hydroxide, which keeps the reagents in solution. Other possible catalysts could include 

alkaline oxides, hydroxides, ammonia, or sodium carbonate, which all form alkaline solutions and provide HO-

groups.  

2.3 Lignin phenol formaldehyde resins 

Phenol is derived from the petroleum industry; it is toxic, non-renewable, and there is a lot of fluctuation in 

the price and availability thereof. Therefore, it would be beneficial to find a more sustainable alternative to 

partially substitute or replace phenol used in industry. Biopolymers have proven to be more environmentally 

sustainable than synthetic polymers (Dessbesell et al., 2020), therefore lignin utilised as a bio-based adhesive 

has drawn lots of interest due to its phenolic structure and the abundance of technical lignins available (Hu et 

al., 2011). It has proven to be an alternative to petroleum for energy, chemicals and materials (Dessbesell et 

al., 2020). Lignin could be a more environmentally sustainable replacement for phenol in producing LPF resins 

because it is a green renewable feedstock, it is non-toxic, it has lower energy requirements (Tonge, 2007), and 

it also has a longer storage stability than phenol (Solt, van Herwijnen & Konnerth, 2019). However, it has a 

reduced reactivity compared to phenol which leads to longer pressing times and higher pressing temperatures 

(Matsushita, 2015). Some of the main barriers and incentives of substituting phenol with lignin in LPF resins 

have been identified as economic viability, process operating conditions, process reliability, stable supply 

availability, environmental benefit and collaboration along the value chain (Lettner et al., 2020).  

2.3.1 LPF synthesis and curing process 

The synthesis of LPF resins is like that of PF synthesis. The synthesis of LPF resins is like that of PF synthesis. A 

certain weight percentage of the phenol can be substituted by lignin, which is then expressed as the 

percentage substitution. The phenol, lignin and formaldehyde are then reacted in alkaline conditions for the 

LPF synthesis to occur. During the synthesis process, three reactions could occur; namely, the Lederer-

Manasse, Cannizzaro and Tollens reactions (Alonso et al., 2001). The Cannizzaro reaction is undesirable, as 

formaldehyde condenses with itself leading to a decreased viscosity (Alonso et al., 2004; Malutan et al., 2008). 

During the Tollens reaction, formaldehyde attaches onto side-chain carbonyl groups, introducing reactive 
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methylol groups (Matsushita, 2015), which aids in forming cross-linked networks. However, the Lederer-

Manasse reaction is the most desirable reaction for LPF synthesis: During the addition reaction, the 

formaldehyde could be linked via electrophilic substitution under alkaline conditions onto the free ortho-

positions of the G- or H-units (Matsushita, 2015), thereby incorporating methylol groups onto the lignin ring 

as shown in Figure 3. Marton, Marton, Falkehag & Adler (1966) found that the number of methylol groups 

introduced by the Lederer-Manasse and Tollens reaction is in a ratio of three to one for the Kraft pine lignin 

they investigated. Zhao et al. (1994) reported that during methylolation of a pine Kraft lignin 0.36 mol 

hydroxymethyl groups per C9 unit were introduced, of which 0.33 mol attached to the C5 of the G-unit via the 

Lederer-Manasse reaction.  

The S-units of lignin have both ortho-positions occupied by methoxyl groups, leading to low reactivity, which 

hinders the addition of formaldehyde onto the aromatic ring. G-units have one reactive site available on the 

ortho-position, while the other is occupied by a methoxyl group. The H-units have both ortho-positions open 

as available reactive sites (Ferdosian et al., 2017). Therefore, -units with the highest reactivity would be most 

favourable for LPF synthesis is thus the highest, followed by G- and then S-units, as shown in Figure 4. 

Furthermore, some free phenolic hydroxyl groups could be involved in ether linkages formed between lignin 

units and are thus not available to form phenolate ions which act as electron donors in the aromatic 

substitution (Ghorbani et al., 2016).  

 

Figure 3. Methylolation reaction between formaldehyde and a G-unit of lignin. Reproduced from (Hemmilä et 

al., 2017). 

 

Figure 4. Representation of the reactive sites on phenol and the lignin units. Reproduced from Hemmilä, et al. 

(2017).  
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The LPF synthesis could be performed on a laboratory scale in a three-neck round-bottom flask along with a 

condenser, thermometer, agitator, heating mantle, and cooling system. The phenol and lignin are reacted in 

an alkaline media (usually NaOH) at a temperature between 45 to 65 C. The formaldehyde (37%) is slowly 

added, whereafter the temperature is increased to 65 C. A sudden addition of large amounts of formaldehyde 

in the condensation reaction could cause a spike in the temperature, therefore a target temperature below 

70 C is desired during the addition reaction as it is an exothermic reaction. Controlled constant formaldehyde 

dosing is ensured using a titration device or automatic burette to ensure minimum temperature fluctuations, 

constant viscosity development, and to avoid runaway reactions (Ghorbani et al., 2016). The condensation 

reaction is then initiated by adjusting the temperature to 80 to 85 C for one to two hours until the desired 

viscosity is reached. The condensation reaction temperature is usually targeted at this temperature, as too 

high temperatures could cause runaway reactions (Khan, Ashraf & Malhotra, 2004; Ghorbani et al., 2016; 

Kalami et al., 2017).  

During the condensation reaction, the methylol groups react to form either dimethyl ether or methylene 

bonds in the same manner as with PF synthesis (Siddiqui et al., 2017). A linear polymer is initially formed, 

which later cross-links to form a highly branched structure during the curing process (Hemmilä et al., 2017). 

The formed resin is then cooled to room temperature to stop further reactions, and then stored below 0 C 

(Ghorbani et al., 2016). The sodium hydroxide catalyst could alternatively also be added incrementally 

throughout the condensation reaction, which could hinder the runaway reaction occurring (Yang et al., 2015). 

The final curing of the resin occurs upon application during the hot-pressing process, where the heat applied 

initiates the final condensation and cross-linking reactions to form a highly branched, three-dimensional 

polymeric structure. 

Undesirable side reactions could occur during LPF synthesis at certain reaction conditions, such as at a too 

high temperature, NaOH concentration, pH value, or P/F ratio. Undesirable reactions include the Cannizzaro 

reaction where formaldehyde condenses with itself leading to a decreased viscosity (Alonso et al., 2004; 

Malutan et al., 2008), or the Tollens reaction, where formaldehyde attaches onto side-chain carbonyl groups, 

introducing methylol groups (Matsushita, 2015). These side reactions decrease the amount of formaldehyde 

available that could attach as methylol groups on the aromatic ring, resulting in less cross-linking. This could 

lead to reduced bonding strengths and increased gelation times (Sarkar & Adhikari, 2000).  

2.3.2 Effect of LPF synthesis and curing parameters on the resin performance 

There are several variables in the LPF resin synthesis that are dependent on each other. Different optimisation 

parameters that were used in previous reports are listed in Table 22 in Addendum A. A wide range of 

parameters is applied due to the varying properties of different lignins. In the reaction of phenolic compounds 

with formaldehyde to produce resole resins, the formaldehyde is in excess. A larger formaldehyde content will 

thus favour the forward reaction, which will lead to the addition of more formaldehyde and ultimately more 

cross-linking between methylol groups. An increase in F/P also leads to faster curing reaction rates yielding 

lower gel times, higher molecular weights, and higher viscosities (Sarkar & Adhikari, 2000; Tonge, 2007; 

Siddiqui et al., 2017). The amount of formaldehyde used is very important, as the free formaldehyde produced 

is significantly influenced by the amount and reactivity of lignin used. At low reactivity of lignin, less 

Stellenbosch University https://scholar.sun.ac.za



 

19 

formaldehyde will attach leading to a high free formaldehyde content in the product (Tachon et al., 2016). 

Therefore, if there is too much formaldehyde reactant, the product will contain free formaldehyde, which 

could decrease the strength of the resins and lead to high toxicity causing environmental concern (Tachon et 

al., 2016).  

The reactivity of the different lignin building units vary (as discussed in section 2.1.3) and is lower than that of 

phenol, as it has side chains attached. Native lignin building units are linked to each other in a branched 

network. These e linkages between the units are reduced after pulping. At higher substitution levels of phenol 

by lignin, the higher branching of lignin would attribute to a higher molecular weight. Larger molecular weights 

aids in faster viscosity development of the LPF resins (Alonso et al., 2004). However, too large molecular 

weights could hinder the penetration of the LPF resin into plywood, hindering effective bonding (Yang et al., 

2015).  

The pH of the synthesis reaction also affects the LPF resin performance. The pH determines the degree of 

condensation and cross-linking formation of ether and methylene bonds. At a lower pH the condensation 

between phenol and formaldehyde could be incomplete, leading to a higher concentration of low molecular 

weight species, causing longer gelation times, and an increased free formaldehyde content (Sarkar & Adhikari, 

2000). A pH value between 9 and 11 is generally maintained for resole resins to avoid lignin precipitation and 

to maintain high water resistance. An increase in pH (between 9 and 11) leads to an increase in viscosity and 

shorter gelation times (Kalami et al., 2018). However, a too high increase in pH could cause unwanted side 

reactions to occur, such as Tollens or Cannizzaro reactions (Hemmilä et al., 2017). A too high increase in pH 

could therefore also cause a decrease in cross-linking, gel time and adhesive strength due to the formaldehyde 

consumed by the side reactions (Siddiqui et al., 2017).  

The water-resistance of resins is an important factor when resins are used in applications that might be 

exposed to water. If sufficient cross-linking of the resin has not taken place during the curing process, the resin 

could react with the water and some of the resin could be lost, resulting in reduced bonding strength Kalami 

et al. (2018). More reactive lignin could form a LPF resin with better water resistance as it will lead to a higher 

degree of cross-linking that resists penetration and breakdown by water (Kalami et al., 2018). Solt et al. (2019) 

proved the distinctive thermoplastic behaviour of LPF resins and that they are not affected by moisture, as 

they will restore when returned to standard conditions, while PF resins have less moisture resistance when 

they are not fully cured.  

The thermal stability of LPF resins has been reported to be higher than that of PF resins and they also exhibit 

less weight loss when stored or exposed to water. This was attributed to the higher number of strong bonds 

formed, which give high thermal stability (Sarkar & Adhikari, 2000). During the synthesis process, the time and 

temperature need to be low enough if it will be implemented in industrial applications, but also sufficient for 

cross-linking reactions to complete. The synthesis of LPF resins is an exothermic reaction, so an increase in 

temperature increases the reaction rate and hence the curing rate (Bhattacharjee et al., 2014). The curing 

temperature of LPF resins is influenced by the degree of cross-linking of the LPF resin after condensation. High 

F/P ratios lead to a higher degree of cross-linking and increased network formation; therefore, it could lead to 

decreased curing temperatures. At high substitution rates, the lignin dominates, leading to higher molecular 
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weights and greater contact between bulk molecules which enhances the rate of curing and allows lower 

curing temperatures (Siddiqui et al., 2017). High lignin contents require a larger activation energy, due to lignin 

having low reactivity levels compared to phenol. It was found that lower curing temperatures and low 

activation energies led to faster completion of the synthesis reactions (Yang et al., 2015).  

The curing process also has a lot of parameters that could be optimised during hot-pressing. A too high 

temperature could also cause degradation of the wood and the adhesive, and cause a decrease in the bonding 

strength (Gu, Huang & Li, 2013). The hot-pressing time required is governed by the time it takes to reach a 

sufficient temperature in the inner glue to cure the resin. Too short hot-pressing times lead to incomplete 

reactions, while a too long time could cause decomposition of the adhesive and cause decreased bonding 

performance (Jing et al., 2015). Also, long-pressing times could render the process unproductive, and it could 

also reduce moisture content and produce panels that easily deform, which is undesired for industrial 

implementations.  

Suitable hot-pressing conditions for plywood facilitates the penetration of the adhesive further into the wood 

panels, which could then form a nail structure and improve the strength of the plywood. However, excessive 

hot-pressing pressures could lead to over-compression of the veneers and could also cause too much adhesive 

to penetrate the wood, leaving insufficient adhesive to fill the bonding line. In contrast, too low pressures lead 

to insufficient contact and the formation of a poor adhesive layer resulting in low bonding strength (Bekhta, 

Sedliacik & Bekhta, 2020). Generally, applying more adhesive increases the bonding area between the 

adhesive and the wood and this could increase the bonding strength as sufficient penetration increases the 

contact surface for bonding to occur (Ferdosian et al., 2017). However, an excessive application could again 

cause a too thick layer, due to the high viscosity, which then reduces the strength (Bekhta et al., 2020) and 

could lead to increased cost and defects on the bond line (Ferdosian et al., 2017). A more uniform adhesive 

distribution will lead to a stronger adhesive bond (Wang et al., 2012).  The bonding strength and mechanical 

properties of wood adhesives could be evaluated by their shear strength, pull-off strength, or bending 

strength. In the adhesive shear strength test, the one end of each wood chip is glued by an adhesive, while the 

other end is inserted in a clamp on a tensile machine. The clamped is moved up at a certain speed until the 

bonded wood chips detach registering a force from which the shear strength could then be calculated 

(Ferdosian et al., 2017). 

For particleboards, the density of the wood particles impacts the panel compaction ratio (which is the ratio of 

the panel density to the wood density), which must be high enough to ensure sufficient contact between the 

particles for enough densification of the panel. For boards produced with the same density, particles of lower 

density will lead to higher mechanical properties but could lead to reduced water absorption, thickness 

swelling and volume swelling (Iwakiri et al., 2019). It is beneficial if adhesives are used with natural fibres that 

could reduce the hydrophilicity of the fibre material containing hydroxyl groups (Dhakal, Zhang & Richardson, 

2007). A higher thickness swelling and water absorption could be caused by an increase in particle density, 

resin content and pressing time. The mechanical properties have been reported to increase with an increase 

in particleboard density, resin content, and pressing time (Iwakiri et al., 2019).  
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2.3.3 LPF resins at different substitution levels  

Several studies have been able to produce LPF resins with acceptable bonding strengths using different types 

of unmodified lignin. However, most studies have only been able to substitute phenol at low substitution levels 

to achieve acceptable bonding performance (Sarkar & Adhikari, 2000; Donmez Cavdar, Kalaycioglu & Hiziroglu, 

2008; Park, Doherty & Halley, 2008; Kouisni et al., 2011; Zhang, 2013; Martínez & Velásquez, 2013; Moubarik 

et al., 2013; Yang et al., 2015; Siddiqui et al., 2017; Ghorbani, Mahendran, et al., 2018; Chen, Gong, et al., 2019; 

Solt, Jääskeläinen, et al., 2019). Kalami et al. (2017, 2018) proved that phenol could be replaced by a variety 

of unmodified lignin from the pulping industry to produce LF resins with acceptable properties for plywood 

applications. The LF resin proved to have a similar shear strength to a commercial phenol resorcinol 

formaldehyde resin when cured under the same conditions. However, wheat flour was used as an additive and 

alder bark (modal) was used as a filler during the adhesive formulation which aided in the increased shear 

strength compared to previous reports that did not use additives. Govender et al. (2020) used lignins from 

different sources from the paper and pulp industry of South Africa to synthesise LPF resins at 100% substitution 

level, aiming to achieve acceptable bonding strengths. None of the LPF resins produced was able to reach the 

shear strength of 0.70 MPa (as specified by the Chinese Grade A plywood standard GB/T 14732-2013) without 

modification of the resin. The highest shear strength achieved was around 0.5 MPa. With resin modification 

by the addition of cross-linkers and hardeners (hexamine with either epichlorohydrin or glyoxal), some of the 

LPF resins were able to achieve the 0.70 MPa benchmark. Yaakob et al., (2021) used lignin produced from 

empty fruit bunch using sulfuric acid and glacial acid, to synthesise a LF resin and achieved a shear strength of 

1.76 MPa. The addition reaction continued for two hours at 65 C and the condensation for four hours at 85 

C. It was not reported if and how the resin was prepared as an adhesive for plywood and if additives were 

added during the adhesive formulation. Thus, no LPF resin at 100% substitution has been made utilising lignin 

from the pulping industry without modification or the addition of cross-linker or hardeners that succeeded in 

adhering to standard specifications for wood applications.  

2.4 Chemical modification methods to enhance lignin reactivity 

Due to the low reactivity and the complexity of lignin, a lot of modification methods have been investigated, 

aiming to increase the processability, chemical reactivity, and solubility of lignin in organic solvents. For a 

functionalisation method to be industrially viable, it should firstly be economically sustainable (having low 

capital and operating costs), to be able to compete with current commercial chemicals, such as phenol. 

Secondly, it should be environmentally sustainable and not contain more hazardous chemicals than 

commercially used. Ideally, it would also be advantageous if the functionalisation method could be applied to 

lignin from any biomass source, pulping or isolation process.  

The use of unmodified lignin in LPF resin synthesis requires long pressing times and high pressing 

temperatures, because of the complex structure of lignin. The ortho-sites of the lignin building units could be 

occupied by methoxyl groups which cause steric hindrance and hence a lower reactivity compared to phenol 

(Hu et al., 2011). If phenol is substituted by lignin in LPF resin synthesis, this comparatively lower reactivity of 

lignin decreases the possibility of lignin reacting with formaldehyde. Different methods (chemical, mechanical, 

or biological) have been reported to improve the reactivity of lignin through either modification or 
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depolymerisation (Matsushita, 2015). Chemical modification methods have been reported to have relatively 

low energy consumption compared to other methods and are the most promising currently to modify lignin 

for LPF resin applications (Matsushita, 2015).  

The main chemical methods reported previously to increase the reactivity of lignin to produce LPF resins 

include demethylation, hydroxymethylation (also called methylolation) and phenolation (Hu et al., 2011). The 

reactivity of lignin is affected by the type of substitutions it has on its aromatic ring, where the most abundant 

functional groups on the lignin molecule are phenolic hydroxyl, aliphatic hydroxyl, methoxyl and aldehyde 

groups. However, most of these functional groups could be part of bonds formed between units in the lignin. 

Phenolic hydroxyls particularly are occupied in interunit linkages such as carbon-oxygen bonds (β-O-4, α-O-4, 

4-O-5). The β-O-4 ether bond could represent 35% to 70% of the bonds present in the biopolymer structure, 

therefore cleavage thereof will release occupied functional groups. Therefore, the cleavage of this bond could 

be an effective way to improve the reactivity of the lignin by creating more sites for reactive hydroxyl groups 

(Klapiszewski et al., 2017). Phenolic hydroxyls are the most reactive functional groups present to take part in 

the polymerisation reaction during LPF synthesis with formaldehyde and it could significantly increase the 

reactivity of the lignin; therefore, a high concentration of phenolic hydroxyls could be favourable (Zhang et al., 

2013; Laurichesse & Avérous, 2014). However, it has also been proven that a too high phenolic hydroxyl 

content could promote non-covalent interactions between lignin moieties which then leads to the formation 

of a sterically hindered network formed, and it is proposed by some that the performance is rather governed 

by total hydroxyl content (Zhang et al., 2013).  

2.4.1 Hydroxymethylation 

During hydroxymethylation/methylolation, hydroxymethyl/methylol groups (-CH2-OH) are added to lignin 

molecules, which introduces more reactive sites onto the lignin molecule. The hydroxymethylation reaction 

occurs in similar alkaline conditions to the LPF synthesis where the lignin is first reacted with formaldehyde. 

Phenol is added later for the LPF synthesis to occur. Modifying lignin with a hydroxymethylation reaction for 

LPF resins containing phenol could be favourable as the formaldehyde addition on lignin is completed before 

phenol is added, while if phenol is present, the formaldehyde would first attach to the phenol as it has less 

steric hindrance. After formaldehyde addition to lignin is completed, the phenol is added and the 

formaldehyde could then further attach to the reactive sites on the phenol, whereafter condensation between 

methylol groups and reactive sites occurs further.  

Advantages of hydroxymethylation include that it provides primary hydroxyl groups and electrophilic carbon 

atoms. The reaction is selective, and it could produce lignins with high reactive levels as the addition of 

methylol groups is favourable for condensation and cross-linking to occur during the resin synthesis reactions. 

Disadvantages include that only a low content of methylol groups could be generated and the bonding 

performance of materials obtained is moderate (Taverna et al., 2019). Moreover, it is a slow process and it 

fails in saturating all the reactive sites available (Stephanou & Pizzi, 1993). It has however been implemented 

on an industrial scale at up to 30% substitution in North American plywood mills (Pizzi, 2006). Several studies 

have proved that hydroxymethylation of lignin is an effective means to improve the reactivity of lignin for 
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application in LPF resoles at low substitution levels (Kaur, Uppal & Sharma, 2017; Ghorbani, Konnerth, et al., 

2018; Taverna et al., 2019).  

2.4.2 Demethylation  

Demethylation is also a promising method to improve the reactivity of lignin, as it removes either one or both 

methoxyl groups that could be present on the ortho-positions of the aromatic rings of the G- and S- units, 

reducing steric hindrance. They are replaced with highly reactive phenolic hydroxyl groups, with free electrons 

on the oxygen that stabilize the intermediate cation causing a high reactivity toward electrophilic aromatic 

substitutions on the ortho- or para-position (Hu et al., 2011). During the demethylation reaction, ether bonds 

of the methoxyl groups can be cleaved. Other ether bonds between lignin units could also be cleaved, which 

then forms more phenolic and aliphatic hydroxyls, and reduces the steric hindrance of the lignin units (Wang 

et al., 2019).  

Several different methods with different catalysts have been tested to perform demethylation to improve the 

reactivity of lignin for use in LPF resins (Li et al., 2016; Song et al., 2016; Sawamura et al., 2017; Wang et al., 

2019). Depending on the catalyst used, several disadvantages could occur, such as hazardous chemicals which 

could have a negative environmental effect, harsh operating conditions which are not desired in industrial 

implementation, costly raw materials, and high-pressure reactors are required that demands a large capital 

investment (Podschun et al., 2016). Some demethylation catalysts (such as sodium hydrosulphide) could also 

produce a pungent odour, which is undesirable (Li et al., 2017).  

Biological demethylation of lignin by fungi and bacteria has been reported, but a high degree of 

depolymerisation of lignin could occur, which produces small molecular weight fragments (Wang, Zhao & Li, 

2018; Venkatesagowda & Dekker, 2019). This could be unfavourable in LPF resin applications, as it could lead 

to a higher curing temperature and longer curing times. Demethylation could be carried out using solutions 

such as dimethylformamide along with surfactants that could be used, which could require post-treatment 

purification or separation before it is utilised leading to increased operational costs (Gao et al., 2021). Under 

severe demethylation conditions and aromatic ether cleavage, the demethylated material could be too 

reactive to survive the reaction conditions, thus either substantial decomposition occurs, or the polymer is 

converted to a different material. Sulphur-mediated demethylation has been implemented on an industrial 

scale in other processes and has therefore been reported to be a successful means for demethylation (Hu et 

al., 2011). Possible reagents could include S, NaSH, Na2SO3, and n-dodecyl mercaptan [3]. Sulphur dioxide-

mediated (Wu & Zhan, 2001), and iodocyclohexane (Song et al., 2016) demethylation has proven to decrease 

the methoxyl group content and increase the phenolic hydroxyl content. However, these processes require 

high pressures, high temperatures, and long pressing times, which are not ideal for industrial implementation. 

HBr and HI have also been used to demethylate alkali lignin in another study and found that HI performed 

better, as it was a stronger nucleophilic reagent (Wang et al., 2019). Li et al. (2016) used four different 

demethylation catalysts (S, NaSH, Na2SO4, n-dodecyl mercaptan) to demethylate agricultural crop-based soda 

lignin under atmospheric pressure and low temperature (90 C for 1 hour with a catalyst to lignin weight ratio 

of 10%). All catalysts were able to demethylate lignin and were applied in producing 30% substituted LPF 

resins; however, a higher demethylation extent is still desired. Sodium hydrosulphide released a pungent 
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odour, which is unsuitable for industrial implementation. Li et al. (2017) tried to improve the demethylation 

efficiency of alkali lignin by a nucleophilic substitution reaction using sodium sulphite as a catalyst under mild 

conditions. At optimal demethylation conditions a satisfactory demethylation efficiency was produced. The 

methoxyl content was found to decrease by 43.5%, phenolic hydroxyls increased by 46.4% and aliphatic 

hydroxyls increased by 178%. LPF resins were synthesised at 50% substitution with a bond strength increased 

from 0.92 to 1.07 MPa and the formaldehyde emissions decreased from 0.58 mg/L to 0.22 mg/L. Therefore, 

demethylation has proven to increase the reactivity of lignin at low substitution levels. 

2.4.3 Phenolation 

Phenolation is known to improve the reactivity of lignin, as phenol with new ortho- and para-reactive sites are 

introduced onto the lignin molecule, and cleavage of some weak bonds occur (Zhao et al., 2016). Condensation 

between phenol and lignin occurs, as phenol attaches to the available aromatic or aliphatic sites of the lignin 

units, thereby increasing the phenolic hydroxyl groups and the number of reactive sites on the lignin molecules 

(Jiang et al., 2018), as shown in Figure 5. The phenol mostly attaches to the aliphatic Cα position but has also 

been reported to attach to the Cϒ position (Podschun, Saake & Lehnen, 2015). The β-O-4 ether bonds are the 

easiest to cleave; however, the side chain C-C bonds in the β-β substructure have also been reported to cleave 

(Lin, Nakagame, et al., 2001; Lin, Yao & Shiraishi, 2001; Gan & Pan, 2019). Cleavage of bonds between lignin 

units decreases the degree of cross-linking, which then forms more mono-dispersed fractions leading to a 

structure closer to that of phenol (Podschun et al., 2016; Kalami et al., 2017; Eraghi Kazzaz, Hosseinpour Feizi 

& Fatehi, 2019). This reduction in higher molecular weight fractions could also improve the solubility and 

reactivity of the phenolated lignin with formaldehyde, as compared to unmodified lignin. Sulphonate groups 

could also be effectively cleaved during the phenolation of lignosulphonates (Hu et al., 2012). Phenolation 

could thus enhance covalent bond formation with formaldehyde and lead to less residual methoxyl groups, 

thereby reducing the steric hindrance and enhancing the reactivity (Thébault et al., 2020).  

 

Figure 5. Addition of phenol onto the G-unit of lignin. Reproduced from Jiang et al. (2018). 
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The depolymerisation of lignin that occurs during phenolation could also affect the pH of the medium, 

depending on if alkaline or acidic groups are released (Jiang et al., 2018). Phenolation mostly has an alkalising 

effect as the majority of the lignin fragments released are alkaline. However, some acidic fragments could also 

be released (Ragnar, Lindgren & Nilvebrant, 2000). During this depolymerisation, a complex oligomeric 

mixture could be released which could have different effects when used in LPF synthesis. Depolymerisation of 

the lignin during phenolation could also lead to a lower viscosity. This will allow higher levels of substitution 

of phenol by lignin without causing a too high viscosity increase due to the high molecular weight of the lignin 

fraction incorporated (Thébault et al., 2020). Disadvantages of phenolation include that a large amount of 

formaldehyde is required as the extent of reaction is low due to the more branched network of the phenolated 

lignin. The reaction is also difficult to control and the number of phenols grafted to the lignin could be difficult 

to quantify (Podschun et al., 2016). A large amount of solvent is also required, which could reduce economic 

and environmental sustainability (Eraghi Kazzaz et al., 2019).  

Phenolation has been performed with acid catalysts (Lee et al., in press; Ma et al., 2011; Podschun et al., 2016; 

Jiang et al., 2018; Thébault et al., 2020; Zhou et al., 2020) as well as alkaline catalysts (Yang et al., 2014; Zhao 

et al., 2016; Ghorbani, Konnerth, et al., 2018; Gan & Pan, 2019). Phenolation reaction conditions using large 

amounts of acid could lead to a lot of acids produced that need to be neutralised, which is undesired 

environmentally and economically (Jiang et al., 2018). It has also been proposed that alkaline ash from the 

pulping process still present in alkaline lignin could inhibit an acid catalyst during phenolation (Podschun, 

Stücker, et al., 2015). Alkaline catalysts are more beneficial for phenolation before LPF synthesis as the 

synthesis is catalysed by alkalis, therefore it could then be incorporated into a one-pot process. A one-pot 

phenolation and LPF resole synthesis has been used where steam explosion lignin was phenolated in alkaline 

conditions, then transitioned directly into the resole synthesis reaction (Zhao et al., 2016). Gradual 

polymerisation occurred where phenol was added onto the lignin structure, whereafter the formaldehyde 

attached to available ortho- and para-positions on the phenolated lignin and finally, methylol groups 

condensed to form methylene or ether bridges. Alkaline catalysts thus promote less chemical waste, faster 

reactions, and easier transition into the synthesis reaction. 

2.5 Gaps in literature 

A lot of research has been conducted investigating the viability of lignin as a phenol replacement in LPF 

synthesis. Because of the diversity in different lignin properties, varying degrees of success have been 

reported. Several studies proved to substitute phenol by lignin at low substitution levels (Hu et al., 2014; 

Ghorbani, Konnerth, et al., 2018; Gan & Pan, 2019; Yang et al., 2019). Only three studies have been able to 

replace phenol with lignin at 100% substitution (Kalami et al., 2017, 2018; Govender, Majeke, et al., 2020; 

Yaakob et al., 2021). Govender et al. (2020) and Kalami et al. (2017,2018) added additives to their LPF resins 

to enable them to adhere to standard requirements, while Yaakob et al. (2021) did not specify how the 

adhesive was made. Therefore, there is potential to optimise the synthesis of lignin formaldehyde resins 

aiming to replace phenol without requiring any post-modification or additives. 

If lignin modification would be required, phenolation is a promising means of increasing the reactivity of lignin 

as it increases the number of reactive sites and phenolic hydroxyl groups and reduces steric hindrance by 
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cleaving weak bonds between units and removing methoxyl groups. Furthermore, a one-pot method has been 

reported using steam explosion lignin, which allows a direct transition from the phenolation to LPF synthesis 

reactions in alkaline conditions (Zhao et al., 2016). This one-pot method and phenolation modification could 

be investigated for the first time, using lignin from the South African pulping industry to determine if this 

phenolation method would be a viable modification. 
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3 MATERIALS AND METHODOLOGY 

3.1 Materials 

The two different lignins investigated were a sugarcane bagasse lignin from Sappi Ltd Stanger mill produced 

using a soda pulping process, and a sodium lignosulphonate from Eucalyptus Grandis (hardwood) obtained 

from Sappi Ltd Tugela mill, which uses a Neutral Sulphite Semi-Chemical (NSSC) pulping process, using sodium 

sulphite. The lignins were characterised to determine the properties of the lignin. The sample ID format 

adopted for the samples was as follows: : (Lignin type) – (Isolation process) – (Purification process) as shown 

in Table 4 below. The lignin type was denoted ‘S’ for soda lignin and ‘L’ for lignosulphonate. The isolation 

process was denoted ‘A’ for acid precipitation and ‘S’ for spray-drying. The purification process was denoted 

‘P’ for acid precipitation and ‘D’ for dialysis. The soda lignin was received in two forms: as a spray-dried black 

liquor (S-S), and as a black liquor where the lignin was first acid precipitated (S-A) and then acid purified (S-A-

P). The lignosulphonate sample was received as a spray-dried powder (L-S). The lignosulphonate was purified 

using a dialysis membrane treatment (L-S-D).  

Table 4. Sample IDs for different lignin samples that were used. 

Lignin type Isolation process Purification process ID 

Soda lignin Acid precipitated   S-A 

Soda lignin Acid precipitation Acid purification S-A-P 

Phenolated Soda lignin Phenolation of S-A-P   P-S-A-P 

Soda lignin Spray-dried  S-S 

Lignosulphonate Spray-dried  L-S 

Lignosulphonate Spray-dried  Dialysis L-S-D 

Rotary cut pine (Pinus Elliottii) veneer sheets and pine particles were supplied by York Timber based in 

Mpumalanga, South Africa. The thickness of the veneers varied between one to three millimetres. Bondtite 

345, a commercial tannin-based wood resin, was supplied by Bondtite Pty Ltd., South Africa. Snakeskin dialysis 

tubing (3500 Da, 35 mm diameter, 10.5 m) were supplied by Thermo Fischer Scientific. The chemicals used in 

this study were all reagent grade and included the following: Phenol crystals (98%), Folin-Ciocalteu (FC) phenol 

reagent, Sodium hydroxide pellets, xylose (≥ 99%), and vanillin (99%) was supplied by Sigma Aldrich. Reagent 

grade sulphuric acid (≥ 98%) and formaldehyde (35%) was supplied by Science World Company SA. Sodium 

carbonate was supplied by Associated Chemical Enterprises Pty Ltd. Whatman 113 wet strengthened filter 

paper was used for the filtrations.  

3.2 Experimental design 

3.2.1 Screening experiments 

Screening experiments were conducted with the S-A-P, S-A, L-S, and L-S-D lignins to see which lignins would 

be viable to produce LPF resins, aiming for total substitution of phenol by lignin while adhering to the plywood 

manufacturing standards. The LPF100 resins were synthesised with a NaOH/PL molar ratio of 0.36, and a F/PL 
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molar ratio of 2, according to the method described in section 3.4. From the lignin characterisations (section 

4.1) and shear strength screening results (section 4.1.4) it was determined that the S-A-P lignin would be the 

best suited for use as a phenol substitute/replacement in LPF resins and further optimisation was done only 

with this resin. 

3.2.2 Face-centred central composite design  

LPF resins were prepared at three different substitution levels: by using either 60%, 80% or 100% of S-A-P 

lignin on a weight basis, and the residual phenol. At 60% and 80% substitution, a one-pot method (described 

in section 3.4) was used, where the phenol was used to first improve the lignin reactivity while simultaneously 

achieving the substitution percentage. A face-centred CCD was used to optimise the shear strength at each 

substitution level. At 60% and 80% substitution the phenolation temperature, NaOH/PL ratio, and F/PL ratio 

was varied as shown in Table 5. At 100% substitution, only the NaOH/PL ratio and F/PL ratio was varied, as no 

phenol was incorporated, as shown in Table 6. These three parameters were chosen for optimisation as they 

have proven to have a significant effect on the shear strength, as described in section 2.3.2. The ranges of the 

parameters reported in Table 7 were estimated and chosen as guided by previous reports, which was 

summarised in Addendum A. Although several parameters affect the shear strength (as discussed in section 

2.3.2), the optimisation was limited to these three parameters in this study due to time constraints. The 

amount of each run was scaled so that it would yield approximately 200 ml of each resin, so that it would fit 

in the experimental setup and so that enough resin would be available for further characterisation. Four centre 

point repeats were done for each CCD, which were representative of the standard deviation of the shear 

strength results of that CCD.  

Table 5. The three-factor, three-level CCD used to maximise the shear strength of the LPF60 and LPF80 LPF 

resins. 

Run number 
NaOH/PL molar 

ratio 
F/PL molar 

ratio 
Temperature 

(C) 

1 -1 -1 -1 
2 -1 1 -1 
3 -1 1 1 
4 -1 -1 1 
5 1 -1 -1 
6 1 1 -1 
7 1 1 1 
8 1 -1 1 
9 -1 0 0 

10 0 1 0 
11 1 0 0 
12 0 -1 0 
13 0 0 -1 
14 0 0 1 
15 0 0 0 
16 0 0 0 
17 0 0 0 
18 0 0 0 
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Table 6. The two-factor, three-level CCD used to maximise the shear strength of the LPF100 resins. 

Run number NaOH/PL molar ratio F/PL molar ratio 
1 -1 -1 
2 -1 1 
3 1 -1 
4 1 1 
5 -1 0 
6 1 0 
7 0 0 
8 0 -1 
9 0 1 

10 0 0 
11 0 0 
12 0 0 
13 0 0 

Table 7: The phenolation temperatures, NaOH/PL ratios, and F/PL ratios used in the CCD to maximise the shear 

strength at each substitution level. 

 -1 0 1 

NaOH/PL molar ratio 0.12 0.36 0.63 
F/PL molar ratio 1 2 3 
Temperature (°C) 80 95 110 

3.2.3 Statistical analysis 

The analysis of variance (ANOVA) and regression equations were determined from the CCDs using Statistica 

software version 13.5.0.17. The null hypothesis predicted that all the regression coefficients are equal to zero. 

If p < α, and F > Fcritical, the null hypothesis could be rejected, and the parameters were proven to be statistically 

significant.  

3.3 Lignin isolation and purification methods 

The soda pulping black liquor received was acid precipitated and acid purified to obtain S-A and S-A-P lignins, 

respectively. It was precipitated through sulphuric acid precipitation, following a method adapted from 

previous reports (García et al., 2009). The black liquor with an initial pH value of around 12 to 13 was dosed 

with 98% sulphuric acid until a pH of 2 was obtained. Approximately 10 mL 98% sulphuric acid was added to 

200 mL of black liquor to obtain a pH of 2. The solution was then left for 24 hours for the lignin to precipitate. 

The lignins were then isolated by centrifugation at 7000 rpm for ten minutes. The recovered lignins were 

washed twice with distilled water and again placed in a centrifuge at 7000 rpm for ten minutes. The lignins 

were then air-dried in a fume hood. Thereafter, the lignins were milled into a powder using an Ultra Centrifugal 

Mill ZM 200 (Retsch) and sieved to a particle size below 425 µm. The powders were then placed in airtight 

plastic bags and labelled as S-A lignin until further use.  

The S-A lignin was then purified by suspending it in a 1 N sulphuric acid solution, with a ratio of 200 ml acid 

solution per gram of dried lignin (García et al., 2009). The solution was left to stand for 24 hours and then 
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filtered to separate the lignin solids. The lignin was then washed three times with distilled water to decrease 

the ash content below five percent. The purified lignins were then air-dried for 24 hours in a fume hood, then 

placed in airtight plastic bags and labelled as S-A-P until further use. The yield of the acid purification process 

was around 70%. Ten litres of black liquor were acid precipitated and acid purified to give a total of around 2.5 

kg S-A-P lignin that was required for the LPF synthesis and characterisations performed.  

Another soda lignin sample was supplied by the sponsor where the black liquor was spray-dried and received 

in powder form. This lignin sample was not further processed but used as received and labelled as S-S. 

Sodium lignosulphonate was received as a spray-dried powder (L-S) and had a high degree of impurities and 

was therefore purified by a dialysis membrane. Lignosulphonate has a high molecular weight, where the aim 

was to retain the lignosulphonate in the dialysis membrane, while therefore the hemicelluloses, simple sugars, 

and inorganic contaminants present were to be removed through the membrane to the buffer. The molecular 

weight of the lignosulphonate samples could not be analysed (for example by GPC), due to their high impurity 

content that could damage equipment. Therefore, the MWCO of the dialysis membrane was chosen after 

talking to suppliers and referring to previous reports using MWCOs of 2000 and 5000 Da (Marques et al., 2009) 

and an MWCO of 3500 Da (Angelini et al., 2019) for lignosulphonate purifications. Dialysis was performed 

following the instructions from the supplier. The sodium lignosulphonate powder was dissolved in distilled 

water to make a 25 wt% solution. The solution was then poured into the dialysis tubing (3500 Da, 35 mm 

diameter), which was placed in a plastic bucket with a distilled water buffer to dialysis solution volume ratio 

of 20. Three buffer exchanges were performed: after four hours, after another four hours, and then it was left 

for another twelve hours. The solution was then poured into tinfoil trays and dried for 24 hours in a 40 C oven 

and then stored and labelled as L-S-D.  

3.4 One-pot phenolation and LPF resin synthesis 

A one-pot method was used based on that reported by (Zhao et al., 2016). The setup consisted of a five-neck 

round bottom flask which was placed in a heating mantle and equipped with a laboratory-scale overhead 

digital stirrer, dropping funnel, thermometer, flange lid, and a reflux condenser. The phenolation reaction was 

performed by weighing the required amount of phenol and lignin (sum of fifty grams) into the flask. Two-thirds 

of the required amount of the 1 M NaOH solution (as done by Kalami et al., (2017)) was then added to the 

flask and it was mixed until all the phenol and lignin had dissolved. The temperature was slowly increased to 

the phenolation temperature in agreement with the CCD run. Once the temperature was reached, the 

phenolation reaction was left to occur for 1.5 hours, with continuous stirring. When the reaction was 

complete, the mixture was left to cool to a temperature below 40 C.  

With the phenolation step complete, the addition reaction was started. The required amount of formaldehyde 

was added dropwise using a dropping funnel to prevent runaway reactions, whilst stirring continuously. The 

temperature was monitored as the reaction is exothermic. If the temperature increased a lot, the 

formaldehyde addition was to be stopped, and the mixture was placed in a water bath to prevent a runaway 

reaction. Once all the formaldehyde was added, the temperature was slowly increased to 65 C and allowed 

to react for ten minutes for the addition reaction to occur.  
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Figure 6. Experimental setup for one-pot phenolation and LPF synthesis. 

Thereafter, the condensation reaction was then initiated. The last third of 1 M NaOH was added via the 

dropping funnel, while the temperature was slowly increased to 85 C. Once the temperature was reached, 

the reaction was allowed to continue for one hour. The mixture was left to cool to room temperature. The 

obtained resin was stored in the freezer at -8 C to prevent further polymerisation reactions from occurring. 

The resins were then later poured into tinfoil trays and placed in a vacuum oven for drying. The vacuum oven 

was maintained at a temperature of 45 C and continuously purged with nitrogen gas to prevent the 

accumulation of unreacted phenol and formaldehyde gasses in the system. The dried resins were then milled 

using an Ultra Centrifugal Mill ZM 200 (Retsch) into powders with a particle size below 0.5 mm. They were 

stored in airtight plastic bags as these alkaline resoles are hygroscopic, to prevent the capture of sodium 

carbonate or carbon dioxide which could lead to the formation of ash (Lorenz & Christiansen, 1995). This 

procedure was followed for every run in the CCD and replicated four times at centre point conditions.  

3.5 Characterisation of the lignins and LPF resins 

3.5.1 Proximate analysis of the lignins 

Proximate analyses were performed on the lignin samples according to methods described in NREL/TP-510-

42624 and NREL/TP-510-42622 standards, to determine the moisture and ash content, respectively. When 

determining the moisture content, clean watch glasses were pre-dried in a 105 C oven for at least four hours. 

They were then placed in a desiccator to cool, whereafter the weight of each watch glass was recorded. 

Approximately two grams of a sample was loaded onto a watch glass and the weight was recorded. The watch 

glasses were then returned to the oven and left for 24 hours. The watch glasses were then removed from the 

oven and cooled in a desiccator to room temperature, whereafter the weight was recorded again. To ensure 

constant weight, the samples were then returned to the oven for an hour, whereafter they were again cooled 

in a desiccator and weighed. All samples were analysed in triplicate. The moisture content could then be 

calculated according to Equation 1.  
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Equation 1: 

𝑀𝑜𝑖𝑠𝑡𝑢𝑟𝑒 𝑐𝑜𝑛𝑡𝑒𝑛𝑡 = (
𝑤𝑒𝑖𝑔ℎ𝑡 𝑠𝑎𝑚𝑝𝑙𝑒 − 𝑤𝑒𝑖𝑔ℎ𝑡 𝑑𝑟𝑖𝑒𝑑 𝑠𝑎𝑚𝑝𝑙𝑒

𝑤𝑒𝑖𝑔ℎ𝑡 𝑠𝑎𝑚𝑝𝑙𝑒
) 

When determining the ash content, clean crucibles were placed in a 105 C oven and pre-dried for 24 hours. 

They were then cooled in a desiccator and the weight of each crucible was then recorded. Approximately 1.5 

g of each sample was then loaded into a crucible, and the weight of each was recorded. The soda lignin samples 

were placed into a muffle furnace, which was gradually heated over 45 minutes to a temperature of 575 C, 

and held at that temperature for four hours. The soda lignin samples were then removed, cooled in a 

desiccator, and then the weight of each was recorded. The ash content of the lignosulphonate samples was 

determined similarly but using a muffle furnace with a ramping program that could attain a higher 

temperature. Firstly, the furnace was heated to 250 C over 25 minutes and held at that temperature for 30 

minutes. Secondly, the temperature was then increased to 800 C over 40 minutes and held there for 16 hours. 

Afterwards, the furnace was cooled to 200 C, then the crucibles were removed and placed in a desiccator to 

cool down. The weight of each crucible was then recorded, and the ash content was determined according to 

Equation 2. 

Equation 2: 

𝐴𝑠ℎ 𝑐𝑜𝑛𝑡𝑒𝑛𝑡 = 1 − (
𝑤𝑒𝑖𝑔ℎ𝑡 𝑎𝑠ℎ𝑒𝑑 𝑠𝑎𝑚𝑝𝑙𝑒

𝑤𝑒𝑖𝑔ℎ𝑡 𝑠𝑎𝑚𝑝𝑙𝑒
) 

3.5.2 Phenolic hydroxyl content determination of the lignins and LPF resins  

Phenolic hydroxyl groups are the most reactive functional groups in the polymerisation reaction during LPF 

synthesis with formaldehyde, therefore they are an indication of the reactivity of the lignin. A high 

concentration of phenolic hydroxyl groups is thus favourable (Zhang et al., 2013; Laurichesse & Avérous, 2014). 

The phenolic hydroxyl group content of the lignins and the LPF resins were determined following a method 

described by Areskogh ( 2010) to estimate the reactivity of the lignin and phenolated lignin. Soda lignin and 

phenolated soda lignin samples were prepared by dissolving 0.05 g per litre of 0.05 M NaOH solution, while 

lignosulphonate samples were prepared by dissolving 0.05 g per litre distilled water. A blank sample was also 

prepared as a reference for the NaOH and distilled water solutions. For each sample, approximately 30 mm of 

distilled water was added to a beaker, and 3 ml of FC reagent and 1 ml of the sample was added. The mixture 

was left for eight minutes, whereafter ten millilitres of a twenty-mass percentage sodium carbonate solution 

was added. The mixture was poured into a fifty-millilitre volumetric flask and topped up with distilled water 

to the fifty-millilitre mark. The solution was then placed in a beaker again and mixed in an incubator for two 

hours. The absorbance was measured at 760 nm using a UV spectrophotometer (CECIL 2021 AQUARIUS 2000 

series, 190 to 1000 nm).  

A calibration curve (Figure 7) was set up by determining absorbances of standard solutions, to obtain a linear 

correlation. Vanillin was used as the standard solution at a concentration range from 0 to 5 mmol per litre. 

The absorbance of the lignin samples was then converted to concentration using this linear correlation and 

then divided by the lignin content in the sample (0.5 g/L) to obtain the amount of millimole phenolic hydroxyls 
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present per gram of the sample. The same procedure was repeated with the phenolated lignin samples to 

verify if the phenolation was successful and to correlate the phenolic hydroxyl content with the shear strength 

obtained.  

 

Figure 7. Calibration curve for converting concentration of phenolic hydroxyl groups to absorbance. 

3.5.3 Elemental analysis of the lignins 

The Central Analytical Facility at Stellenbosch University conducted the elemental analysis of the lignin 

samples using an Elementar Vario EL Cube Elemental Analyser, Frankfurt Germany. This characterisation 

aimed to determine if dialysis was successful in removing the residual sulphur from the lignosulphonates and 

to see if sulphur was present after acid purification and acid precipitation of the soda lignin. Dry combustion 

was used to determine the C:H:N:S ratios of the S-A-P, L-S and L-S-D samples. The samples were weighed and 

placed on an aluminium foil boat along with 5 mg of tungsten trioxide powder. It was then introduced using 

an autosampler and combusted at 1050 C in an oxygen-enriched column at two bars. Argon carrier gas at 

around one bar was used to transfer the gaseous product through a reduction tube with a copper wire at a 

temperature of 850 C. The thermal conductivity detector was set at 60 C with the argon flow rate at 220 

ml/min. A certified reference material was used to ensure accuracy of the results obtained. The elimination 

water, carbon dioxide, sulphur dioxide, sulphur trioxide, and NOx, was used to determine the amounts of C, H, 

N, and S present. The oxygen content was determined as the remaining portion of the sample, after correcting 

for the ash and moisture contents.  

3.5.4 Thermogravimetric analysis of the lignins and LPF resins  

A TGA Q50 thermogravimetric apparatus was used to determine the thermal decomposition behaviour of the 

different lignin samples and some of the LPF resin samples. Approximately 5 ± 0.5 mg of sample was loaded 

onto an aluminium crucible which was placed in a TGA pan. A heating rate of 10 C/min was used to heat the 

sample from around 20 C up to 595 C under nitrogen atmosphere (Govender, Majeke, et al., 2020). The data 

obtained were then used to construct plots of weight loss against temperature, and degradation curves from 

the first derivative thereof, using TRIOS software. This analysis was done to indicate the degree of cross-linking 
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that occurred in the LPF resins, as a high thermal stability indicates the presence of strong bonds and large 

cross-linked networks formed, which could then lead to high shear strengths. 

3.5.5 Mid-IR spectroscopy analysis of the lignins and LPF resins  

The lignin samples and some of the LPF resin samples were characterised using mid-IR spectroscopy analysis. 

Specific LPF resins were analysed at each substitution level, which included the centre point, as well as two 

good and two bad performing samples identified. The aim was to identify chemical and structural differences 

in the resins and the effect they would have on the shear strength.  The analysis was performed with samples 

in powdered form, which was pressed against the diamond crystal surface, using a Bruker Alpha P ATR-IR 

instrument. The Fourier transform infrared spectrometer operated in Attenuated Total Reflectance mode at a 

resolution of 4 cm-1, with 32 scans per sample within the mid-IR absorption band region of 4000 to 400 cm-1 

(Govender, Majeke, et al., 2020). A background measurement was performed before each experimental 

spectra was recorded. Wiley Knowitall Spectroscopy Edition 2020 software was used to plot and analyse the 

spectra. The spectral data were baseline-corrected and normalised to one for comparison with each other. 

The absorption bands were allocated using previous reports. The spectra were then compared in a principal 

component analysis (PCA) which was performed using Statistica software version 13.5.0.17.  

3.5.6 Free formaldehyde content determination of the LPF resins 

The free formaldehyde content of the LPF resins was determined according to the European Standard DIN EN 

ISO 9397 (Kalami et al., 2018). Industrial implementation of LPF resins would need to have a low free 

formaldehyde content as it could cause toxic emissions. Potentiometric titration was performed to quantify 

the amount of HCl released during the reaction as shown in Equation 3, where hydroxylamine hydrochloride 

(NH2OH HCl) reacts with formaldehyde (CH2O) to form formaldoxime (CH2 = NOH). One hundred millilitres of 

distilled water was added to approximately two grams of resin, and the pH of the solution was adjusted to a 

value of four, using a 0.1 N hydrochloric acid solution. Twenty millilitres of a ten percent hydroxylamine 

hydrochloride solution was then added to the resins, whereafter the solution was titrated using a 0.1 N sodium 

hydroxide solution to a pH value of four again. The percentage of free formaldehyde was calculated using 

Equation 4. 

Equation 3: 

𝐻𝐶𝐻𝑂 + 𝑁𝐻2𝑂𝐻 𝐻𝐶𝑙 → 𝐶𝐻2 = 𝑁𝑂𝐻 + 𝐻2𝑂 + 𝐻𝐶𝑙 

Equation 4: 

% 𝐶𝐻2𝑂 =
𝑉𝑁𝑎𝑂𝐻  × 𝑁𝑁𝑎𝑂𝐻  × 3.003

𝑚𝑟𝑒𝑠𝑖𝑛
 

3.5.7 Plywood preparation and shear strength tests 

Adhesives were prepared by mixing the LPF resin powder with deionised water so that the powders are 

dissolved or in suspension and could be applied and spread onto the plywood. The lignosulphonates are 

soluble in water; therefore, they required less water to dissolve, than the soda lignin required to be in 

suspension. The mass ratio of the lignosulphonate resin to water used was 60:40, while the soda lignin resin 
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to water mass ratio used was 45:55. Rotary cut pine veneers were used to make three-layered plywood boards 

with a thickness around 6 mm after pressing. The boards were made according to the ASTM D906-98 (2017) 

standard. The plywood was conditioned around 22 C and 60% relative humidity for seven days (Alawode et 

al., 2019). The veneers were cut into 100 mm x 60 mm boards, with a thickness varying between 1 to 3 mm. 

The adhesive was then applied with a spread rate of 400 g/m2 on the surfaces of the two outer veneers and 

left for ten minutes to evaporate the excessive moisture. The boards were then assembled with the grain 

direction of the face and back plies in the vertical (strong) direction, and the grain direction of the middle layer 

perpendicular to that of the outer plies. Each board was then hot-pressed individually for ten minutes at 160 

C and 1.6 MPa. The boards were left to cure in a conditioning room for seven days at 22 C and 60% relative 

humidity before shear strength testing.  

Each plywood board was cut after conditioning into an 82.6 mm by 25.4 mm specimen, to remove the outer 

regions where the adhesives were not well spread. The specimen was cut 2/3 through the core of the front 

and middle plane at 25.4 mm from the top, as well as 2/3 through the core of the back and middle plain 25.4 

mm from the bottom of the specimen. Thus, when the specimen is placed in tension by pulling the top and 

bottom, the shear strength of the adhesive was tested. The boards were tested in an MTS Criterion Model 43 

testing machine. The crosshead speed was set to 7 mm/min to obtain a loading rate between 4535 and 7560 

g/s as specified by the ASTM D 906-98 (2017) standard. The shear strength could then be calculated by dividing 

the maximum load obtained, by the surface area. 

3.5.8 Performance valuation of the resin in particleboard manufacture 

Particleboard was produced with the LPF68 resin and Bondtite as a reference. The aim was to confirm the 

good adhesive strength properties seen in plywood applications for particleboard applications also. 

Furthermore, this also allowed the evaluation of the moisture resistance of the resin. Pine particles were milled 

and sieved to a size smaller than one millimetre and conditioned at 22 C and 60% relative humidity for 96 

hours. The equilibrium moisture content of the particles was determined to be 10%. The resin and pine 

particles were mixed manually and poured into a steel mould (300 x 300 mm), with a 27 mm thick steel plate 

placed on top to compress the composite in the mould. The boards were pressed at 165 C and 20 MPa for 10 

minutes (Alawode et al., 2019). The boards were then removed from the mould and conditioned in a 

conditioning room at 22 C and 60% relative humidity for 96 hours before testing. The amount of resin used 

was 10%, whereof the solid content of the resin was 48%.   

The properties of the particleboards were then tested to quantify the modulus of rupture (MOR), modulus of 

elasticity (MOE), thickness swelling (TS), and water absorption (WA). The particleboards were tested according 

to the ASTM D1037-12 standard, using an Instron testing machine equipped with a 5 kN load cell. The boards 

were cut using a vertical bandsaw into 195 x 51 mm boards, as specified by the standard for mechanical testing, 

and tests were performed with four replicates for each resin. A load was applied to the boards at a loading 

rate of 3 mm/min, while the load and deflection were recorded for each sample with an accuracy of ± 0.5% of 

the reading. After mechanical testing, the boards were cut again into dimensions of 85 x 51 mm for 

dimensional stability, using six replicates for each resin. The dimensions and weight of the boards were then 

recorded to determine the WA and TS of the boards. They were then submerged horizontally in distilled water 
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for 24 hours, whereafter the excess water was drained before they were weighed and measured again. The 

moisture content (MC) of the boards were determined by drying the boards in an oven at 103 C after 

submersion. The MOR, MOE, TS and WA were calculated with the equations as specified in the ASTM 

D1037- 12 standard.  
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4 RESULTS AND DISCUSSION 

4.1 Lignin characterisation 

4.1.1 Structural composition analysis 

Of the lignins investigated, S-A-P had the lowest ash content, which foreshadows a high reactivity with 

formaldehyde and is desirable for LPF resin applications. The spray-dried samples indicated a high ash content 

compared to the samples that were acid precipitated, as seen in Table 8. S-S had a very high ash content of 

62.6%. The ash content in L-S was halved after dialysis from 24.8% only to 12.8%. The ash content of 14.9% 

present after acid precipitation (S-A) was significantly reduced to 2.16% after acid purification (S-A-P). The ash 

contents agreed with previous reports where native lignin from grasses generally have ash contents from two 

to five percent, while wood-derived lignin has ash contents below one percent (Chen, 2014). The high ash 

content in S-S was expected, as it was soda black liquor that was spray-dried and still contained pulping 

chemicals, such as Na+. The residual NaOH and Na2CO3 were removed during the acid precipitation and acid 

purification stages. The higher ash in L-S was also expected as it was not purified, and during sulphite pulping 

sulphur dioxide was used which contributed to the high ash content of the L-S sample. 51.6% of the ash was 

removed during dialysis which indicated that inorganics were attached to the lignin structure, such as sulphur-

containing groups. High ash contents were undesirable as they could cause a catalytic effect which could make 

lignin degrade at lower temperatures (Naron et al., 2017), and they could cause undesirable side reactions. 

Agglomeration of ash components could have also occurred which promotes clustering and could prevent LPF 

resins from dispersing into the plywood for effective bonding.  

Table 8. Compositions of lignin samples in terms of moisture, ash, organic, and phenolic OH contents (Standard 

deviations reported in brackets). 

 Moisture 
content (wt%) 

Ash content 
(wt%) 

Organic 
content (wt%) 

Phenolic OH 
(wt% of organic %) 

Phenolic OH 
(mmol/g sample) 

S-A 9.63 (0.75) 14.9 (0.41) 75.5 2.91 1.05 (0.34) 

S-A-P 13.8 (0.51) 2.16 (0.01) 84.0 3.56 1.70 (0.54) 

S-S 2.86 (0.07) 59.7 (1.14) 34.5 ND1 ND1 

L-S 4.01 (0.22) 24.8 (1.10) 71.2 3.65 1.53 (0.45) 

L-S-D 10.4 (0.18) 12.8 (0.37) 76.8 3.28 1.48 (0.28) 

Phenol ND1 ND1 ND1 16.9 9.91 (0.10) 

1 ND – Not determined. 

The phenolic hydroxyl groups are very reactive functional groups with free electrons on the oxygen that 

stabilize the intermediate cation causing a high reactivity toward electrophilic aromatic substitutions on the 

ortho- or para-positions (Hu et al., 2011). to make the lignin reactive with formaldehyde in the synthesis 

reaction to produce LPF resins (Abdelwahab & Nassar, 2011; Doherty et al., 2011). The phenolic hydroxyl 

contents reported in Table 8 were re-expressed as weight percentages of the organic content so that they 

could be compared while correcting for the effect of the moisture and ash contents. The phenolic hydroxyl 

Stellenbosch University https://scholar.sun.ac.za



 

38 

content of the S-A was 2.91% and increased to 3.56% in S-A-P. The phenolic hydroxyl content of L-S was 3.65% 

and reduced after dialysis to 3.28%, which was attributed to the loss of phenolic hydroxyl groups on the H- 

and G-units of the lignin through the dialysis membrane. The phenolic hydroxyl group contents of S-A-P and 

L-S were similar and corresponded to previous reports that used the same quantification method (Matsushita, 

2015; Podschun, Stücker, et al., 2015; Kalami et al., 2018; Taverna et al., 2019). The phenolic hydroxyl content 

of phenol was determined to be 9.91 mmol/g sample, which was high in comparison to the lignin samples and 

corresponded to previous reports (Zhao et al., 2016). Severe pulping conditions cause pulping lignins to have 

a recalcitrant and inert structure that is less reactive than natural lignin, while other processes (such as 

organosolv) lead to a structure closer to natural lignin (Karthäuser et al., 2021).  

The elemental analysis results were consistent with values reported previously for similar lignin samples (Zhou 

et al., 2016; Naron et al., 2017) and was performed to compare the soda lignin to the lignosulphonate, and to 

determine if dialysis removed sulphur present. From the results in Table 9, it was seen that the carbon and 

hydrogen contents in S-A-P were higher than that of the lignosulphonates, which was expected as the 

lignosulphonates had a significantly higher ash content. The amount of carbon and hydrogen in L-S 

proportionally increased in L-S-D, as some of the inorganics were removed. All the samples had trace amounts 

of nitrogen, which was attributed to the biomass sources. The S-A-P sample was sulphur-free, which indicated 

that no significant amount of the sulphur from the sulphuric acid precipitation or purification remained. The 

lignosulphonate samples contained sulphur which remained from the sulphite pulping process. The sulphur 

content of L-S decreased from 7.5% to 5.6% in L-S-D after dialysis, but not all was removed as during sulphite 

pulping the sulphur attached as sulphonate groups onto the lignin structure. This incorporation of anionic 

groups (such as sulphonate, carboxylate and phenolic hydroxyl groups) rendered the lignosulphonates 

hydrophilic (Amiandamhen, Meincken & Tyhoda, 2018), which presented challenges in the drying stages for 

LPF resin production.  

Table 9. Elemental analysis results of the lignin samples. 

  C (%) H (%) N (%) S (%) O (%) 

S-A-P 53.4 7.1 0.28 BDL1 23.2 

L-S 35.4 4.7 0.19 7.5 23.5 

L-S-D 41.7 6.0 0.26 5.6 23.2 

1 BDL – below detection limit 

4.1.2 Mid-IR spectra of the lignin and lignosulphonate samples 

The mid-IR spectral analysis was used to determine and compare the chemical structures of the lignin samples. 

The spectral region of the lignin structure (4000 to 600 cm-1) is shown in Figure 8, while only the “fingerprint” 

region (1500 to 600 cm-1) is shown in Figure 9. The samples were analysed in duplicate. The spectra and the 

main peaks observed of the lignin samples corresponded to previous reports. The peak assignments as 

previously reported are summarised in Table 10 (Alonso et al., 2001; Hu et al., 2012; Moubarik et al., 2013; 

Zhao et al., 2016; Hussin et al., 2017; El Mansouri, Qiaolong & Huang, 2018).  
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Figure 8. Mid-IR spectra of the different lignin samples in the single (4000 to 2500 cm-1), triple (2500 to 

2000 cm- 1), and double bond (2000 to 1500 cm-1) regions. 

 

Figure 9: Mid-IR spectra of the different lignin samples in the fingerprint region (1500 to 600 cm-1). 

All the samples showed similar wide peaks at 3400 to 3200 cm-1, except S-S which peaked at 3197 cm-1, which 

represented the total hydroxyl stretching vibrations in aromatic and aliphatic structures. The high peak for 

total hydroxyls here, corresponded with the higher phenolic hydroxyl contents of L-S and S-A-P observed in 

Table 8. All the lignins had peaks at 2925 and 2848 cm-1 which were attributed to either lignin or 

polysaccharides, representing the C-H vibrations in the methyl (CH3) and methylene (CH2) groups, respectively. 

All showed shoulder bands for unconjugated ketones at 1695 cm-1, except the S-S sample which showed no 

shoulder here. The absence of this peak in S-S was attributed to the potential cleavage of β-glycosidic ethyl 

linkages between hemicellulose and lignin during the acid precipitation. This was confirmed by the absence of 

a peak at 693 cm-1 in S-A-P attributed to β-glycosidic ethyl linkages between lignin and hemicellulose (Mou, Li 

& Fardim, 2014).  
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Table 10: Peak assignments for the mid-IR spectra as from previous reports. 

Peak (cm-1) Assignment 

3400 to 3200 Aromatic and aliphatic O-H stretching in hydrogen bonds (lignin/polysaccharides) 

2925 C-H vibrations in the methylene (-CH2-) groups (lignin/polysaccharides) 

2848 C-H vibrations in the methyl (-CH3) groups (lignin/polysaccharides) 

1695 Unconjugated ketones (lignin) 

1650 Conjugated ketones (lignin) 

1600 Aromatic skeletal vibrations (S > G units)  

1512 Aromatic skeletal vibrations (G > S units)  

1458 C-H deformations in methylene and methyl groups (lignin/polysaccharides) 

1420 Aromatic skeletal vibrations and/or asymmetric deformation of C-H bonds in methoxyl 

groups (lignin) 

1375 Phenolic hydroxyl (lignin) and/or C-H deformation (hemicellulose) 

1324 Aromatic breathing of S-units and condensed G-units (lignin) 

1264 C=O stretching of G-units 

1233 Stretching of C-C and C-O bonds (G condensed > G units)  

1215 Sulphonic acid/sulphonate groups (lignosulphonates) and/or stretching of phenolic C-OH 

bonds and phenolic C-O aromatic bonds (G and S units) 

1160 C-O stretch in ether groups (H-units)  

1112 Aromatic C-H in-plane deformations (S-units) 

1042 Sulphonate groups   

1030 Deformation vibration of C-O bonds in primary alcohols and/or aromatic C-H in-plane 

deformations (lignin) and/or C-O-C stretching (polysaccharides) 

1210 to 1029 Residual sugars  

1400 to 1000 C-O ether bonds 

914 to 813 C-H bending of G and S-units(lignin) 

895 β-glycosidic bonds (polysaccharides) 

831 C-H out-of-plane bending in positions 2 and 6 of S-units and all positions of H-units (lignin) 

667  β-glycosidic bonds between hemicellulose and lignin 

The band at 1375 cm-1 represented the phenolic hydroxyl bonds in lignin, and/or the C-H deformation in 

hemicellulose. This peak was absent in S-S, which was attributed to its low purity, and its high pH value of the 

black liquor, where phenolates were not converted to phenolic hydroxyl groups as during acid precipitation. 

The peak at 1215 cm-1 was characteristic of sulphonic acid or sulphonate groups in the lignosulphonates, 

and/or attributed to stretching of phenolic C-OH bonds and phenolic C-O aromatic bonds in G- or S-units. There 

was no peak for S-S. The lignosulphonate samples had a broader peak here, indicating sulphonic 

acid/sulphonate groups. It could also be possible that metal impurities (such as sodium) in the 

lignosulphonates could have acted as counterions leading to peak shifts of the C-O stretching band.  
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Aromatic skeletal vibrations of S- and G-units occurred from 1600 to 1500 cm-1. At 1600 to 1570 cm-1 the S-

units was more abundant than the G-units, while at 1520 to 1495 cm-1 the G-units were more abundant than 

the S-units. L-S-D indicated more S-units than L-S, which could be attributed to the removal of G- and H-units 

during dialysis. The S-S sample also indicated more S-units, which was attributed to the acid precipitation 

process that could have cleaved the β-O-4 ether bonds between the G- and/or S-units in S-A and S-A-P. 

Aromatic skeletal vibrations and/or asymmetric deformations of C-H bonds in methoxyl groups in lignin 

occurred at 1420 cm-1. These peaks were higher for the S-S and L-S-D lignins, which confirmed that they had 

more G- or S-units than the other lignins. At 1160 cm-1 only the S-A-P, L-S and L-S-D samples had peaks, which 

was attributed to C-O stretching in ether groups in the H-units present (Moubarik et al., 2013). Bagasse lignin 

is known to contain appreciable amounts of all three units, while hardwoods have the most S-units, a lot of G-

units, and only a small amount of H-units (Gellerstedt et al., 2009). The L-S sample showed the presence of H-

units, which was unexpected for hardwoods. However, it could be a result of the sulphite pulping conditions 

which could have reduced the methoxyl groups at the ortho-positions on the aromatic ring. The decrease in 

the H-units in L-S-D confirmed that some of the lower molecular weight units of the lignin were removed 

through the membrane during dialysis. The peak at 1460 cm-1 corresponded to the C-H asymmetric vibrations 

and deformations in methyl and/or methylene groups of lignin or polysaccharides still present from the native 

lignin structure (Nadji et al., 2009). A decrease in these peaks was observed for L-S-D and could indicate that 

lignin or polysaccharides were removed during dialysis. The band at 895 cm-1 resulted from β-glycosidic bonds 

between monosaccharides, where the absence of a peak in the L-S-D sample indicated that some of the sugars 

were removed during dialysis.  

4.1.2.1 PCA of the lignin and lignosulphonate samples 

The principal components (PC) that described most of the variability in the data were: PC1, PC2, PC3, and 

PC4 which described 61.3%, 16.1%, 9.2% and 4.4%, respectively, as shown in Figure 10. The PCA plots of the 

mid-IR spectral data for the respective lignins are shown in Figure 11.  
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Figure 10. Scree plot of the eigenvalues of the principal components and their percentage contributions to 

describing the variability in the mid-IR data. 
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The S-S lignin had a different structure to the rest of the lignin in the fingerprint region. The separation of the 

S-S sample could be attributed to the higher content of methoxyl groups and more S-units present as at 1420 

cm-1, as opposed to S-A and S-A-P. L-S-D differed from L-S due to the reduction in lower molecular weight H- 

and G-units as well as some ash and sulphur that have been removed during dialysis (as shown in Table 8 and 

Table 9). The S-A-P and L-S showed shoulders for conjugated ketones at 1650 cm-1, and they had fewer S-units 

compared to the other samples, which attributed to them forming a separate cluster in PC4. The separation 

of the P-S-A-P sample from the other samples could be attributed to its lower peak at 1211 cm-1 characteristic 

of stretching of phenolic C-OH bonds and phenolic C-O aromatic bonds. The P-S-A-P sample also had no peak 

at 1160 cm-1 attributed to ester bonds, which indicated that these bonds were cleaved during the phenolation 

reaction. Therefore, phenolation did lead to positive changes in the structure of the S-A-P sample as expected, 

leading to a higher reactivity for LPF synthesis (as discussed in section 4.2.3). The PCA groupings were thus 

governed more by the structure of the lignins, while no significant groupings were observed based on biomass 

origin, pulping method, isolation/purification method. 

 

Figure 11. PCA plots obtained from the mid-IR spectra of the lignin and lignosulphonate samples. 

4.1.3 TGA results of the lignin and lignosulphonate samples 

S-A-P was the most thermally stable followed by S-A, L-S, then S-S, with their maximum thermal degradation 

temperatures at 425 C, 375 C, 283 C, and 240 C, respectively. The curves for mass loss (TGA) and rate of 

mass loss (DTG) with temperature are shown in Figure 12. The differences observed in the thermal stability of 

the different lignins were attributed to the differences in their structures, which is known to correlate with the 

rigidity, molar mass distribution and degree of cross-linking of the polymeric chains (Khan & Ashraf, 2007). The 

high thermal stability of S-A-P could be attributed to the higher content of G-units, which can contain 

condensed C-C bonds between the moieties at 5-5, that are more thermally stable. (Naron et al., 2017) 

Furthermore, the high ash content in some of the samples (L-S and S-S) could have caused a catalytic effect 

which could have led to degradation at lower temperatures (Naron et al., 2017). Lignin decomposition has 

been reported to occur from 200 to 500 C (Nsaful et al., 2015) and degradation start at temperatures between 

150 and 275 C (Collard & Blin, 2014), so these corresponded to previous reports and was as expected. LPF 
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resins are cured around 165 C, therefore the high thermal stability of these lignins would be favourable, as 

they would not degrade during the curing reaction.  

 

Figure 12. TGA and DTG graphs of the soda lignin and lignosulphonate samples. 

The moisture in all of the samples was removed at 100 C and all the samples retained more than 90% of their 

weight. From 150 to 275 C dehydration of hydroxyl groups occurred. The lignins are thermally stable up to 

200 C, after which they start to degrade. Weight loss in the region from 200 to 250 C was from cleavage of 

the weak α- and β-aryl-alkyl-ether bonds between lignin units (Laurichesse & Avérous, 2014). The H-units in 

grasses are mostly connected by β-O-4 bonds (Chen, 2014), which are easily degradable and could have been 

cleaved, thereby also removing carbohydrates during acid purification of S-A-P (Hidayati et al., 2020; Zhang et 

al., 2020),  while S-A and S-S have a prominent peak in this region. Cleavage of aliphatic side chains from the 

aromatic ring occurred above 300 C, followed by cleavage of more stable inter-unit C-C bonds (5-5’ phenyl 

bonds and 4-O-5’ ether bonds) from 370 to 450 C. Methoxyl groups are cleaved above 380 C, whereafter 

methylene bonds are cleaved. The peak in S-A-P above 400 C could indicate that 5-5 bonds are still present 

between the lignin units, which especially form between the G-units (Naron et al., 2017). At temperatures 

above 450 C most bonds have been cleaved (Laurichesse & Avérous, 2014). At high temperatures gaseous 

compounds (such as carbon, hydrogen, sulphur, nitrogen, oxygen, etc.) are formed and the residual ash 

consists mostly of mineral elements in oxide form (Chen, 2014). The higher weight residue of the S-S and L-S 

was attributed to the higher ash contents, which agreed with the ash content results. Maximum ash formation 

for soda lignin occurred from 550 to 580 C, while for lignosulphonates the high ash formation required a 

temperature above 800 C. The high weight residue of the S-S lignin could also be attributed to the high 

content of ash present in the sample. The results were as expected and agreed with other reports (Marques 
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et al., 2009; Naron et al., 2017). Both the low ash content and the indication of stable branched structures 

already formed in the S-A-P sample foreshadow good use of it for LPF applications. 

4.1.4 Screening of shear strength results of LPF resins made from soda lignin and lignosulphonate 

The lignin characterisations indicated that S-A-P was the most promising phenol replacement: From the 

structural compositional analysis, it had the lowest ash and sulphur content, and a high phenolic hydroxyl 

content. The mid-IR spectra confirmed a high hydroxyl content in S-A-P and showed the presence of H-, G-, 

and S-units. From the TGA results, S-A-P was also the most thermally stable which was attributed to its low 

ash content, and the higher content of G-units, which have condensed C-C bonds between the units that have 

a very high thermal stability (Naron et al., 2017). 

Screening experiments were done where S-A-P, L-S, and L-S-D lignins were used to synthesise LPF100_(0,0) 

resins using the CCD centre point experimental conditions. The results are shown in Figure 13. The pH value 

of the LPF resins should be in the range of pH 8 to 13 to avoid lignin precipitation and maintain a high water 

resistance (Tonge, 2007). The pH values obtained for S-A-P, L-S, and L-S-D were in this range at pH values of 

10.6, 9.32 and 8.9, respectively.  

 

Figure 13. Comparison between the shear strengths of the lignosulphonate and soda lignin LPF100 resins 

made at centre point conditions. 

These screening experiments verified the prediction from the lignin characterisations that S-A-P is a more 

promising phenol replacement for LPF resin applications. The shear strengths were determined to be 0.430 ± 

0.026 MPa with S-A-P, 0.280 ± 0.075 MPa with L-S, and 0.145 ± 0.086 MPa with L-S-D. The lignosulphonate 

samples did not come near the standard requirement of 0.70 MPa, which was expected due to its high ash 

content and lower reactivity, and corresponded with previous reports (Alonso et al., 2004, 2005; Ghorbani, 

Konnerth, et al., 2018). The lower performance of L-S-D compared to L-S was attributed to its lower phenolic 

hydroxyl content and dialysis removing the low molecular weight units, thereby lowering the reactivity of L-S-

D. Thus, further optimisations and characterisations were done using the S-A-P lignin. 
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Lignosulphonates proved in previous reports to be viable as replacements of phenol either at low substitution 

levels (Alonso et al., 2001; Ghorbani, Konnerth, et al., 2018) or by adding additives during the adhesive 

formulation. Kalami et al. (2018) used different lignins and produced LPF100 resins which were able to produce 

shear strengths above 0.70 MPa as required by the standard. One of the resins was made using a 

lignosulphonate from softwood and produced plywood with a shear strength of 1.8 MPa, but the free 

formaldehyde content did not meet industrial standard requirements. Furthermore, the resin was dissolved 

in NaOH, and wheat flour and alder bark (modal) was added to formulate the adhesive, which contributed to 

the good performance. Govender et al. (2020) proved that cross-linkers and hardeners are successful in 

enhancing resin properties and could also be applied to enable LPF100 resins to adhere to standard 

regulations.  

4.2 CCD shear strength results 

Different ranges of the phenolation temperature, NaOH/PL molar ratio and F/PL molar ratio were investigated 

to maximise the shear strength attainable at 60%, 80% and 100% substitution. The substitution level indicates 

the total weight percentage lignin incorporated in the phenolation and synthesis, with the residual being the 

total phenol incorporated (with no more lignin or phenol added later). This lignin and phenol were first reacted 

in alkaline conditions, whereafter formaldehyde was added to this lignin-phenol solution to start the addition 

part of the synthesis reaction. The different LPF resins were labelled where the number directly after ‘LPF’ 

indicated the substitution percentage, followed by brackets which indicated the level of each parameter used 

in the order: NaOH/PL molar ratio, F/PL molar ratio, and then the phenolation temperature. In the case of 

LPF100 resins which only had the first two parameters optimised in its CCD, the third was omitted.  

LPF [substitution %]_([NaOH/PL], [F/PL], [Temperature]) 

4.2.1 Statistical analysis of the CCD data 

A regression model was built, and an ANOVA was performed for each CCD to determine if the parameters that 

were varied during the phenolation and LPF synthesis reaction had a significant effect on the mechanical 

performance of the LPF resins, and to determine at what levels of the parameters the shear strength would 

be at a maximum. The ANOVA also included the combined linear effects of parameters on the shear strength 

(for example the combined linear effects of parameters 1 and 2 would be indicated as 1L by 2L). Statistical 

significance was verified using the F-test (significant if F > Fcritical) and the p-value test (significant if p < α). An 

α value of 0.10 was assumed to be significant as this improved the model. Chen, et al., (2019) also used an 

alpha of 0.1 to improve the regression model they used. Furthermore, the process had many other factors 

that were not optimised (such as reaction times and curing parameters) that could influence the results in the 

statistical analysis.  

4.2.1.1 LPF100 resins 

The regression from the ANOVA as reported in Table 11, had a low coefficient of multiple determination (R2) 

of 31%, which was attributed to the small number of data points included in the experimental design of the 

LPF100 resins with 12 runs, as compared to the LPF60 and LPF80 resins which had 18 runs, as the phenolation 

temperature was also varied. There were also no significant parameters with p < 0.1 and a significant lack of 
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fit was also found (F < Fcritical). This should mean that the null hypothesis cannot be rejected, therefore none of 

the parameters would influence the shear strength. The regression model was still used to predict operating 

conditions that would maximise the shear strength, as the results were verified experimentally.  

Table 11. ANOVA results of the CCD shear strengths optimisation of the LPF100 resins. 

  SS df MS F p 

(1) NaOH/PL molar ratio(L) 0.0397 1 0.040 0.79 0.41 

NaOH/PL molar ratio (Q) 0.0591 1 0.059 1.18 0.32 

(2) F/PL molar ratio(L) 0.0204 1 0.020 0.41 0.55 

F/PL molar ratio (Q) 0.0231 1 0.023 0.46 0.52 

1L by 2L 0.0112 1 0.011 0.22 0.65 

Error 0.3007 6 0.050     

Lack of Fit 0.2981 3 0.099 112.37 0.00 

Pure Error 0.0027 3 0.001   

Total SS 0.4369 11       

Figure 14 shows the desirability profile obtained for the LPF100 resins to maximise the shear strength. The 

highest shear strength according to the model was 0.663 MPa; however, 0.786 MPa was reached with 

experiments. From the desirability profiling, increasing the NaOH/PL ratio increased the shear strength sharply 

with its optimum at 0.477, whereafter the shear strength decreased slightly again. The shear strength was at 

its highest with the F/PL ratio at 3; however, it did not seem to have a sharp effect on the shear strength. 

These agreed with some previous reports that also indicated high NaOH and F requirements for LPF synthesis 

(Khan et al., 2004; Abdelwahab & Nassar, 2011; Ghorbani et al., 2016), and the high requirements for this 

study were attributed to the higher incorporation of lignin with lower reactivity, compared to other reports 

which had lower requirements at low substitution levels. 

 

Figure 14. Profiles for predicted values and desirability of the CCD shear strength results of the LPF100 resins. 

The green line represents the predicted curve, the red lines represent optimums and the blue lines the upper 

and lower bounds.  
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4.2.1.2 LPF80 resins 

The ANOVA performed on the CCD at 80% substitution reported an R2 that described 80.6% of the variability 

in the shear strength, as shown in Table 12. The p-value of 0.04 was < 0.1, and F = 6.84 > Fcritical = 5, which 

indicated statistical significance. The null hypothesis could therefore be rejected, as some of the parameters 

did have a statistically significant effect on the shear strength. Four of the parameters were found to be 

significant, which included the quadratic term of the NaOH/PL ratio, and three linear terms namely the 

phenolation temperature, F/PL ratio, and the combined effect of the NaOH/PL ratio and temperature.   

Table 12. ANOVA results of the CCD shear strengths optimisation of the LPF80 resins. 

  SS df MS F p 

(1) NaOH/PL molar ratio(L) 0.019 1 0.019 0.81 0.39 

NaOH/PL molar ratio (Q) 0.106 1 0.106 4.40 0.07 

(2) Temperature (°C) (L) 0.438 1 0.438 18.21 <0.01 

Temperature (°C) (Q) 0.004 1 0.004 0.16 0.70 

(3) F/PL molar ratio (L) 0.116 1 0.116 4.84 0.06 

F/PL molar ratio (Q) 0.002 1 0.002 0.06 0.81 

1L by 2L 0.101 1 0.101 4.22 0.07 

1L by 3L 0.011 1 0.011 0.48 0.51 

2L by 3L 0.040 1 0.040 1.67 0.23 

Error 0.216 9 0.024   

Lack of Fit 0.194 5 0.039 6.84 0.04 

Pure Error 0.023 4 0.006   

Total SS 1.115 18       

The desirability profiling was shown in Figure 15. The highest shear strength according to the regression model 

was 1.04 MPa, which correlated well with the highest shear strength of 1.09 MPa obtained during 

experimental runs at 80% substitution. The shear strength decreased gradually with an increase in NaOH/PL 

molar ratio up to 0.554 until a sharp increase was observed with the best NaOH/PL molar ratio at 0.632. The 

F/PL did not seem to have a big impact on the shear strength when looking at its plot which was close to a 

horizontal line. The NaOH/PL required was higher than expected, while the F/PL ratio was as expected from 

previous reports, as compared in Addendum A. The shear strength was greatly affected by the phenolation 

reaction temperature with the highest shear strength reached at a temperature of 80 C. This phenolation 

temperature was low compared to previous reports (Yang et al., 2014; Gan & Pan, 2019). These optimum 

conditions corresponded to that found in the LPF80 experimental runs as reported in Addendum C. 
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Figure 15. Profiles for predicted values and desirability of the CCD shear strength results of the LPF80 resins. 

The green line represents the predicted curve, the red lines represent optimums and the blue lines the upper 

and lower bounds. 

4.2.1.3 LPF60 resins 

The regression equation with an R2 of 70.7% described the variability in the shear strength of the LPF60 resins, 

as reported in  

Table 13. Two of the terms had a significant effect on the shear strength: the linear terms of the phenolation 

reaction temperature and the F/PL molar ratio. The p-value was < 0.1, and F = 25 > Fcritical = 5, which indicated 

that the model was statistically significant and that the null hypothesis could be rejected, as some of the 

parameters had a statistically significant effect on the shear strength. 

Table 13. ANOVA results of the CCD shear strength optimisation of the LPF60 resins. 

  SS df MS F p 

(1) NaOH/PL molar ratio(L) 0.032 1 0.032 1.00 0.35 

NaOH/PL molar ratio (Q) 0.033 1 0.033 1.02 0.34 

(2) Temperature (°C) (L) 0.116 1 0.116 3.58 0.10 

Temperature (°C) (Q) 0.004 1 0.004 0.13 0.72 

(3) F/PL molar ratio (L) 0.361 1 0.361 11.20 0.01 

F/PL molar ratio (Q) 0.005 1 0.005 0.17 0.69 

1L by 2L 0.029 1 0.029 0.90 0.37 

1L by 3L 0.001 1 0.001 0.04 0.84 

2L by 3L 0.018 1 0.018 0.56 0.47 

Error 0.258 8 0.032   

Lack of Fit 0.252 5 0.050 24.99 0.01 

Pure Error 0.006 3 0.002   

Total SS 0.880 17       
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The highest shear strength from the regression was 1.02 MPa, which correlated with the maximum of 0.987 

MPa obtained from the experimental runs at 60% substitution. The desirability profile in Figure 16 indicated 

that at a low NaOH/PL molar ratio of 0.124 the shear strength was the highest, and it decrease as the NaOH 

concentration increased until it remained relatively constant at a NaOH/PL molar ratio of above 0.36. The 

phenolation reaction temperature and the F/PL molar ratios seemed to have an almost linear effect on the 

shear strength, where the optimum temperature was at the higher bound at 110 C, while the optimum F/PL 

molar ratio was at the lower bound at 1. The phenolation temperature correlated with previous reports (Hu 

et al., 2012; Ghorbani, Konnerth, et al., 2018), while the NaOH/PL and F/PL ratios were lower than expected, 

as compared to previous reports (Sarkar & Adhikari, 2000; Ghorbani et al., 2016) in Addendum A. These 

optimum conditions corresponded to the second-highest shear strength at 60% substitution found in the 

experimental runs, as reported in Addendum B. 

 

Figure 16. Profiles for predicted values and desirability of the CCD shear strength results of the LPF60 resins. 

The green line represents the predicted curve, the red lines represent optimums and the blue lines the upper 

and lower bounds. 

4.2.2 The effect of phenolation modification on the lignin characteristics 

The phenolic hydroxyl content of S-A-P increased from 1.70 mmol/g sample by 105% (up to 3.48 mmol/g) and 
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phenolic hydroxyl contents obtained after phenolation of S-A-P at different reaction conditions. The higher 

phenolic hydroxyl content obtained at 60% was expected, as more phenol was added at 60% substitution, 
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compared to phenol.  
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temperature required at 80% substitution could be from the higher incorporation of lignin with more branched 

NaOH/PL molar ratio

-0,20

1,02

1,60

Temperature (°C) F/PL molar ratio Desirability

0.

.5

1.

0,107

0,547

0,987

S
h
e
a
r 

(M
P

a
)

0,124 0,632

1,00

80 110 1 3

D
e
s
ir
a
b
ili

ty

Stellenbosch University https://scholar.sun.ac.za



 

50 

units compared to phenol, which could have promoted bulk contact (Siddiqui et al., 2017), leading to faster 

initiation of the phenolation reaction. Furthermore, condensation of the phenolic hydroxyls could have 

occurred at too high temperatures and too long reaction times, which could then lead to a decrease in phenolic 

hydroxyl content (El Mansouri, Farriol & Salvadó, 2006; Zhao et al., 2016).  

Table 14. Phenolic hydroxyl content of the phenolated lignin samples at 80% and 60% substitution, at 
different NaOH/PL molar ratios and phenolation temperatures. 
 

 
NaOH/PL 

molar ratio 

Temperature 

(C) 

Phenolic hydroxyl content  

(mmol/g sample) 

 80% 60% 

 0.124 80 2.01 3.08 

 0.124 110 3.31 2.91 

 0.632 80 2.52 3.63 

 0.632 110 2.85 3.16 

 0.124 95 2.58 3.55 

 0.632 95 3.05 3.02 

 0.378 80 3.48 3.62 

 0.378 110 3.16 3.81 

Centre points: 0.378 95 2.89 ± 0.182 3.62 ± 0.636 

Figure 17 confirmed structural changes as was expected after phenolation of S-A-P (at 68% substitution under 

optimal conditions as discussed in section 4.2.5). A low wavelength shift occurred from 3366 to 3335 cm-1 after 

phenolation indicating more hydrogen bonds present, which were attributed to more phenolic hydroxyl 

groups present from the phenol incorporated (Taleb et al., 2020). S-A-P had smaller bands at 2940 (C-H 

stretching) and 2880 cm-1 (aliphatic methyl and methylene groups) which agreed with previous reports 

(Ghorbani, Konnerth, et al., 2018). A new peak was observed at 2750 cm-1 from aromatic C-H stretching from 

new aromatic rings in the phenolated lignin structure (Taleb et al., 2020). The shoulder band around 1265 cm-1 

and the peak at 1160 cm-1 disappeared which indicated that ether bonds were cleaved after the phenolation 

reaction (Zhao et al., 2016; Hussin et al., 2017; Ghorbani, Konnerth, et al., 2018). The peak at 1215 cm-1 became 

more intensive indicating more C-O stretching of phenolic hydroxyl groups (Ghorbani, Konnerth, et al., 2018). 

P-S-A-P had a new peak at 754 cm-1, attributed to the linkages formed between the ortho- or para-positions 

of phenol, and the α-hydroxyl groups on the lignin side chain when phenol attached to the lignin aliphatic 

chain (Alonso et al., 2005).   
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Figure 17. The mid-IR spectra of the purified soda lignin before and after phenolation. 

4.2.3 The effect of the phenolation reaction temperature on the shear strength 

The highest shear strength at 80% and 60% substitution was obtained at phenolation temperatures of 80 C 

and 110 C, respectively, as shown in Figure 18. The phenolation temperatures that gave the highest phenolic 

hydroxyl content (as discussed in 4.2.2) also gave the highest shear strength. This indicated that a high phenolic 

hydroxyl content was favourable in the LPF synthesis reaction, which then produced a high shear strength. 

When looking at the combined effect from 60% to 80% substitution, the highest shear strength was at 80 C. 
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Figure 18. Contour plots of the effect of the NaOH/PL ratio and phenolation reaction temperature on the shear 

strength (MPa).  

4.2.4 The effect of the NaOH/PL and F/PL molar ratios on the shear strength 

Phenolation of S-A-P at 60% and 80% substitution allowed high shear strengths to be reached at low sodium 

hydroxide concentrations and low formaldehyde additions required, which was attributed to phenolation 

enhancing the reactivity and hence lowering the activation energy required. Contour plots of the effects of 

NaOH/PL and F/PL molar ratios on the shear strength are shown in Figure 19. The investigated molar ratio of 

NaOH/PL ranged from 0.124 to 0.632 and the F/PL molar ratio ranged from one to three. 

For the LPF60 and LPF80 resins and the combined response, the highest shear strength was obtained at the 

lower bound NaOH/PL ratio of 0.124. The lower NaOH addition desired at 60% and 80% could be explained by 

the higher reactivity of the phenolated lignin, which then required a lower activation energy and hence lower 

catalyst addition. Furthermore, an excess 1 M NaOH could cause a reduction in the adhesive strength 

(Abdelwahab & Nassar, 2011; Zhao et al., 2016), and too high NaOH concentrations could lead to side reactions 

occurring. These could include the Cannizzaro reaction where the formaldehyde condenses with itself; 

therefore, less formaldehyde would be available to react to form large cross-linked structures (Sarkar & 

Adhikari, 2000), or the Tollens reaction where the formaldehyde attaches to the lignin side chain carbonyl 

groups instead of the aromatic ring (Matsushita, 2015).  

For the LPF100 resin which had a lower reactivity, more NaOH catalyst was required to overcome the higher 

activation energy, and an optimum was obtained at a NaOH/PL molar ratio of 0.477. An increase in catalyst 

concentration led to an acceleration of the condensation reaction involving methylol groups (Khan et al., 

2004), yielding higher adhesive strengths.  
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Figure 19. Contour plots of the effects of F/PL and NaOH/PL molar ratios on the shear strength (MPa) at 

different substitution levels. 

The highest shear strength was obtained at a F/PL ratio of one for the LPF60, LPF80, and the combined 

response, while a ratio of three was required for LPF100. Again the higher reactivity and reduced steric 

hindrance of the phenolated lignins would require a lower activation energy, and hence require less 

formaldehyde to promote the forward reaction (Siddiqui et al., 2017) as compared to LPF100. Previous reports 

support that formaldehyde addition should not be largely in excess to promote the forward reaction as excess 
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formaldehyde could cause excessive hydrogen bond formation between molecules hindering cross-linking 

(Khan et al., 2004). It could also cause toxic emissions, and an excess of formalin solution (35% formaldehyde) 

could also reduce cross-linking and hence shear strength.  

When comparing these molar ratio requirements to previous reports (Moubarik et al., 2013; Zhang et al., 2013; 

Ghorbani et al., 2016; Govender, Majeke, et al., 2020), which are summarised in Addendum A, phenolation 

allowed high shear strengths to be reached at lower formaldehyde and sodium hydroxide additions required, 

which was attributed to phenolation enhancing the reactivity and hence lowering the activation energy 

required. The optimum NaOH/PL molar ratio of 0.477 for LPF100 to maximise the shear strength agreed with 

previous reports. The F/PL ratio desired was higher compared to previous reports and was attributed to the 

high percentage incorporation of the less reactive soda lignin, requiring a higher formaldehyde content to 

overcome the higher activation energy and promote the forward synthesis reaction. Previous reports used 

lower substitution levels (Ghorbani et al., 2016; El Mansouri et al., 2018), or used additives during adhesive 

formulation (Kalami et al., 2018; Govender, Majeke, et al., 2020). Commercial PF is synthesised at a NaOH/P 

molar ratio of 0.66 and a F/P molar ratio of 5.6 (Tachon, Benjelloun-Mlayah & Delmas, 2016), so these LPF 

resins could be synthesised with a lower NaOH concentration and formaldehyde addition required. The effect 

of substitution level on the shear strength 

The shear strengths of the S-A-P LPF100, LPF80 and LPF60 resins obtained from the CCD experiments 

conducted under different experimental conditions are shown in Figure 20. The whiskers represented the 

maximum and minimum values, with no outliers outside of these regions. The bottom line, middle line, and 

top line of the box represented the first quartile, median and third quartile, respectively.  The ‘X’ represented 

the mean of the dataset. 

 

Figure 20. Shear strengths of the S-A-P LPF100, LPF80, and LPF60 resins made at different reaction conditions, 

as determined by the experimental CCDs. 
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A shear strength above 0.70 MPa as specified by the GB/T 1473-2013 standard were attainable at all 

substitution levels, even at LPF100 if favourable reaction conditions specific to that substitution level was used. 

The maximum shear strengths at 60%, 80% and 100% were determined to be 0.987, 1.09, and 0.786 MPa. The 

LPF80 data was negatively skewed, with the median closer to the top of the box (0.822 MPa), while the LPF60 

and LPF100 data were more symmetrical (0.522 and 0.469 MPa, respectively). The interquartile range was 

high for all: 0.881, 0.818 and 0.702 MPa, for LPF60, LPF80 and LPF100, respectively. The average of the LPF80 

data (0.715 MPa) was also higher than that of the LPF60 and LPF100 resins (0.542 and 0.461 MPa, respectively). 

The LPF80 resin obtained the highest shear strength with its mean and median above the standard. 

A trade-off was observed between the reactivity and the degree of branching of the lignin or phenolated lignin. 

The units of lignin (H-, G-, and S-units) are more branched than phenol, hence they have less reactive sites and 

a higher steric hindrance. Phenolated lignin at 60% substitution had the highest phenolic hydroxyl content 

(shown in  

The highest phenolic hydroxyl contents were observed at a NaOH/PL molar ratio of 0.378 for both substitution 

levels and phenolation temperatures of 110 and 80 C at 60% and 80% substitution, respectively. The lower 

temperature required at 80% substitution could be from the higher incorporation of lignin with more branched 

units compared to phenol, which could have promoted bulk contact (Siddiqui et al., 2017), leading to faster 

initiation of the phenolation reaction. Furthermore, condensation of the phenolic hydroxyls could have 

occurred at too high temperatures and too long reaction times, which could then lead to a decrease in phenolic 

hydroxyl content (El Mansouri, Farriol & Salvadó, 2006; Zhao et al., 2016).  

Table 14), followed by phenolated lignin at 80%, then by the unmodified lignin at 100% substitution. As 

expected, the more phenol incorporated, the more reactive sites available. Furthermore, the mid-IR spectra 

in Figure 17 showed that ether bonds were cleaved during phenolation, which contributed to less steric 

hindrance at 60% and 80% substitution. The worse performance of LPF60 compared to LPF80 could be 

attributed to its lower degree of branching as well as a too high phenolic hydroxyl content. It has been reported 

that too high phenolic hydroxyl contents could promote non-covalent interactions which could have formed 

a crowded and stiff molecule (Zhang et al., 2013). Furthermore, at 80% the higher incorporation of more 

branched lignin could have positively contributed to a higher cross-link density compared to at 60% 

(Abdelwahab & Nassar, 2011). The worse performance of LPF100 compared to LPF80 could therefore be 

attributed to more branched units hindering hydrogen bonding between the LPF adhesive and the plywood, 

resulting in reduced shear strengths (Moubarik et al., 2013). Also, the lower phenolic hydroxyl content and 

higher steric hindrance could lead to reduced cross-linking and hence shear strength. 

 Previous reports confirmed this trade-off: Abdelwahab & Nassar (2011) also found that the adhesive strength 

increased with increasing lignin concentration up to 70%, whereafter it started to decrease, which could be 

attributed to the positive contribution of lignin to the cross-link density, which will lead to better 

reinforcement structurally. Khan & Ashraf (2007a) and Khan et al. (2004) also found that increasing lignin 

content increased the shear strength of the adhesive up to 50%, whereafter it decreased due to the presence 

of excess lignin that did not form part of the cross-linked network.  
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4.2.5 Optimum substitution level and reaction conditions 

The optimum substitution level was determined to be at 68%, with a phenolation temperature of 98.4 C, a 

NaOH/PL molar ratio of 0.124, and a F/PL molar ratio of 1. These were determined by combining the data from 

the three CCD experimental results into a regression model (Equation 5 and Equation 6) to determine the 

substitution level that would give the highest shear strength. This was verified experimentally where a shear 

strength of 1.11 ± 0.21 MPa was produced.   

The regression equation had an R2 value of 39% and was not found to be significant with p > 0.10 and F < Fcritical. 

The ANOVA results are shown in Table 15. Only a two factor CCD was used for LPF100 resins, which did not 

include the optimisation of the phenolation temperature as no phenolation occurred. Therefore, the 

regression model determining the optimum substitution level did not take the phenolation temperature into 

account, but only the substitution level, NaOH/PL molar ratio, and F/PL molar ratio. This could be attributed 

to the contribution from the lack of fit of the LPF100 regression model (reported in section 4.2.1, with an R2 

of 31%), which had fewer data points. However, from the other regression models and literature knowledge, 

the parameters were expected and known to have a significant effect. The terms found significant was the 

quadratic term of the substitution level, the linear term of the F/PL ratio, and the linear term of the combined 

effects of the substitution level and the F/PL ratio. 

Table 15. ANOVA of the combined effects of substitution level, NaOH/PL ratio, and F/PL ratio of all three CCDs. 

  SS df MS F p 

(1) LPF percentage (L) 0.0258 1. 0.0258 0.58 0.45 

LPF percentage (Q) 0.4106 1. 0.4106 9.18 <0.01 

(1) NaOH/PL molar ratio(L) 0.0026 1. 0.0026 0.06 0.81 

NaOH/PL molar ratio (Q) 0.0288 1. 0.0288 0.64 0.43 

(3) F/PL molar ratio (L) 0.1708 1. 0.1708 3.82 0.06 

F/PL molar ratio (Q) 0.0300 1. 0.0300 0.67 0.42 

1L by 2L 0.0619 1. 0.0619 1.38 0.25 

1L by 3L 0.2216 1. 0.2216 4.95 0.03 

2L by 3L 0.0085 1. 0.0085 0.19 0.67 

Error 1.7446 39. 0.0447   

Lack of Fit 0.8160 17. 0.0480 1.14 0.38 

Pure Error 0.9286 22. 0.0422   

Total SS 2.8516 48.       

When looking at the desirability plots in Figure 21, the shear strength only varied slightly (between 0.903 and 

0.835 MPa) at a substitution level between 60% and 80%, while it decreased sharply above 80% to a minimum 

of 0.450 MPa at 100% substitution. This could indicate that although the substitution level was found to be 

very significant in the model, its influence was a lot more significant above 80% substitution, which could be 

explained by phenolation that occurred at 60% and 80% substitution which aided in increasing the shear 

strength, while no phenolation occurred at 100% substitution. 
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Figure 21. Desirability profile of the combined effects of the substitution level (from 60% to 100%), the 

NaOH/PL ratio, and the F/PL ratios. The green line represents the predicted curve, the red lines represent 

optimums and the blue lines the upper and lower bounds. 

The shear strength from the desirability plots or when calculated (using optimum synthesis conditions: 68% 

substitution, NaOH/PL molar ratio of 0.124, F/PL molar ratio of 1) with the regression equation including 

significant and insignificant parameters, was determined to be 0.903 ± 0.193 MPa, as calculated in Equation 

5. When only taking the significant parameters into account, the maximum shear strength that could be 

obtained was calculated as 1.34 MPa according to the regression model as shown in Equation 6. When 

verifying the regression model with experimental runs, the shear strength at the optimum conditions was 

determined to be 1.11 ± 0.21 MPa, which correlated well. This was the highest shear strength obtained 

experimentally, with the next highest being LPF80_(1,-1,-1) with a shear strength of 1.09 MPa.  

Equation 5: 

𝑆ℎ𝑒𝑎𝑟 𝑠𝑡𝑟𝑒𝑛𝑔𝑡ℎ (𝑀𝑃𝑎)

=  −0.312 + 0.0572 (68%) − 0.0005 (68%) − 5.6978 (0.124
𝑁𝑎𝑂𝐻

𝑃𝐿
) + 7.8045 (0.124

𝑁𝑎𝑂𝐻

𝑃𝐿
)

−  0.8257 (1
𝐹

𝑃𝐿
) + 0.0576 (1

𝐹

𝑃𝐿
) + 0.0373 (68% × 0.124

𝑁𝑎𝑂𝐻

𝑃𝐿
) + 0.0060 (68% × 1

𝐹

𝑃𝐿
)

+ 0.2424 (0.124
𝑁𝑎𝑂𝐻

𝑃𝐿
 × 1

𝐹

𝑃𝐿
) = 𝟎. 𝟗𝟎𝟑 𝑴𝑷𝒂 

Equation 6: 

𝑆ℎ𝑒𝑎𝑟 𝑠𝑡𝑟𝑒𝑛𝑔𝑡ℎ (𝑀𝑃𝑎)

=  −0.312 + 0.0572(68%) − 0.0005(68%)2 − 0.8257 (1
𝐹

𝑃𝐿
) + 0.0576 (1

𝐹

𝑃𝐿
)

2

+ 0.006 (68% × 1
𝐹

𝑃𝐿
) = 𝟏. 𝟑𝟒 𝑴𝑷𝒂 

Another regression equation was used and determined the optimum phenolation temperature to be 98.4 C 

at optimum conditions (68% substitution, NaOH/PL molar ratio of 0.124, F/PL molar ratio of 1). The regression 
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equation was shown in Equation 7 with only the significant terms were included. This regression equation was 

derived from the combined effects of only the 80% and 60% substitution CCDs data. The substitution level only 

had a linear fit because there were only two substitution levels to include that had a phenolation temperature, 

while the other parameters had three levels and could have a quadratic fit as well. 

Equation 7: 

𝑆ℎ𝑒𝑎𝑟 𝑠𝑡𝑟𝑒𝑛𝑔𝑡ℎ (𝑀𝑃𝑎) = 0.903 𝑀𝑃𝑎 

=  −5.9753 + 0.0780 (𝐿𝑃𝐹%) − 2.0889 (
𝑁𝑎𝑂𝐻

𝑃𝐿
) + 21.3173 (𝑁𝑎𝑂𝐻/𝑃𝐿)2 + 0.0848 (𝑇)

− 0.0001 (𝑇)2 − 0.2997 (
𝐹

𝑃𝐿
) + 0.0348 (

𝐹

𝑃𝐿
)

2

+ 0.0075 (𝐿𝑃𝐹% ×
𝑁𝑎𝑂𝐻

𝑃𝐿
)

− 0.0008 (𝐿𝑃𝐹% × 𝑇) + 0.0041 (𝐿𝑃𝐹% ×
𝐹

𝑃𝐿
) − 0.0508 (

𝑁𝑎𝑂𝐻

𝑃𝐿
 × 𝑇)

+ 0.1471 (
𝑁𝑎𝑂𝐻

𝑃𝐿
 ×

𝐹

𝑃𝐿
) − 0.0030 (𝑇 ×

𝐹

𝑃𝐿
) 

∴ 𝑻 = 𝟗𝟖. 𝟒 𝐂 

The regression model had an R2 value of 77.0%, and the ANOVA results are shown in Table 16. The p-value 

was found to be significant, while the F-value was not. The linear terms that had a significant effect included: 

the LPF percentage, the F/PL ratio, as well as the combined effects of the LPF percentage and temperature, 

and the NaOH/PL ratio and temperature. The only quadratic term that had a significant effect was the 

NaOH/PL ratio.  

Table 16. ANOVA of the effects from the substitution level (60% to 80%), NaOH/PL ratio, and F/PL ratio on the 

shear strength. 

  SS df MS F p 

(1) LPF percentage (L) 0.24 1 0.24 10.69 <0.01 

(2) NaOH/PL molar ratio(L) 0.05 1 0.05 2.28 0.14 

NaOH/PL molar ratio (Q) 0.13 1 0.13 5.80 0.02 

(3) Temperature (°C) (L) 0.05 1 0.05 2.32 0.14 

Temperature (°C) (Q) 0.01 1 0.01 0.36 0.56 

(4) F/PL molar ratio (L) 0.44 1 0.44 19.94 <0.01 

F/PL molar ratio (Q) 0.01 1 0.01 0.30 0.59 

1L by 2L 0.00 1 0.00 0.04 0.85 

1L by 3L 0.50 1 0.50 22.54 <0.01 

1L by 4L 0.03 1 0.03 1.52 0.23 

2L by 3L 0.12 1 0.12 5.37 0.03 

2L by 4L 0.00 1 0.00 0.11 0.74 

3L by 4L 0.06 1 0.06 2.52 0.13 

Lack of Fit 0.48 16 0.03 7.37 <0.01 

Pure Error 0.03 7 0.00   

Error 0.51 23 0.02     

Total SS 2.22 36       
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4.3 LPF resins characterisation 

4.3.1 Mid-IR spectra of the LPF resins 

The mid-IR spectra of the LPF resins are shown in Addendum C, and the band assignments are tabulated in 

Table 17. All the resins had a broad peak from 3400 to 3200 cm-1 attributed to the stretching of hydroxyl 

groups. All the resins also had a peak around 1390 cm-1 attributed to the vibration of phenolic hydroxyl groups. 

All the samples peaked at 1600 cm-1 typical of a lignin aromatic structure (El Mansouri et al., 2018).  

Table 17. Mid-IR spectra band assignments of the LPF resins. 

Band (cm-1) Assignment Reference 

3400 to 3200 O-H stretching vibration (Hussin et al., 2017) 

2927 Asymmetric CH2 vibration (Hussin et al., 2017) 

2850 Out of phase stretching vibration of -CH2- alkane (Hussin et al., 2017) 

1600 to 1500 C=C stretching vibration in benzene ring (Hussin et al., 2017) 

1500 to 1400 Deformation vibration of C-H in -CH2- (El Mansouri et al., 2018) 

1480 to 1450 CH deformation mode in -CH2- bridge (Hussin et al., 2017) 

1400 to 1000 C-O vibrations of ether bonds (Alonso et al., 2001) 

1390 Phenolic OH in plane (Hussin et al., 2017) 

1360 to 1350 C-O stretching in S unit (El Mansouri et al., 2018) 

1270 to 1220 C-O(H) + C-O (Ar) (phenolic OH and ether in S and G) 
(Hussin et al., 2017; El 
Mansouri et al., 2018) 

1160 C-O ether stretch in methylol groups (H-units) (Moubarik et al., 2013) 

1154 C-H stretching in S-units (El Mansouri et al., 2018) 

1125 C-H (Ar) in-plane deformation (G-units) (Moubarik et al., 2013) 

1115 C-H (Ar) in-plane deformation (S-units) (Hussin et al., 2017) 

1050 C-O ether stretching in methylol groups (Hussin et al., 2017) 

1020 C-O stretch in methylol C-OH and C-O (Ar) (Li et al., 2016) 

850 to 750 Tri-substituted benzene structure (El Mansouri et al., 2018) 

835 CH out-of-plane, para-substituted (G-units) (Hussin et al., 2017) 

760 CH out-of-plane, ortho-substituted (Hussin et al., 2017) 

694 Mono-substituted benzene ring structure (Zhao et al., 2016) 

During the synthesis reaction, formaldehyde was attached to the available reactive sites on the phenolated 

lignin as methylol groups. During synthesis, the methylol groups condensed to form methylene bridges and 

dimethyl ether bridges (Yang et al., 2014). Therefore, an increase in methylene peak intensities indicated 

successful polycondensation: asymmetric methylene vibration occurred at 2927 cm-1, out of phase stretching 

vibration of the -CH2- alkane occurred around 2850 cm-1
, and methylene C-H bending occurred at 1475 to 1450 

cm-1 (Hussin et al., 2017).  
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During the addition reaction, formaldehyde is introduced into the free ortho- and para-positions of the 

aromatic rings. Therefore a decrease in G-units at the shoulder bands at 1272 and 835 cm-1, as well as a 

decrease in H-units at 1160 cm-1, indicates that the addition of formaldehyde onto the aromatic ring was 

successful (Wang & Chen, 2014; Hussin et al., 2017). The bands between 850 to 750 cm -1 indicated 

trisubstituted benzene rings and confirmed the formation of a cross-linked three-dimensional network 

structure (El Mansouri et al., 2018). The band around 835 cm-1 indicated C-H out-of-plane para-substituted 

benzene, while at 760 cm-1 it indicated C-H out-of-plane ortho-substituted benzene (Hussin et al., 2017). 

4.3.1.1 Comparing LPF100 resins from the screening experiments using different lignins  

The mid-IR spectra of the centre point runs of the LPF resins made from different lignins are shown in 

Addendum C - Mid-IR spectra of the LPF resins. Their shear strengths (as reported in Addendum B and 

previously in Figure 13 and Figure 20) ranked from high to low, were: 0.529 > 0.430 > 0.409 > 0.280 > 0.145, 

for the S-A-P LPF80_(0,0,0), S-A-P LPF100_(0,0), S-A-P LPF60_(0,0,0), L-S LPF100_(0,0), and L-S-D LPF100_(0,0) 

resins, respectively. 

A high hydroxyl content in the uncured resin foreshadowed a high shear strength in the adhesive. All of the 

samples also showed the presence of hydroxyl groups at 3400 to 3200 cm-1 (El Mansouri et al., 2018), where 

the S-A-P resin had higher peak intensities than the lignosulphonate resins. The peaks at 1220 cm-1 indicated 

the presence of C-O stretching of the phenolic OH on the S- and G-units (Hussin et al., 2017). No peak was 

present for the L-S-D LPF100_(0,0) resin, while only a weak intensity peak was present for the L-S LPF100_(0,0) 

resin. Furthermore, the S-A-P LPF80_(0,0,0) had the highest hydroxyl concentration, followed by LPF60_(0,0,0) 

and then the LPF100_(0,0). These findings correlated to the rank of their shear strengths.  

All three of the LPF100_(0,0) resins showed peaks at 1115 cm-1 attributed to C-H in-plane vibrations of S-units 

(Hussin et al., 2017), while fewer S-units were present due to the incorporation of phenol in LPF60_(0,0,0) and 

LPF80_(0,0,0) resins. The intensity of this peak was higher for L-S-D than L-S LPF100_(0,0) resin, which could 

be attributed to L-S-D having more of the higher molecular weight S-units after dialysis as found in section 

4.1.2.  

A high methylene bond intensity in the LPF resin foreshadowed a high shear strength. The peaks from 1480 to 

1450 cm-1 indicated the presence of methylene bonds formed during condensation of methylol groups in the 

methylolation reaction (Alonso et al., 2001; El Mansouri et al., 2018). The S-A-P LPF60_(0,0,0) and 

LPF80_(0,0,0) resins showed intense peaks around 1478 cm-1, which showed that more methylene bonds 

formed during the condensation reaction compared to the LPF100_(0,0) resins. For the LPF100_(0,0) resins, S-

A-P had the highest peak in this region, followed by L-S, the L-S-D. The intensities of these peaks corresponded 

to the trend observed in the shear data. 

4.3.1.2 PCA of the LPF resins 

A principal component analysis was performed using the mid-IR data from the resins characterised to identify 

how the chemical structure of the resins influenced the shear strength. The PCA grouped resins with similar 

peaks in the spectra which aided in identifying similarities and differences, as the spectra are complex and 

there were many to compare. The resins formed 7 different clusters as shown in the score plot in Figure 22. 
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Overall, the resins had similar structures with small differences between the clusters that were identified. The 

principal components PC1, PC2, PC3, and PC4 again described 61.4%, 16.1%, 9.2% and 4.4% of the variability 

in the data, respectively, as shown in Figure 10. All the resins were made with S-A-P lignin unless otherwise 

indicated. The resins were colour-coded as follows: blue resembled the centre point runs of the S-A-P resins. 

Red and green represented the bad and good performing S-A-P resins, respectively. Purple represented the 

LPF100_(0,0) resins made with lignosulphonate, while yellow represented the S-A or S-A-P LPF68 resins made 

at optimum conditions (phenolation temperature of 98.4 C, NaOH/PL molar ratio of 0.124, and F/PL molar 

ratio of 1).  

 

Figure 22. Scores plot of PC1 and PC2 from the mid-IR data of the different LPF resins. 

The presence of G-units indicates that a reactive site is still available for methylol to react with to form a 

methylene bridge. Furthermore, a decrease in G-units could also indicate that successful addition of 

formaldehyde happened at the reactive site, or that cross-linking occurred during the condensation reaction. 

Cluster D, F and G had G-units indicated in their IR spectra at 1279 cm-1. Cluster C did not indicate any peaks 

attributed to G-units present at 1272 or 835 cm-1. This could indicate that addition at the available reactive 

sites was successful for the LPF100 resins, but further cross-linking did not occur which could be attributed to 

higher steric hindrance at 100% substitution. 

A high hydroxyl content in the LPF resins before curing would be favourable for further cross-linking and hence 

contribute positively to the shear strength. Cluster B only contained the LPF80_(0,0,0) resin, and its separation 

could be due to the large peak at 3400 to 3200 cm-1 attributed to the total hydroxyls present. Cluster E 
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contained the two samples with the lowest total hydroxyl group content (3400 to 3200 cm-1) namely 

LPF100_(1,-1) and LPF80_(-1,1,-1), which could have contributed to their low shear strengths produced.  

Ether bonds formed during condensation of methylol groups indicate that cross-linking occurred and will 

hence contribute positively to the shear strength produced. Cluster B containing S-A-P LPF80_(0,0,0) has an 

overlap of the two peaks at 987 and 1030 cm1, which indicated the presence of C-O vibration of ether bands 

(Alonso et al., 2001). Cluster C had no peaks at 1150 to 1050 cm-1 attributed to the stretching of C-O bonds in 

alkyl-substituted ethers which contributed to their low shear strengths. 

Methylene bridges are strong C-C bonds linking different lignin units, where the formation of these bonds 

before the curing reaction would indicate that cross-linking occurred, which would be favourable if these 

cross-linked networks were successfully embedded into the plywood. A high degree of cross-linking would 

then lead to a more thermally stable resin and yield a high shear strength. Cluster A and G indicated a high 

methylene content at 1472 cm-1, attributed to the bending of methylene C-H bonds. Both samples, LPF60_(0,-

1,0) and LPF68_(-1,-1,0), had a very high shear strength.  

In Figure 23 the absorbances of the methylene peaks (at 1470 cm-1) in the mid-IR spectra of the LPF resins 

before hot-pressing were plotted against the shear strength obtained. It was observed that a high methylene 

bridge content already formed in the resin before hot-pressing led to high shear strengths produced. 

Therefore, the high shear strength performance of the LPF resins was attributed to a high degree of cross-

linking in the resin, while the resins that produced lower shear strengths lacked a good degree of cross-linking.  

 

Figure 23. Scatter plot correlating the methylene bridges formed at 1470 cm-1 from the mid-IR data to the 

shear strength of the LPF resins. 
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4.3.2 TGA of the LPF resins 

The thermal stability of the LPF resins was investigated using TGA to determine at which temperatures they 

start to degrade and to determine the maximum temperature at which hot-pressing could be applied. The 

resins had less than 10% weight loss below 200 C, hence a hot-pressing temperature below 200 C would be 

required. The TG curves displayed the weight loss of each sample as temperature increased, while the first 

derivative DTG curves displayed the corresponding rate of weight loss, with a peak on the DTG curve 

representing the maximum thermal decomposition temperature that could be used to compare the thermal 

stability of the different LPF resins (Tejado et al., 2007). A higher frequency of strong inter-unit linkages is more 

resistant to thermal degradation (Pang et al., 2017) and would thus be favourable for LPF resins, as the higher 

degree of cross-linking contributes to high shear strength and thermal stability of the resin if the lignin 

macromolecule is successfully embedded (Pang et al., 2017). The weight loss that occurred below 100 C was 

attributed to the release of low molecular weight components (such as phenol, formaldehyde, solvents, etc.) 

and volatiles (Alonso et al., 2011). Thereafter, degradation of the LPF resins then occurred in three steps, 

namely post-curing, thermal reforming, and ring stripping (Yang et al., 2019).  

4.3.2.1 LPF100_(0,0) resins synthesised using different types of lignin 

The LPF100_(0,0) resin made with S-A-P had a higher thermal stability than with L-S and L-S-D. The maximum 

thermal degradation of the S-A-P resin occurred at 275 C, followed by L-S and L-S-D at 270 and 246 C, 

respectively, as shown in Figure 24. This correlated with the shear strength results in section 4.1.4, where a 

higher shear strength corresponded with a higher thermal stability.  

 

Figure 24. TGA and DTG graphs of the LPF100_(0,0) resins synthesised with S-A-P, L-S and L-S-D. 
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The S-A-P and L-S LPF100_(0,0) resins had peaks on the DTG curve in the second degradation endotherm 

around 350 C. These peaks were not observed in the lignin samples in Figure 12, which indicated that stable 

cross-linking bonds were formed. The peak between 300 and 400 C was attributed to the degradation of the 

polymer, with the lower molecular weight components degrading first, which included cleavage of the side 

chains on the lignin (Khan & Ashraf, 2007). The peaks around 454 C indicated methylene bonds (Zhang et al., 

2013), which confirmed that methylol groups did condense to form cross-linking methylene bridges in the S-

A-P and L-S resins. This agreed with the mid-IR spectra (section 4.3.1.1) where the LPF100_(0,0) resins made 

with S-A-P had the highest methylene content at 1460 cm-1, followed by L-S, then L-S-D. From the mid-IR lignin 

characterisation (section 4.1.2) and resin characterisation (section 4.3.1.1), L-S-D indicated more S- and G- 

units compared to L-S and S-A-P, thus its lower reactivity and higher steric hindrance attributed to its low 

degree of cross-linking. 

4.3.2.2 S-A-P LPF resins that produced the highest shear strength at each substitution level 

Figure 25 shows the TGA and DTG curves of the S-A-P LPF resins that produced the highest shear strengths at 

different substitution levels. LPF68_(optimum) was found to be the most thermally stable as it had the highest 

maximum thermal degradation at 382 C, and it also had the highest weight residue throughout. 

LPF60_(0,-1,0) also showed good thermal stability, with its highest maximum thermal degradation at 367 C, 

followed by LPF80_(1,-1,-1) at 343 C and then LPF100_(1,0) at 264C.  

 

Figure 25. TGA and DTG graphs of the S-A-P LPF resins that produced the highest shear strength at each 

substitution level. 
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The higher thermal stability of the LPF resins at substitution levels below 100%, could be attributed to the 

phenolation reaction that already cleaved weak bonds, while LPF100_(1,0) had a high weight loss at low 

temperatures. Furthermore, only a small peak was observed for LPF100_(1,0) around 450 C which indicates 

that not a lot of methylene bridges formed compared to the other resins, which agreed with the findings from 

Figure 23, where the methylene bridges in the mid-IR data at 1470 cm-1 were correlated with the shear 

strengths of the LPF resins. The methylene bridges around 450 C again correlated directly with the shear 

strengths produced (reported in Addendum B).  

4.3.2.3 Comparing S-A-P LPF resins synthesised at different conditions for each substitution level 

The incorporation of phenol by the phenolation reaction formed resins with higher thermal stabilities, 

compared to at 100% substitution where no phenol was incorporated. As seen in Figure 26 to Figure 28 below, 

the LPF100 resins had their maximum thermal degradation around 250 C, while the LPF80 and LPF60 resins 

had their maximum degradation around 350 C. The lower reactivity at higher lignin incorporation at 100% 

substitution formed fewer cross-linked bridges (from the mid-IR data in Figure 23) and hence fewer branched 

polymeric structures which lead to degradation at lower temperatures. Furthermore, the cleavage of weak 

ether bonds could also lead to more weight loss at lower temperatures in LPF100, which were cleaved already 

during phenolation at 60% and 80% substitution. Some samples were identified from each CCD at each 

substitution level which resembled the best performing (marked green), the centre point (marked blue), the 

worst performing (marked red) and another bad performing (marked purple) resin, to correlate the thermal 

stability, degree of cross-linking and shear strength.  

 

Figure 26. TGA and DTG graphs of the LPF100 resins made with S-A-P lignin phenolated and synthesised at 

different reaction conditions. 
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Figure 26 compares the LPF100 resins made with S-A-P lignin at different phenolation and synthesis conditions. 

LPF100_(-1,0) had the highest maximum thermal degradation temperature at 300C, while the other samples 

experienced their maximum degradation from 265 to 275 C. This could be attributed to the lower NaOH/PL 

and F/PL molar ratios compared to the other samples, which caused a slower completion of the curing reaction 

(Siddiqui et al., 2017). LPF100_(-1,0)  had no peaks at the second and third degradation endotherms, indicating 

that a low degree of cross-linking occurred, which explained its weak shear strength. LPF100_(1,0) and 

LPF100_(0,0) showed similar thermal properties, both with a peak around 450 C indicating that cross-linking 

occurred, and methylene bridges were formed.   

Figure 27 compares the LPF80 resins made with S-A-P lignin at different phenolation and synthesis reaction 

conditions. All three of the samples had degradation peaks at similar temperatures. LPF80_(1,1,1) experienced 

a high rate of degradation around 350 C, attributed to the degradation of the polymer, with the lower 

molecular weight components degrading first, which included cleavage of the side chains on the lignin (Khan 

& Ashraf, 2007). LPF80_(1,-1,-1) had the highest shear strength and a prominent peak at 450 C indicating a 

good degree of cross-linking from methylene bridges formed.  

 

Figure 27. TGA and DTG graphs of the LPF80 resins made with S-A-P lignin phenolated and synthesised at 

different reaction conditions. 

Figure 28 compares the LPF60 resins made with S-A-P lignin at different phenolation and synthesis reaction 

conditions. All of the samples had a similar maximum degradation peak around 365 C. LPF60_(-1,1,-1) has a 

high degradation peak at 166 C with around 10% weight loss, which could be attributed to the evaporation 

of water and formaldehyde released by the condensation of methylol groups (Zhang et al., 2013), and 
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unreacted formaldehyde from the addition reaction as the F/PL molar ratio of three used which was at the 

upper-bound. LPF60_(0,-1,0) had the most prominent peak at 450 C, attributed to methylene bridges formed. 

The weight residue at 595 C of LPF60_(-1,1,-1) was also the lowest, followed by the LPF60_(0,0,0) and then 

LPF60_(0,-1,0) and LPF60_(0,1,0), which correlated to their shear strengths and confirmed a high degree of 

cross-linking leads to a high shear strength.  

 

Figure 28. TGA and DTG graphs of the LPF60 resins made with S-A-P lignin phenolated and synthesised at 

different reaction conditions. 

4.3.3 Free formaldehyde content and pH of the LPF resins 

Table 18 reports the pH values and free formaldehyde contents for the optimum and centre point shear runs 

of each CCD with S-A-P lignin. The GB/T 14732-2013 standard specified the pH should be larger than 7 and the 

free formaldehyde content should be equal to or below 0.30 wt%. The pH values of the LPF resins should range 

from a pH value of 8 to 13 to avoid lignin precipitation and maintain a high water resistance (Tonge, 2007). 

The pH values of the resins produced from the CCD runs were all above a pH value of 7 and were well within 

this range, with the lowest pH of 8.5 and the highest pH of 11.4 for resins synthesised with S-A-P.  

The free formaldehyde contents of the resins which produced the highest shear strengths adhered to the 

standard requirements ranging from 0.177% to 0.298%. This verified that at optimal conditions most of the 

formaldehyde reacted and attached to the phenolic lignin structures, leaving a low residual formaldehyde 

content. Standard deviations for the free formaldehyde contents ranged between 0.002 wt% and 0.033 wt%.  

At the centre points, the LPF80_(0,0,0) and LPF60_(0,0,0) resins failed to adhere to the free formaldehyde 

standard, indicating that the conditions were not favourable for most of the formaldehyde to react, leading to 
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a high free formaldehyde content. These resins did not show G-unit peaks in their mid-IR spectra at 835 cm-1 

(shown in Addendum C), which showed that there were no reactive sites for the residual formaldehyde to 

attach during the addition reaction, resulting in a high free formaldehyde content, while a G-unit peak was 

observed for the LPF100_(0,0) resin. None of these centre point resins showed H-unit peaks at 110 cm-1, 

indicating that formaldehyde had attached to the reactive sites. 

Table 18. Free formaldehyde content, shear strength and pH values of the centre point and optimum LPF resin 

samples.  

 Resin ID 
Free CH2O  

(wt%) 
CH2O ≤ 0.30% pH value 

Shear strength 

(MPa) 

Highest 

shear  

strength 

LPF100_(1,-1) 0.298 pass 9.9 0.786 

LPF80_(1,-1,0) 0.117 pass 11.4 1.09 

LPF60_(0,-1,1) 0.178 pass 10.5 0.987 

LPF68_(optimum) 0.284 pass 9.0 1.11 

Centre 

points  

runs 

LPF100_(0,0) 0.291 pass 9.1 0.430 

LPF80_(0,0,0) 0.837 fail 10.4 0.529 

LPF60_(0,0,0) 0.554 fail 10.4 0.409 

4.3.4 Performance valuation of the resin in particleboard manufacture 

High-density particleboard was made with the S-A-P LPF68_(optimum) resin and it proved to have good 

resistance to moisture and confirmed the good shear strength performance as observed with the plywood. 

The density of the particleboards produced was around 900 kg/m3 with an area and thickness of 0.09 m2 and 

6 mm, respectively. The particleboards were produced and tested according to the ASTM D1037-12 standard, 

and the results were tabulated in Table 19. The ANSI A208.1-1999 standard for high-density (> 800 kg/m3) 

particleboards specifies a MOR ≥ 23.5 MPa and MOE ≥ 2750 MPa. The particleboard made with 

LPF68_(optimum) exceeded these MOR and MOE specifications. A MOR and MOE of 40 and 3209 MPa were 

obtained, respectively. The TS and WA were low and determined to be 13.5% and 37.2%, respectively. Another 

board was made with commercial Bondtite (a urea-based resin used for interior application) mixed with 

hexamine as a cross-linker, used only as a reference board. The TS and WA were determined to be 61.8% and 

73.3%, respectively. The lower moisture resistance of this urea-based resin was expected. The MOR and MOE 

were 27 and 3592 MPa, respectively. This confirmed that this S-A-P LPF68 resin had great strength and 

moisture resistant properties. 

Table 19. Moisture content (MC), thickness swelling (TS), water absorption (WA), modulus of rupture (MOR), 

and modulus of elasticity (MOE) of the particleboard produced with LPF68 and Bondtite (Standard deviations 

reported in brackets). 

 MC of dry boards (%) TS (%) WA (%) MOR (MPa) MOE (MPa) 

LPF68 
8.41 

(0.8) 

13.5 

(5.56) 

37.2 

(4.74) 

40 

(2.47) 

3209 

(323) 

Bondtite 
10.9 

(0.97) 

61.8 

(6.60) 

73.3 

(7.61) 

27 

(3.79) 

3592 

(191) 

Stellenbosch University https://scholar.sun.ac.za



 

69 

The LPF68_(optimum) particleboard produced performed better than those previously reported, and at higher 

substitution levels. Çetin and Özmen (2002) made medium-density (650 kg/m3) particleboards using a control, 

LPF20, and LPF30 adhesives, respectively, using organosolv lignin. The MOEs obtained were 2175, 2267 and 

2224 MPa and the corresponding MORs were 14, 16 and 12.7 MPa, respectively. Thickness swelling after 24 

hours of 13.5%, 12.9%, and 14.7%, and water absorption of 75.0%, 73.2%, and 72.9%, respectively, was also 

reported. Iwakiri et al. (2019) produced particleboards with a LPF10 adhesive (750 kg/m3, pressed for 10 

minutes) and a LPF12 adhesive (950 kg/m3, pressed for 15 minutes). The MOR ranged from 11.9 to 25.4 MPa, 

and the MOE ranged from 1782 to 3083 MPa. Stücker et al. (2016) produced particleboards with alkaline 

extraction lignin and enzymatic hydrolysis lignin at 20% substitution. The MOR and MOE values produced was 

around 16 MPa and 2500 MPa for both the adhesives made with the different lignins. The thickness swelling 

was around 20% for both, while the water absorption was 71.4% and 74.1% for the respective lignins. The 

higher density could have contributed to the higher mechanical strengths, lower water absorption, and lower 

thickness swelling achieved. Therefore, S-A-P lignin is a viable replacement for phenol to produce LPF resins 

that can be used for plywood and particleboard applications, which has potential for exterior use. 

  

Stellenbosch University https://scholar.sun.ac.za



 

70 

5 CONCLUSIONS AND RECOMMENDATIONS 

5.1 Conclusions 

The overall aim of this study was achieved: phenol was replaced by technical lignin from South African spent 

pulping liquor, at up to 100% substitution to produce LPF resins for wood applications, while adhering to 

standard requirements. Soda lignin and sodium lignosulphonate were obtained, and they were isolated and 

purified in different ways. Thereafter, they were characterised to determine which lignin would be the most 

promising replacement for phenol to synthesise LPF resins. 

Purified soda lignin was foreshadowed to be the most promising replacement for phenol, as it had a higher 

reactivity and fewer impurities compared to the lignosulphonate and impure soda lignins. From the 

compositional analysis, it was determined that S-A-P had the lowest ash content (2.16%). This was favourable 

as a high ash content leads to poor reactivity, and a high degree of impurities could hinder the reaction with 

formaldehyde. S-A-P also had negligible nitrogen and sulphur present and the highest carbon and hydrogen 

contents, while the lignosulphonates had a significant sulphur content that remained from the sulphite 

pulping. The phenolic hydroxyl content was highest for S-A-P (1.70 mmol phenolic hydroxyls per gram sample) 

which foreshadowed a good reactivity with formaldehyde. From the mid-IR spectra, S-A-P had more H- and G 

units and fewer S-units compared to the other lignins, which foreshadowed a reduced steric hindrance and a 

higher reactivity. Furthermore, S-A-P was the most thermally stable with its maximum thermal degradation 

temperature at 425 C. 

Phenolation of the soda lignin cleaved weak bonds and increased the phenolic hydroxyl content up to 105% 

(3.48 mmol phenolic hydroxyls per gram lignin) and 124% (3.81 mmol phenolic hydroxyls per gram lignin) at 

80% and 60% substitution, respectively. The optimum phenolation temperature was determined to be at 80 

and 110 C at 80% and 60% substitution, respectively. Phenolation at 60% and 80% substitution allowed the 

highest shear strengths to be reached at lower formaldehyde and sodium hydroxide additions required 

compared to other literature, which was attributed to phenolation enhancing the reactivity and hence 

lowering the activation energy required. Furthermore, after the phenolation of S-A-P, the mid-IR spectra 

showed that ether bonds were cleaved at 1265 cm-1 and the phenolic hydroxyl content increased at 1215 cm-1. 

A new peak at 754 cm-1 appeared after phenolation indicating linkages formed between the ortho- or para-

positions on phenol and the α-hydroxyl groups on the lignin side chain (Alonso et al., 2005). These new peaks 

indicated that phenol was successfully attached to the lignin units.  

A one-pot phenolation and LPF synthesis method reported previously (Zhao et al., 2016), was used for the first 

time with a pulping lignin, which allowed the direct transition from the phenolation to LPF synthesis reactions 

in alkaline conditions, which could favour less chemical waste produced. The best synthesis reaction conditions 

from 60% to 80% substitution were at the lower bound of the range tested with a NaOH/PL molar ratio of 

0.124 and a F/PL molar ratio of 1. This was lower than previously reported. At 100% substitution without any 

modification, the optimum NaOH/PL molar ratio was at 0.477, which corresponded to previous reports. The 

best F/PL molar ratio at 100% substitution in the tested range was at the upper bound at three. This was higher 

than expected based on previous reports. This high formaldehyde requirement was attributed to the high 
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percentage incorporation of the less reactive soda lignin and no additives used, thus requiring a high 

formaldehyde content to overcome the higher activation energy and promote the forward synthesis reaction.  

Shear strengths at 80% substitution performed better than at 60% and 100%, which was governed by 80% 

substitution having a favourable degree of branched lignin units, while still having a high enough reactivity for 

the addition of formaldehyde and condensation to occur to form cross-linked networks. For these best 

performing resins at each substitution level, the pH and free formaldehyde contents adhered to that specified 

by industrial standards. The high shear strength performance obtained at all substitution levels at optimal 

reaction conditions tested was attributed to a high degree of cross-linking that occurred before the final curing 

reaction. This was confirmed by a high methylene bridge formation from the mid-IR data at 1470 cm-1, as well 

as a high thermal stability in the TGA results. The S-A-P LPF60 and LPF80 resins had their maximum thermal 

degradation peaks around 350 C, while it was around 250 C for the LPF100 resins.  

The good performance of this soda lignin as a LPF resin was further confirmed by particleboard produced with 

LPF68 giving a MOR of 23.5 MPa and a MOE of 2750 MPa, which adhered to the ANSI A208.1-1999 standard. 

Furthermore, good resistance to water absorption (37.2%) and thickness swelling (13.5%) was observed. This 

unclean pulping lignin is unique in its properties and was the first lignin to produce LPF resins at 100% 

substitution giving a shear strength of 0.786 without modification or additives required while adhering to 

plywood standard specifications. The highest shear strength of 1.11 MPa was achieved at 68% substitution. 

5.2 Recommendations 

The sodium lignosulphonate used showed promise as a phenol replacement; however, further purifications 

and modifications need to be investigated to improve its properties for this application. Different purification 

methods could also be investigated to decrease the ash content of the lignosulphonates. Purification using a 

dialysis membrane with 3500 MWCO was done, but this only decreased the ash content from 24.8% to 12.8%, 

which indicated that the impurities were attached to the lignin structure and dialysis would not able to remove 

it. The sulphur content was also only reduced from 7.5% to 5.6%. Desulphonation methods may be 

investigated to reduce the sulphur content. Furthermore, lower molecular weight units of the lignin were also 

removed during dialysis, which was unfavourable for the LPF synthesis as the lower molecular weight units 

have a higher reactivity. Therefore, this trade-off between impurities and low molecular weight units could be 

further investigated. Different levels of substitution may be investigated, to determine what the maximum 

substitution level of this lignosulphonate is that may produce LPF resins with suitable properties for wood 

applications. Govender, et al. (2020) proved that hexamine as a cross-linker and epichlorohydrin as a hardener 

could improve the properties of the LPF100 resin from this L-S lignin to produce an acceptable shear strength. 

Another challenge of utilising lignosulphonate is its high hydrophilicity, which caused long drying times of the 

LPF resin after synthesis in the vacuum oven as well as occasional incomplete drying of the plywood during its 

conditioning stage, leading to delamination thereof. Hence, reducing the hydrophilicity could also be 

investigated. 

For the S-A-P lignin, further investigation could be done to determine the economic feasibility of utilising it as 

a pulping by-product to produce LPF resins. The industrialisation of the acid precipitation and acid purification 

steps is unfavourable as it would require a lot of water and would lead to a lot of acid waste produced, which 
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would have to be dealt with. Therefore, a different purification method or the disposal of the acid used could 

also be further investigated. The utilisation of crude black liquor as-is (without acid precipitation or 

purification) as a phenol substitute could also be investigated, as minimal processing steps would be 

favourable for industrial implementation. Furthermore, the best reaction conditions were determined to be 

at the upper or lower bounds in some cases; therefore, testing wider ranges is recommended. Further 

optimisation of the reaction parameters could be required for production on an industrial scale. Further 

investigation may also be done on the pressing process of the plywood and particleboards, where the effect 

of optimising the hot-press times and temperatures on the board properties could also be determined. 
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1 ADDENDUM A - COMPARISON OF DIFFERENT PHENOLATION AND SYNTHESIS REACTION CONDITIONS FROM PREVIOUS REPORTS 

Table 20. Different reaction parameters of phenolation in alkaline conditions as used in previous reports.  

 (Hu et al., 2012) (Yang et al., 2014) (Zhao et al., 2016) (Ghorbani et al., 2018) (Gan & Pan, 2019) 

Lignin type Lignosulphonate Steam explosion/Kraft  Steam explosion Lignosulphonates Kraft 

Substitution % 14.3 50 20-70 14.3 25 

NaOH concentration pH 9-10 pH 9-10 8 wt.% pH 9-10 5 wt.% 

Temperature (C) 100-120 95 90 120 160 

Time (hours) 1 1 1.5 2 2 

 

Table 21. Different reaction parameters of phenolation in acidic conditions as used in previous reports.  

 (Ma et al., 2011) (Lee et al., in press) (Podschun et al., 2016) (Jiang et al., 2018) (Thébault et al., 2020) 

Type Acid insoluble rice husks Lignosulphonate Beech organosolv Kraft/Enzymatic hydrolysis Lignosulphonate/Kraft 

Substitution % 14.3 28.6 33 28.5 - 37.5 54 

H2SO4 
concentration 

1.5 vol % 5 wt.% 
6.3 wt.% 

5 wt.% 1.6 wt% 

Temperature (C) 80 130 110 90 - 110 75 - 100 

Time (hours) 4 1 0.333 2 1 - 3 
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Table 22. Different LPF synthesis parameters as used in previous reports. 

Reference Lignin type 
Substitution 

(wt%) 

F/P 
molar 
ratio 

NaOH/P 
molar ratio 

Addition 

T (C) 

Resole 
pH 

value 

Conden
sation t 

(h) 

Conden
sation T 

(C) 

Pressing 
time 
(min) 

Pressing 

T (C) 

Curing 
P 

(MPa) 

Spread 
rate 

(g/m2) 

(Ghorbani 
et al., 
2016) 

Grass soda 
& Beech 
organosolv 

20%-40% 2.5 0.3 65  2-3 80     

(Kalami et 
al., 2018) 

Various 
pulping 
lignins 

100% 2  65 9-11 2 90 3-4 180 1.4  

(Yang et al., 
2015) 

Biorefinery 
lignins 

50% 1.8   9-10 2 80-90 1.5 145 1 150 

(Zhang et 
al., 2013) 

Agricultural 
biorefinery 

30%-50% 2 0.2  9-12 1 80 7 135 1.2 125-150 

(Alonso et 
al., 2004) 

Methylolat
ed NH3 
lignosulpho
nate 

35% 
(25%-45%) 

2.5 
(1.6-3) 

0.6 
(0.4-0.8) 

  5 80     

(Sarkar & 
Adhikari, 
2000) 

Black liquor 20%-50% 
1.7 

(1.7-3.5) 
0.22 

(0.15-0.95) 
25, 65, 80 9.5-10.5 3 92-95     

*Values in bold were found to be optimums. 
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Table 22. Different LPF synthesis parameters as used in previous reports (Continued) 

Reference Lignin type 
Substitution 

[mass %] 

F/P 
molar 
ratio 

NaOH/P 
molar ratio 

Addition 

T [C] 

Resole 
pH 

value 

Conden
sation t 

[h] 

Conden
sation T 

[C] 

Pressing t 
[min] 

Pressing 

T [C] 

Curing 
P 

[MPa] 

Spread 
rate 

[g/m2] 

(Siddiqui et 
al., 2017) 

Softwood 
Kraft lignin 

50% 
(0%-75%) 

1.2, 2.1, 
3 

 60  2 80     

(Moubarik 
et al., 
2013) 

Sugarcane 
bagasse 

30% 2.2     90 6 160 1.2 225 

(Khan, et 
al., 2004) 

Eucalyptus 
bark 

0%-50% 1.5, 2, 3 0.456   4 80     

(Govender, 
Görgens, et 
al., 2020) 

Kraft, soda, 
lignosulpho
nate 

100% 2.5 0.3 65  1 85 10 150  350 

(Yaakob et 
al., 2021) 

Acetosolv 
lignin 

100% 2.2  65  4 85     

(Abdelwah
ab, et al.,  
2011) 

Kraft lignin 33% 1.5, 2, 3 0.456 40  4 85 6 120 4.9  

*Values in bold were found to be optimums. 
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2 ADDENDUM B - SHEAR STRENGTH RESULTS OF THE LPF RESINS 

Table 23. Shear strength results from the CCD runs with the S-A-P LPF100, LPF80 and LPF60 resins. 

 

 

  

NaOH  
(weight fraction) 

F/PL  
(molar ratio) 

Shear strength (MPa) 
S-A-P LPF100 

 
NaOH  

(weight fraction) 
F/PL  

(molar ratio) 
Temperature 

(°C) 
Shear strength (MPa) 

0.05 1 0.385  S-A-P LPF80 S-A-P LPF60 

0.05 3 0.470  0.05 1 80 0.930 0.544 
0.22 1 0.172  0.05 3 80 0.965 0.289 
0.22 3 0.469  0.05 3 110 0.412 0.647 
0.05 2 0.084  0.05 1 110 0.916 0.851 

0.135 3 0.661  0.22 1 80 1.089 0.522 
0.22 2 0.786  0.22 3 80 1.020 0.457 

0.135 1 0.693  0.22 3 110 0.272 0.333 
0.135 2 0.452  0.22 1 110 0.369 0.830 
0.135 2 0.443  0.05 2 95 0.822 0.802 
0.135 2 0.386  0.135 3 95 0.444 0.107 
0.135 2 0.438  0.22 2 95 0.855 0.423 

Average of centre points 0.430  0.135 1 95 0.887 0.987 
Standard deviation of centre points 0.026  0.135 2 80 0.633 0.349 

    0.135 2 110 0.576 0.575 
    0.135 2 95 0.511 0.411 
    0.135 2 95 0.457 0.436 
    0.135 2 95 0.608 0.444 
    0.135 2 95 0.462 0.345 
    0.135 2 95 0.609  

    Average of centre points 0.529 0.409 
    Standard deviation of centre points 0.067 0.039 
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3 ADDENDUM C - MID-IR SPECTRA OF THE LPF RESINS 

 

  Figure 29. Mid-IR spectra of the LPF100 lignosulphonate resins at centre point conditions. 
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Figure 30. Mid-IR spectra of the S-A-P LPF100 resins of the centre point and highest shear samples. 
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Figure 31. Mid-IR spectra of the S-A-P LPF100 resins with low shear strengths. 
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Figure 32. Mid-IR spectra of the S-A-P LPF80 resins of the centre point, highest shear, and lowest shear samples. 
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Figure 33. Mid-IR spectra of the S-A-P LPF60 resins of the centre point and highest shear samples. 
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Figure 34. Mid-IR spectra of the S-A-P LPF60 resins with low shear strengths.  
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Figure 35. Mid-IR spectra of the S-A and S-A-P LPF68 resins at optimum conditions. 
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