
                             Elsevier Editorial System(tm) for Reactive 

and Functional Polymers 

                                  Manuscript Draft 

 

 

Manuscript Number: REACT-D-15-00325R1 

 

Title: Multifunctional allyl-terminated hyperbranched poly(ethylenimine) 

as component of new thiol-ene/thiol-epoxy materials  

 

Article Type: Research Paper 

 

Keywords: Photopolymerization; thiol-epoxy; thiol-ene; dual curing; 

hyperbranched poly(ethyleneimine). 

 

Corresponding Author: Prof. Àngels Serra,  

 

Corresponding Author's Institution:  

 

First Author: Cristina Acebo 

 

Order of Authors: Cristina Acebo; Xavier Fernandez-Francos; Xavier Ramis; 

Àngels Serra 

 

 

 

 

 

 



 

 

 

 

Prof. Rigoberto Advincula 

Dept. of Macromolecular Science and 

Engineering, Case Western Reserve 

University, 2100 Adelbert Road, Kent 

Hale Smith Bldg., Cleveland, OH 

44106, Ohio, USA  

     

 

Tarragona, October 23th 2015 

 

 

Dear Prof. Advincula: 

 

We send our revised manuscript entitled: Multifunctional allyl-terminated 

hyperbranched poly(ethylenimine) as component of new thiol-ene/thiol-epoxy 

materials, to be accepted for publication in Reactive and Functional Polymers. 

We have included practically all the suggestions and corrections made by the 

reviewers and some answers to their questions have been included in the answer to 

the reviewer comments file. 

Looking forward to hearing from you, I remain. 

Yours sincerely,    

 

 

 

Prof. Angels Serra 

 

 

 

UNIVERSITAT 
ROVIRA I VIRGILI 

  

 
DEPARTAMENT DE QUIMICA ANALITICA 

I QUIMICA ORGANICA 
  

 

C/ Marcel.lí Domingo s/n 

Campus Sescelades 

43007 Tarragona (Spain) 

Tel. 34 977 55 97 69 

Fax 34 977 55 84 46 

e-mail: secqaqo@urv.net 

Cover Letter



Answers to the reviewer comments 

Reviewer #1: This manuscript is polymer preparation of branched structure by changing the 

monomer proportion and sequence of modifications. The obtained polymer characterization 

and the predicted polymerization scheme is much understandable. However, some points as 
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5) Can you get mobility of electron in photo induced polymerization? 

No, there is no electron mobility. As the radical is formed it reacts instantaneously 
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6) Can you get turn over number in Scheme 2. 
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ABSTRACT  

A new allyl terminated hyperbranched poly(ethyleneimine) was 

synthesized and characterized and then used in different proportions as 

multifunctional macromonomer in tetrathiol-diglycidyl ether of bisphenol A 

formulations. The curing process had a two-stage character and was composed 

by two click reactions: a first photoinduced thiol-ene addition followed by a 

thermal thiol-epoxy reaction. The thiol-ene reaction was catalyzed by a radical 

initiator and the thiol-epoxy curing by tertiary amines. The evolution of the first 

part of the curing was studied by photo-DSC and FTIR and the results 

compared with those obtained in a photoirradiation chamber, which was used to 

prepare samples for thermomechanical tests. These studies showed that the 

thermal thiol-epoxy process prematurely began during the photoirradiation 

because the presence of amines in the PEI structure accelerated this process. 

The thiol-epoxy reaction was more extensively produced when the proportion of 

the poly(ethyleneimine) increased in the formulation. The overlapping between 

both processes was greater in the photoirradiation chamber than in the photo-

DSC. The intermediate material was completely cured by thermal treatment in 

an oven. The need of adding 1-methylimidazole as catalyst to complete the 

thiol-epoxy reaction was derived from the calorimetric studies. The materials 
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prepared were characterized by thermogravimetry and thermomechanical 

analysis. 

Keywords 

Photopolymerization; thiol-epoxy; thiol-ene; dual curing; hyperbranched 

poly(ethyleneimine).  

 
1. Introduction 
 

In the last years, thiol chemistry has attracted a great deal of attention due to 

its efficiency and versatility in numerous thiol reactions commonly regarded as 

click reactions [1, 2]. Thiol click chemistry can be divided in two categories 

which are the base catalyzed nucleophilic reactions: thiol-epoxy [3, 4], thiol-

isocyanate [5, 6] and thiol-Michael [7, 8] and radical-mediated reactions: thiol-

ene [9, 10] and thiol-yne [11, 12]. 

Recently, thiol-ene photoinitiated polymerization has attracted a significant 

interest due to their features. Firstly, a wide range of -ene compounds, including 

activated and non-activated double bonds as well as multiply-substituted olefins 

can serve as the substrates and any thiol can be employed, including highly 

functional compounds. Secondly, such reactions are generally extremely rapid 

and can be completed in a matter of seconds, are tolerant to the presence of 

air/oxygen and moisture and proceed with (near) quantitative formation of the 

corresponding thioether. Finally, the thiol-ene reaction can be employed in 

combination with living polymerization such as ring opening polymerization 

(ROP) [13], ring-opening metathesis polymerization (ROMP) [14], cationic 

polymerization [15] or controlled radical vinyl polymerization [16]. Besides, thiol-

ene processes exhibit reduced polymerization shrinkage and stress and show 

high uniformity in crosslinking density [17]. 

It has been reported that polysulfides derived from thiol-ene polymerization 

present some limitations in their physical/mechanical properties, particularly 

those related to modulus and attainment of high glass transition temperature 

due to the flexible core of the commercially available thiol monomers [18, 19]. 

Many different strategies for achieving these improvements have been followed 

in the literature, as for example the incorporation of significant amounts of 
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inorganic fillers, particularly nano-sized inorganic structures [20] and the 

formation of inorganic domains using a sol–gel process [21, 22]. 

Another approach proposed to enhance these mechanical characteristics is 

the combination of the photo-curable thiol-ene formulation with an epoxy resin 

that can be polymerized. This approach was followed by several authors. 

Carioscia et al. [23] combine the properties of polyethers derived from epoxy 

resins with the polysulfides derived from the thiol-ene polymerization. They 

developed a thiol-ene/thiol-epoxy system by combining an epoxy resin with a 

multifunctional thiol and an unsaturated compound in the presence of a tertiary 

amine as a catalyst. It was found that in addition to thiol-ene 

photopolymerization, anionic polymerization of the epoxy resin proceeded as a 

side reaction of the thiol-epoxy process. Saharil et al. [24] proposed the use of 

off-stoichiometric thiol-ene-epoxy mixtures in which a rapid curing of thiol-ene 

occurs to a simultaneously initiated slow thiol-epoxy reaction. On adding epoxy 

resins to thiol-ene formulations, the ability to directly react with almost any dry 

surface is gained, and the two-stage curing facilitates bonding, by providing a 

compliant bond surface after the first stage of cure that is subsequently 

hardened fully upon the second cure. This curing system was well suited for 

self-gluing of micropatterned parts for microfluidics [24] and adhesive wafer 

bonding [25]. Sangermano et al. [26] proposed the use of a pentaallylic triamine 

curing agent which can react with multifunctional thiols to produce polysulfides 

in situ, and at the same time has the ability to initiate the anionic polymerization 

of an epoxy resin. Combining the network structure derived from the epoxy 

curing process with a thiol-ene system an important toughening effect was 

achieved due to the presence of the flexible polysulfide moieties. In that study, 

the exothermicity of the thiol-ene UV polymerization activates the amine-epoxy 

polymerization and during the irradiation time (300 s) the epoxy conversion 

reached 41%. 

In the last years, mechanical and thermomechanical characteristics have 

also been improved by adding hyperbranched polymers to curing formulations 

because of their high number of end groups able to participate in the network 

formation. Moreover, such dendritic structures can be considered as toughness 

modifiers without drawbacks in the processability, because of the low 

entanglement that leads to the low viscosity of the reactive mixture [27, 28]. 
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Taking all of this into account, the aim of the present work is the preparation 

of new materials by the combination of thiol-ene and thiol-epoxy reactions, 

using an allyl modified hyperbranched poly(ethyleneimine) (PEIene) as a 

multifunctional comonomer. 

In previous studies, we applied the thiol-ene reactions to prepare a 

hyperbranched polymer with thioether and ester groups in its structure which 

was used in a photo/thermal epoxy cationic homopolymerization [29].  

Moreover, a two-stage thiol-ene/epoxy homopolymerization was employed in 

another study taking advantage of the multifunctionality of allyl terminated 

hyperbranched polyesters [30]. In both cases, the high functionality of 

hyperbranched polymers allowed us to reach a glass transition temperature 

higher than expected due to the tighter network structure. 

In the present paper, we describe the synthesis and characterization of the 

allyl-terminated hyperbranched poly(ethyleneimine) (PEIene) used as a 

multifunctional ene-macromonomer in the thiol-ene  photoinitiated process. 

Hyperbranched poly(ethyleneimine) has been extensively used after 

modification, mainly in encapsulation and molecular transport [31, 32] but  also 

in the improvement of thermosets [33, 34]. The amine groups in its structure 

allow attaching different moieties [35] or even grow different polymeric branches 

[34]. The polymer synthesized, PEIene, was mixed in different proportions with 

diglycidylether of bisphenol A (DGEBA) and the corresponding stoichiometric 

proportion of pentaerythritol tetrakis (3-mercaptopropionate) (PETMP) and then 

cured in a photo/thermal two stage consecutive process.  On changing the 

PEIene/DGEBA proportion the contribution of each polymerization mechanism 

varies and subsequently the properties of the final materials. The presence of 

tertiary amine in the PEI-ene structure can catalyze the thiol-epoxy reaction 

which is the second step of the curing. Due to this fact the curing conditions 

have been deeply studied by FTIR/DSC-UV and in a photoirradiation chamber 

to know about the separation or overlapping of both processes. The materials 

obtained were characterized by TGA and DMTA.  

 

2. Experimental Part 

2.1 Materials 
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Poly(ethyleneimine) (PEI) Lupasol®FG (800 g/mol) was kindly donated by 

BASF and used without further purification. From the molecular weight of the 

polymer and of the repeating unit an average degree of polymerization of 18.6 

was calculated. According to the data sheet, the relationship (NH2/NH/N) was 

(1/0.82/0.53) and thus by calculations the equivalent number of primary, 

secondary and tertiary amines resulted to be 0.010, 0.00837, and 0.0053 eq/g. 

Allyl glycidyl ether, pentaerythritol tetrakis (3-mercaptopropionate) (PETMP), 1-

methylimidazole (1-MI) and 2,2-dimethoxy-2-phenylacetophenone (DMPA) were 

all purchased from Sigma-Aldrich. Isopropanol was purchased from Scharlab. 

Diglycidylether of bisphenol A (DGEBA) Araldite GY 240 (EEW = 182 g/eq) was 

provided by Huntsman. 

2.2 Synthesis of allyl-terminated hyperbranched poly(ethylenimine) (PEIene) 

(Scheme 1) 

In a 50 mL two neck round-bottomed flask provided with magnetic stirrer, 

addition funnel and Ar inlet, 2 g of PEI (2.5 mmol) were dissolved in 10 mL of i-

PrOH. Then, the stoichiometric quantity of allyl glycidyl ether (6.63 g, 58.1 

mmol) was added. The reaction mixture was kept at 50ºC for a day. The crude 

product (yellowish oil) was dried at 50ºC under vacuum during two days.  

1H-NMR (CDCl3,  in ppm) (see Figure 1): 5.87 ppm (-CH=CH2, 5), 5.2 (-

CH=CH2, 6), 3.98 ppm (-O-CH2-CH=, 4), 3.82 (-CH-OH)-, 2), 3.38 (-CH-OH-

CH2-O-, 3) and 2.7-2.4 ppm ((-CH2-N(CH2)-, 1 and PEI). 

13C-NMR (CDCl3,  in ppm): 134.7 ppm (-CH=CH2), 117.9 ppm (-CH=CH2), 77.5 

ppm (-CH(OH)-CH2-O-), -76.8 ppm (-O-CH2-CH=), 72.5 ppm (-CH-OH-) and 70-

50 ppm (-CH2-N and PEI nucleus). 

Tg, determined by DSC = - 55ºC. 

Thermal stability, determined by TGA in N2, T5%= 311ºC, Tmax= 345ºC. 

2.3. Preparation of formulations and samples 

The formulations were prepared by beating at room temperature different 

amounts of PETMP-PEIene and PETMP-DGEBA stoichiometric mixtures, 

taking into account that the functionalities of the different reactants are: 4 for 

PETMP, 2 for DGEBA and 22 for PEIene.  Compositions of 20, 40, 60 and 80% 

w/w of PETMP-PEIene/PETMP-DGEBA, neat PETMP-PEIene and neat 
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PETMP-DGEBA formulations were tested. The formulations were named as x 

thiol-ene, being x the proportion of the mixture PETMP-PEIene in the 

formulation. The mixture PETMP-PEIene contained 1 phr of DMPA (parts of 

initiator for 100 parts of mixture). The photoinitiator was dissolved into the 

formulation by heating at 70ºC until the mixture became clear. PETMP-DGEBA 

formulation contained 2 phr of 1-MI (parts of amine by 100 parts of DGEBA). 

The composition of the mixtures is detailed in Table 1.  

Rectangular samples (40 mm x 10 mm x 1.5 mm)  were obtained in a Teflon 

mold covered with a poly(propylene) film by irradiation under light-curing 

equipment (Dymax ECE 2000 UV light-curing flood lamp system) during 2 min 

(in intervals of 30 s with 5 min among them, 1 min for each face of the sample) 

(UV-intensity of 105 mW/cm2, 365 nm) and then thermally treated at 100ºC for 1 

h and 120 ºC for 30 min in an oven. 

2.4. Characterization techniques 

1H NMR and 13C NMR measurements were carried out in a Varian Gemini 

400 spectrometer. CDCl3 was used as the solvent. For internal calibration the 

solvent signal corresponding to CDCl3 was used: δ (1H) = 7.26 ppm, δ (13C) = 

77.16 ppm. 

Photocalorimetric experiments were performed in order to study the thiol-ene 

stage of the dual curing. The samples were photocured at 30ºC using a Mettler 

DSC-821e calorimeter (Mettler-Toledo, Schwerzenbach, Switzerland) 

appropriately modified to permit irradiation with a Hamamatsu Lightningcure 

LC5 (HgeXe lamp) with two beams, one for the sample side and the other for 

the reference side. Samples weighing ca. 5 mg were cured in open aluminum 

pans in a nitrogen atmosphere. Two scans were performed on each sample in 

order to substract the thermal effect of the UV irradiation from the photocuring 

experiment, each one consisting of 2 min of temperature conditioning, 6 min of 

irradiation and finally 2 more minutes without UV light. A light intensity of 30 

mW/cm2 (calculated by irradiating graphite-filled pans on only the sample side) 

was employed.  

Dynamic postcuring experiments were carried out in a Mettler 822e 

calorimeter with a TSO801RO robotic arm (Mettler-Toledo, Schwerzenbach, 

Switzerland), from -100ºC to 250ºC, under a nitrogen atmosphere at 10ºC/min. 
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The degree of conversion, XUV, during the photocuring stage was calculated in 

the basis of the heat evolved during the postcuring as follows: 

 

      
      

     
 

 

where ΔHpost is the heat released during the postcuring process and  ΔHtot 

corresponds to the heat evolved during complete cure of the formulation. 

A Bruker Vertex FTIR spectrometer equipment (resolution of 4 cm-1) with an 

attenuated-total-reflectance accessory with a diamond crystal (Golden Gate 

heated single-reflection diamond ATR, Specac-Teknokroma) was used to 

monitor the UV curing. All the measurements were performed at room 

temperature. An irradiation lamp (Hamamatsu Lightningcure LC5 (HgeXe 

lamp)) was used to induce the photopolymerization (light intensity of 30 

mW/cm2). The samples were irradiated for 2 min and IR spectra were collected 

before and after irradiation. The UV process was followed by the thiol band at 

2570 cm-1 and allyl band at 1643 cm-1. 

Thermogravimetric analyses were carried out in a nitrogen atmosphere with a 

Mettler TGA/SDTA 851e thermobalance. Samples with an approximate mass of 

8 mg were degraded between 30 and 800 ºC at a heating rate of 10 ºC/min in 

N2 (100 cm3/min measured in normal conditions).  

Dynamic mechanical thermal analyses were carried out with a TA 

Instruments DMA Q800 device. The samples were prepared as described 

before. Single cantilever bending at 1 Hz and amplitude 10m was performed 

at 3 ºC/min from 50 ºC below Tg to 50ºC after Tg for each sample. 

3. Results and Discussion 

3.1. Synthesis and characterization of the allyl-terminated hyperbranched 

poly(ethylenimine) (PEIene) 

In this work we synthesized an allyl-terminated hyperbranched 

poly(ethylenimine) (PEIene) by reacting PEI with a molecular weight of 800 

g/mol with allyl glycidyl ether at 50ºC in isopropanol, taking advantage of the 

(1) 
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nucleophilicity of amines of PEI which react with the oxirane ring. The synthetic 

pathway is depicted in Scheme 1.  

From the degree of polymerization of PEI and the relationship (NH2/NH/N) 

(1/0.82/0.53) published in the data sheet, we calculated the average number of 

active groups per molecule, NH and NH2, which resulted to be 6.4 secondary 

amines and 7.9 primary amines in average per molecule [34]. From this number 

and taking into account that the secondary amines can react twice in front of the 

epoxide group the quantity of allyl glycidyl ether was calculated. By 1H-NMR 

(Figure 1) we confirmed that the practical complete reaction was achieved 

because of the disappearance of epoxy group signals and the appearance of 

signal 2, corresponding to the methine group formed by the attack of the amine 

to the epoxide. Following the procedure previously reported [36] we calculated 

the degree of modification from the integration of the signals coming from the 

methine proton (signal 2) and the protons of PEI structure (subtracting the area 

of signal 3) and applying the following equation: 

 

  
    

                 
 

 

where, I(x) is the integration of the group of protons assigned in Figure 1. From 

x and the relationship between primary amine end groups (T), secondary amine 

linear units (L), and tertiary amine dendrimeric units (D) and taking into account 

that primary amines can react twice with oxiranes it is possible to calculate the 

degree of modification (DM) by using the next equation: 

 

                         

 

In this way, a modification degree of 100.2 % was calculated which falls in 

the range of error for a complete modification complete modification. The 

knowledge of the degree of modification and the average number of allyl groups 

in the PEI ene structure is essential to calculate the composition of the curing 

formulations.   

3.2 Study of the photopolymerization and thermal process 

(2) 

(3) 
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Dual curing thermosets are formulations that can be partially cured, with a 

controlled advancement of the intermediate curing, as an initial stage after 

being applied onto a substrate and then later completely cured under heat. 

Usually, they combined two different curing methodologies, photocuring and 

thermal curing. Dual curing also offers the possibility of tailoring the material 

properties by changing the monomer and initiator concentrations and curing 

conditions [23] which can be understood by the mechanism of each reaction. 

Click reactions are very valuable to be applied for dual curing thermosets 

because of their orthogonality and selectivity and the high yields without 

elimination of volatiles.  

Thiol-ene polymerization, in which a thiol adds to a carbon-carbon double 

bond, uses radical species as initiator and is often photochemically induced as 

represented in Scheme 2 [37]. DMPA was used as photoinitiator and cleaved 

by absorbing a photon of light, whereupon it abstracts a hydrogen atom from a 

thiol monomer, generating a thiyl radical that further reacts. 

On the basis of this mechanism, it is generally assumed that, given an initial 

stoichiometric mixture of thiol and ene functional groups, the thiol and ene 

components will be consumed at identical rates. 

To confirm the completion of thiol-ene reaction between PETMP and PEIene, 

FTIR spectra of the samples were registered during UV-irradiation.  Figure 2 

represents the FTIR of the 100 thiol-ene sample, before and after irradiation. 

Before irradiation, the spectrum of the liquid film presents the –SH band at 2576 

cm-1 and -C=C- band at 1643 cm-1, since the  reaction mixture consists of 

stoichiometric amounts of thiol and ene supplemented with a small percentage 

of photoinitiator. As we can see, after 2 min of irradiation, the absorptions due to 

the thiol monomer and the double bond have disappeared completely which 

evidences that the thiol-ene reaction has been completed. It should be 

commented, that the FTIR spectra during irradiation were taken for all the 

formulations but the monitoring of the thiol-ene reaction was not always 

possible, firstly by the presence of the peaks from DGEBA which overlaps the -

C=C- band and secondly because unreacted thiol groups are still present in the 

mixture to react with epoxy monomers. 
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The second process in the proposed dual curing is the thiol-epoxy reaction, 

which consists in a simple nucleophilic ring-opening reaction by a thiolate anion, 

formed by hydrogen abstraction with amine.  The alkoxide anion formed is 

protonated by proton transfer from a quaternary ammonium salt formed in the 

activation of thiol or by the thiol itself, as depicted in Scheme 3. This 

mechanism puts in evidence the role of tertiary amine as catalyst. 

In our case, PEIene has several tertiary amines in the structure which can act 

like a base and promote the thiol-epoxy curing by opening of the oxirane rings. 

This could be an advantage since no amine should be added but it can be also 

a drawback because of it can lead to the partial overlapping of thiol-ene and 

thiol-epoxy reactions, suppressing the dual character of the curing process. 

Since the concentration of amine (acting as a basic catalyst) is an important 

issue in the catalysis of the thiol-epoxy process, the composition of the 

formulation, in which the PEIene proportion is varied, is one of the main factors 

affecting the kinetics of both processes and the characteristics of the materials 

after the first stage and after complete curing.  

First of all, the effect of the basicity of the amines in the PEIene structure on 

the thiol-epoxy reaction was evaluated by DSC experiments. The enthalpy per 

epoxy equivalent was calculated for each non-irradiated formulation and 

compared with values reported in the literature [38] to verify that the thiol-epoxy 

reaction took place completely. Only in formulations containing 60% or 80% of 

PETMP-PEIene the total conversion of epoxy groups was achieved. When the 

proportion of PETMP-PEIene was lower, we realized that the thiol-epoxy 

reaction was not completed. As an example, in formulation 20 thiol-ene an only 

45% of epoxide conversion was evaluated. These results suggest that the 

basicity of the medium, due to the amines in PEIene is not enough to fully 

catalyze the thiol-epoxy reaction.  Taking this into account, 1-methyl imidazole 

(1-MI) was added to all the formulations and the thiol-epoxy reaction was 

completed in all of them. Calorimetric curves for the previously irradiated 20 

thiol-ene formulation with and without 2 phr of 1-MI are represented in Figure 3. 

As we can see, on comparing the curves, different shapes can be observed. 

The addition of 1-MI to the sample produces a faster curing at lower 

temperatures and in a narrower range. Moreover, whereas the heat evolved in 

the sample containing 1-MI is 126 kJ/ee, the heat for the non-catalyzed 
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formulation is only 52 kJ/ee, which indicates that when the proportion of PEIene 

in the formulation is low the epoxy reaction cannot be completed in the absence 

of added 1-MI. For this reason, 2 phr of 1-MI (in reference to DGEBA) was 

added to all formulations. 

Carioscia et al. [23] reported that epoxy homopolymerization occurred in 

thiol-ene/thiol epoxy formulations and this competitive process became more 

important when the epoxy concentration was decreased. This was attributed to 

the reduced mobility of the unreacted thiol group in the materials, greater when 

the vinyl group concentration increased. As a base, the authors selected 2,4,6-

tris(dimethylaminomethyl)phenol, which could initiate the homopolymerization 

process. To investigate if in our system the homopolymerization was a 

competitive process we could not follow the evolution of both thiol and epoxy 

bands in the FTIR spectra, but thiol absorptions have disappeared completely in 

the spectrum of the final material, which indicates that thiol reacts 

stoichiometrically with the epoxide groups and therefore no appreciable 

homopolymerization competes.   

Once the individual reactions were characterized the combination of a first 

photochemical reaction followed by the thermal polymerization in the dual 

curing was studied. 

 The photoinduced thiol-ene polymerization was investigated by photo-DSC 

at 30ºC. The photocalorimetry experiment was done first of all in an isothermal 

irradiation curing during 6 min to register the complete exothermal curve. These 

studies were carried to find out the minimum time necessary to reach the 

maximum conversion of thiol groups during the irradiation, which was 

determined to be 2 min. The heat flow per double bond equivalent for all the 

formulations is reported in Table 2. As we can see, the 100 thiol-ene 

formulation rends an enthalpy per double bond equivalent of 60 kJ. Similar 

results were obtained for all the formulations, which indicate that in the 

photocalorimeter the thiol-ene reaction has been completed in all of them. Since 

2 min of irradiation were enough to reach the complete thiol-ene reaction, we 

registered a dynamic scan after 2 min of isothermal photocuring and the Tgs of 

these materials were determined. As we can see, on increasing the proportion 

of PEIene in the formulation the Tg also increases, as the result of the 
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crosslinking by thiol-ene reaction on the hyperbranched structure of the 

multifunctional PEI. 

We also investigated if both processes overlap during photocuring in the 

DSC. To know about this overlapping, the irradiated samples were subjected to 

a dynamic scan to determine the heat released by the epoxy-thiol reaction. 

From this value and the enthalpy per epoxy equivalent in the 0 thiol-ene 

formulation we can determine by eq. 1, the degree of conversion achieved by 

thiol-epoxy thermal process.  In this way, a partial conversion of epoxides (7 

and 14%) could be detected for formulations 60 and 80 thiol-ene, as collected in 

the table. Thus, by photo-DSC we could determine that the process has a dual 

character only in formulations 20 and 40 thiol-ene, in which the proportion of 

amines is low. The explanation to the overlapping between thiol-ene and thiol-

epoxy processes can be found in the heat evolved during the thiol-ene process, 

higher when the extension of this reaction is also higher. It should be taken into 

account that although the heat evolved by C=C equivalent are quite similar the 

heat by gram increases on increasing the PEIene content in the formulation. 

The heat evolved in the thiol-ene photopolymerization was also attributed as the 

responsible of the overlapping with epoxide homopolymerization in case of 

using pentallylamine as -ene monomer [18]. However, the extent of epoxide 

homopolymerization was even larger and could be detected when the 

proportion of allylic compound was only 10%. 

The preparation of films by the present two-stage process requires the use of 

a UV chamber to perform the first stage of curing. To see if the data and 

conclusions obtained by photo-DSC were reproducible in a bigger scale, we 

prepared samples in a mold and they were irradiated for 2 min as described in 

the experimental part. As we can see in Table 2, the thiol-epoxy reaction 

overlaps in all the formulations, being this overlapping more evident on 

increasing the proportion of PEIene in the formulation. The overlapping of the 

two reactive processes was also confirmed by comparing the Tg values 

obtained for the irradiated formulations.  Only 20 thiol-ene sample has similar Tg 

values despite the irradiation system applied and the 40 and 60 thiol-ene 

samples have a higher Tg when the materials were irradiated in the chamber 

than in the photo-DSC. It was quite surprising that the 80 thiol-ene sample 
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shows a higher Tg than the 100 thiol-ene, but it can be rationalized by the 

DGEBA-thiol reaction which cannot occur in 100 thiol-ene formulation. This also 

confirms that thiol-epoxy reaction is a competitive process occurring during 

photoirradiation. As we can see, the conversion of thiol-epoxy reaction in this 

sample was determined to be 54% by measuring enthalpies.  

The differences between photo-DSC and chamber can be attributed not only 

to the different radiation conditions but also to the size of the sample, which 

diffuse the heat in a different manner. Thus, the presence of amine groups in 

the formulation which catalyze the thiol-epoxy process, together with the heat 

evolved in the thiol-ene reaction avoid a pure dual-curing process to occur on 

preparing samples in the irradiation chamber. Sangermano et al studied by 

pyrometry the temperature reached during photoirradiation in thiol-ene/epoxy 

reactions. Although the systems and irradiation conditions were not exactly the 

same, temperatures of 78ºC could be measured, which are enough to start 

thiol-epoxy reaction. 

All the samples prepared were submitted to a post-thermal treatment to 

complete the epoxy group conversion. The temperature of the cure and post-

cure process was chosen taking into account the experiments performed by 

DSC. The irradiated samples were thermally treated for 1h at 100ºC and 30 min 

at 120ºC. Table 2 collects the Tg values determined by DSC of the materials 

after the thermal stage. On increasing the PEIene content in the formulation the 

Tgs decreased by the presence of the flexible structure of the polysulfide formed 

and the lower proportion of aromatic moieties, coming from DGEBA. The 

aliphatic structure of thiol limits the Tg value up to 55ºC for the 0 thiol-ene 

sample.  

3.3 Characterization of the materials 

 The thermal stability of the complete cured materials was determined by 

TGA. Figure 4 shows the thermogravimetric curves and the derivatives of the 

materials in N2 atmosphere. As we can see, whereas the neat 0 thiol-ene and 

100 thiol-ene present a main degradative process at different temperatures in 

the derivative curves, the other materials show both processes with 

contributions depending on the composition of the initial formulation. The main 

degradative process that appears in the 100 thiol-ene sample occurs at lower 
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temperature than the process of the 0 thiol-ene sample. Moreover, a shoulder 

appears in all the samples at temperatures higher than 400ºC. 

The most typical data extracted from TGA studies are collected in Table 3. 

As we can see, the materials begin to degrade at higher temperature when the 

proportion of PEIene in the formulation is lower, and the highest stability was 

observed by the thiol-epoxy neat material (0 thiol-ene). T2% has been taken as 

the temperature at which the mechanical characteristics of the material usually 

begin to fail and from the point of view of the behavior of the material at high 

temperature is more meaningful than Tmax. T2% is reduced in 65ºC in the neat 

thiol-ene sample in comparison to the neat thiol-epoxy material. In previous 

studies we observed the low thermal stability of PEI containing thermosets [33]. 

The higher the proportion of PEI in the material the more important is the 

degradation at lower temperature, because of the breakage of the 

poly(ethyleneimine) structure. The same behavior is observed by looking at the 

Tmax and Tshoulder in which the degradative processes of the PEI structure leads 

to a reduction of these temperatures on increasing the proportion of PEI in the 

material.  

Thermomechanical analysis of the materials prepared was performed. 

Figure 5 collects the evolution of storage modulus and tanagainst 

temperature. As we can see, the material transforms from the glassy to the 

rubbery state at lower temperature on increasing the amount of PEIene in the 

formulation, because the higher flexibility of this structure and the lower amount 

of rigid aromatic structures coming from DGEBA. However, the modulus in the 

rubbery state tends to increase. The explanation to this fact can be found in the 

lower molecular weight between crosslinks on increasing the amount of PEI 

structures, since the structural unit in the HBP is rather short. Thiol-DGEBA 

polymerization leads to a network structure with a high molecular weight 

between crosslinking points. 

The shape of the tan  curves (Figure 5) is in all cases unimodal indicating a 

complete homogeneous material. The temperatures of the maximum of tan 

decrease on increasing the proportion of PEIene in the formulation, similarly as 

the decrease in Tg observed by DSC.  
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Figure 6 shows the flexibility and appearance of one of the materials 

obtained, which are pale yellow and somewhat transparent. 

4. Conclusions 

A new allyl terminated hyperbranched poly(ethyleneimine) (PEIene) was 

synthesized by reaction of PEI with allyl glycidyl ether. This multifunctional 

macromonomer has been used as -ene component in thiol-ene/thiol-epoxy 

curing formulations. 

Different formulations of PEIene/DGEBA with stoichiometric amounts of 

pentaerythritol tetrakis (3-mercaptopropionate) were cured by a two-stage 

process consisting of a first photoirradiation and a second thermal treatment. To 

catalyze both processes a photoinitaitor (DMPA) and a base (1-MI) were 

necessary. 

The presence of amines in the PEIene structure together with the heat 

evolved in the thiol-ene process led to an early initiation of the thiol-epoxy 

reaction during photocuring. The overlapping of both processes is greater on 

increasing the amount of PEIene in the formulation. This overlapping occurs in 

different proportions in the photo-DSC and in the photoirradiation chamber, 

because of the different irradiation conditions and size of the sample. 

The materials are thermally more stable by increasing the proportion of 

DGEBA in the formulation, since the PEIene structure begins to degrade at 

lower temperatures.   

The Tgs of the final materials decrease on increasing the proportion of 

PEIene in the formulation, due to the high flexibility of this hyperbranched 

structure. However, the storage modulus in the rubbery state increases, 

because of the lower molecular weight between crosslinks in rich PEIene 

materials. 

 

5. Acknowledgements 

The authors would like to thank MINECO (MAT2014-53706-C03-01, 

MAT2014-53706-C03-02) and Generalitat de Catalunya (2014-SGR-67) for 

giving financial support. BASF and Huntsman are acknowledged for kindly 

providing Lupasol samples and Araldite GY 240, respectively. 

 



16 

 

                                                 

[1] C. E. Hoyle, A. B. Lowe, C. N. Bowman. Thiol-click chemistry: a multifaceted 

toolbox for small molecule and polymer synthesis. Chem. Soc. Rev. 39 (2010) 

1355-1387.  

[2] M. H. Stenzel. Bioconjugation Using Thiols: Old Chemistry Rediscovered to 

Connect Polymers with Nature’s Building Blocks. ACS Macro. Lett. 2 (2013) 14-

18. 

[3] A. Brändle, A. Khan. Thiol-epoxy ‘click’ polymerization: efficient construction 

of reactive and functional polymers. Polym. Chem. 3 (2012) 3224-3227. 

[4] S. De, A. Khan. Efficient synthesis of multifunctional polymers via thiol-epoxy 

‘‘click’’ chemistry. Chem. Commun. 48 (2012) 3130-3132. 

[5] R. M. Hensarling, S. B. Rahane, A. P. LeBlanc, B. J. Sparks, E. M. White, J. 

Locklin, D. L. Patton. Thiol–isocyanate ‘‘click’’ reactions: rapid development of 

functional polymeric surfaces. Polym. Chem. 2 (2011) 88-90. 

[6] X. K. D. Hillewaere, R. F. A. Teixeira, L-T.T. Nguyen, J. A. Ramos, H. 

Rahier, F. E. Du Prez. Autonomous Self-Healing of Epoxy Thermosets with 

Thiol-Isocyanate Chemistry. Adv. Funct. Mater. 24 (2014) 5575–5583. 

[7] D. P. Nair, M. Podgorski, S. Chatani, T. Gong, W. Xi, C. R. Fenoli, C. N. 

Bowman. The Thiol-Michael addition click reaction: A powerful and widely used 

tool in Materials Chemistry. Chem. Mater. 26 (2014) 724-744. 

[8] B. D. Mather, K. Viswanathan, K. M. Miller, T. E. Long. Michael addition 

reactions in macromolecular design for emerging technologies. Prog. Polym. 

Sci. 31 (2006) 487–531. 

[9] A. B. Lowe. Thiol-ene ‘click’ reactions and recent applications in polymer and 

materials synthesis. Polym. Chem. 1 (2010) 17-36. 

[10] C. E. Hoyle, T. Y. Lee, T. Roper. Thiol–enes: Chemistry of the past with 

promise for the future. J. Polym. Sci. Part A: Polym. Chem. 42 (2004) 5301-

5338. 

[11] A. B. Lowe. Thiol-yne ‘click’/coupling chemistry and recent applications in 

polymer and materials synthesis and modification. Polymer 55 (2014) 5517-

5549. 

[12] R. Hoogenboom. Thiol–yne chemistry: A powerful tool for creating highly 

functional materials. Angew. Chem. Int. Ed. 49 (2010) 3415-3417. 



17 

 

                                                                                                                                               

[13] Z. Beyazkilic, M. U. Kahveci, B. Aydogan, B. Kiskan, Y. Yagci. Synthesis of 

polybenzoxazine precursors using thiols: Simultaneous thiol–ene and ring-

opening reactions. J. Polym. Sci. Part A: Polym. Chem. 50 (2012) 4029-4036. 

[14] T. Griesser, A. Wolfberger, U. Daschiel, V. Schmidt, A. Fian, A. Jerrar, C. 

Teicherte, W. Kernac. Cross-linking of ROMP derived polymers using the two-

photon induced thiol–ene reaction: towards the fabrication of 3D-polymer 

microstructures. Polym. Chem. 4 (2013) 1708-1714. 

[15] M. Bednarek. Application of cationic polymerization by activated monomer 

mechanism and click reactions for the synthesis of functionalized polylactide. 

Polimery 57 (2012) 501-509. 

[16] H. Liu, S. Li, M. Zhang, W. Shao, Y. Zhao. Facile synthesis of ABCDE-type 

H-shaped quintopolymers by combination of ATRP, ROP, and click chemistry 

and their potential applications as drug carriers. J. Polym. Sci. Part A: Polym. 

Chem. 50 (2012) 4705-4716. 

[17] H. Lu, J. A. Carioscia, J. W. Stansbury, C. N. Bowman. Investigations of 

step-growth thiol-ene polymerizations for novel dental restoratives. Dent. Mater. 

21 (2005) 1129-1136. 

[18] M. Sangermano, M Cerrone, G. Colucci, I. Roppolo, R. Acosta Ortiz. 

Preparation and characterization of hybrid thiol-ene/epoxy UV–thermal dual-

cured systems. Polym. Int. 59 (2010) 1046-1051. 

[19] T. Yoshimura, T. Shimasaki, N. Teramoto, M. Shibata. Bio-based polymer 

networks by thiol–ene photopolymerizations of allyl-etherified eugenol 

derivatives. Eur. Polym. J. 67 (2015) 397-408. 

[20] P. M. Ajayan, L. S. Schadler, P. V. Braun. Nanocomposite Science and 

Technology. Wiley-VCH, Weinheim, 2003. 

[21] K. Zou, M.D. Soucek. UV-Curable Organic-Inorganic Hybrid Film Coatings 

Based on Epoxidized Cyclohexene Derivatized Linseed Oil. Macromol. Chem. 

Phys. 205 (2004) 2032-2039. 

[22] M. Sangermano, G. Colucci, M. Fragale, G. Rizza. Hybrid organic inorganic 

coatings based on thiol-ene systems. React. Funct. Polym. 69 (2009) 719-723. 

[23] J. A. Carioscia, J. W. Stansbury, C. N. Bowman. Evaluation and control of 

thiol-ene/thiole-epoxy hybrid networks. Polymer 48 (2007) 1526-1532. 



18 

 

                                                                                                                                               

[24] F. Saharil, F. Forsberg, Y. Liu, P. Bettotti, N. Kumar, F. Niklaus, T. 

Haraldsson, W. van der Wijngaart, K. B. Gylfason. Dry adhesive bonding of 

nanoporous inorganic membranes to microfluidic devices using the OSTE(+) 

dual-cure polymer. J. Micromech. Microeng, 23 (2013) 025021. 

[25] F. Forsberg, F. Saharil, T. Haraldsson, N. Roxhed, G. Stemme, W. 

Wijngaart, F. van der; Niklaus. A comparative study of the bonding energy in 

adhesive wafer bonding J. Micromech. Microeng., 23 (2013) 085019. 

[26] M. Sangermano, I. Roppolo, R. Acosta Ortiz, A. G. Navarro Tovar, A. E. 

García Valdez, L. Berlanga Duarte. Interpenetrated hybrid thiol-ene/epoxy UV-

cured network with enhanced impact resistance. Prog. Org. Coat. 78 (2015) 

244-248. 

[27] M. Morell, M. Erber, X. Ramis,  F. Ferrando, B. Voit, A. Serra. New epoxy 

thermosets modified with hyperbranched poly(ester-amide) of different 

molecular weight. Eur. Polym. J. 46 (2010) 1498-1509. 

[28] Boogh L, Pettersson B, Månson JAE. Dendritic hyperbranched polymers as 

tougheners for epoxy resins. Polymer 40 (1999) 2249-2261. 

[29] D. Foix, X. Ramis, A. Serra, M. Sangermano. UV generation of a 

multifunctional hyperbranched thermal crosslinker to cure epoxy resins. 

Polymer 52 (2011) 3269-3276. 

[30] M. Flores, A. M. Tomuta, X. Fernández-Francos, X. Ramis, M. 

Sangermano, A. Serra. A new two-stage curing system: Thiol-ene/epoxy 

homopolymerization using an allyl terminated hyperbranched polyester as 

reactive modifier. Polymer 54 (2013) 5473-5481. 

[31] Peng-Fei  Cao, Zhe  Su, Al  de  Leon,  Rigoberto  C.  Advincula. 

Photoswitchable Nanocarrier with Reversible Encapsulation Properties. 

ACSMacroLett. 4 (2015) 58-62. 

[32] M. Adeli, R. Haag. Multiarm Star Nanocarriers Containing a Poly(ethylene 

imine) Core and Polylactide Arms. J. Polym. Sci: Part A: Polym. Chem. 44 

(2006) 5740–5749.  

[33] X. Fernández-Francos, D. Santiago, F. Ferrando, X. Ramis, J.M. Salla, A. 

Serra, M. Sangermano. Network structure and thermomechanical properties of 

hybrid DGEBA networks cured with 1-methylimidazole and hyperbranched 

poly(ethyleneimine)s. J. Polym. Sci. Part B: Polym. Phys. 50 (2012) 1489-1503. 



19 

 

                                                                                                                                               

[34] C. Acebo, X. Fernández-Francos, F. Ferrando, A. Serra, J.M. Salla, X. 

Ramis. Multiarm star with poly(ethyleneimine) core and poly(-caprolactone) 

arms as modifiers of diglycidylether of bisphenol A thermosets cured by 1-

methylimidazole. React. Funct. Polym. 73 (2013) 431-441.  

[35] C. Acebo, X. Fernández-Francos, M. Messori, X. Ramis, A. Serra. Novel 

epoxy-silica hybrid coatings by using ethoxysilyl-modified hyperbranched 

poly(ethyleneimine) with improved scratch resistance. Polymer 55 (2014) 5028-

5035. 

[36] H. Liu, Y. Chen, Z. Shen. Thermoresponsive hyperbranched 

polyethylenimines with isobutyramide functional groups. J. Polym. Sci: Part A: 

Polym. Chem. 45 (2007) 1177-1184. 

[37] M. S. Kharasch, J. Read, F. O. R. Mayo. The Peroxide Effect in the 

Addition of Reagents to Unsaturated Compounds. XVI. The Addition of 

Thioglycolic Acid to Styrene and Isobutylene. Chem. Ind. (London) 57 (1938) 

752 

[38] D. Guzmán, X. Ramis, X. Fernández-Francos, A. Serra. New catalysts for 

diglycidylether of bisphenol A curing based on thiol-epoxy click reaction. Eur. 

Polym. J. 59 (2014) 377-386. 



Table 1. Composition of the formulations 

Sample 

PEIene  DGEBA  PETMP  

(mmol) (g) (mmol) (g) (mmol) (g) 

0 thiol-ene -  1.65 0.60 0.82 0.40 

20 thiol-ene 0.037 0.12 1.30 0.46 0.86 0.41 

40 thiol-ene 0.065 0.22 0.99 0.36 0.86 0.42 

60 thiol-ene 0.101 0.33 0.68 0.25 0.88 0.42 

80 thiol-ene 0.13 0.44 0.33 0.12 0.90 0.44 

100 thiol-ene 0.16 0.55 - - 0.91 0.45 
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Table 2. Calorimetric data of the different formulations studied 
 

Sample 

DSC data after irradiation  

in photo-DSC 

DSC data after 

irradiation in the 

chamber 

 Final 

material 

ΔH a 

(kJ/C=Ceq) 

Xb 

(%) 

Tg
c 

(ºC) 

ΔH d 

(kJ/ee) 

X e 

(%) 

Tg f 

(ºC) 

Tg
g 

(ºC) 

0 thiol-ene - -  125 - - 55 

20 thiol-ene 60 0 -26 124 2 -26 50 

40 thiol-ene 59 0 -18 114 9 -11 42 

60 thiol-ene 62 7 -5 70 40 5 30 

80 thiol-ene 64 14 0.5 57 54 10 20 

100 thiol-ene 60 - 7 - - 7 7 
a 
Heat released per ene equivalent during irradiation in the photo-DSC during 6 min at 30 ºC. 

b 
Epoxy group conversion after 2 min of irradiation in the photo-DSC determined by Eq. 1 

c 
Glass transition of the material after 2 min of  irradiation in photo-DSC determined in a second 

dynamic scan. 
d 

Heat released by epoxy equivalent after irradiation during 2 min in the irradiation chamber, 
determined in a dynamic scan at 10ºC/min.  
e
 Epoxy group conversion after  irradiation in the chamber determined from DSC data and Eq. 1.  

f 
Glass transition of the intermediate material after irradiation during 2 min in the chamber 

determined by DSC  
g
 Glass transition determined in a second scan in the DSC, of the final material after irradiation 

and a first dynamic scan at 10ºC/min. 

 

Table 2



Table 3. Thermal stability and thermomechanical data of the cured materials 

 TGA DMTA 

Sample 
T2%

a 

(ºC) 

Tmax
b 

(ºC) 

Tshoulder
c 

(ºC) 

Er
d
 

(MPa) 

Ttan 
e 

(ºC) 

0 thiol-ene 304 360 441 12 58 

20 thiol-ene 281 357 436 11 53 

40 thiol-ene 270 348 428 19 40 

60 thiol-ene 265 334 423 24 30 

80 thiol-ene 252 318 422 26 24 

100 thiol-ene 239 318 420 28 14 
a 
Temperature of the 2% of weight loss in N2 atmosphere. 

b 
Temperature of the maximum decomposition rate. 

c 
Temperature of the maximum rate of degradation in the last process. 

d
 Storage modulus in the rubbery state 

e 
Temperature of maximum of tan curve. 
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FIGURE CAPTIONS 

Scheme 1. Synthetic route of allyl-terminated hyperbranched poly(ethylene-

imine) (PEIene). 

Scheme 2. Mechanism of the radical thiol-ene reaction. 

Scheme 3. Mechanism for the thiol-epoxy reaction. 

Figure 1. 1H-NMR spectrum of allyl-terminated hyperbranched poly 

(ethyleneimine) in CDCl3. 

Figure 2. FTIR-UV spectra of the 100 thiol-ene formulation before and after UV-

irradiation. 

Figure 3. Calorimetric curves of the previously irradiated 20 thiol-ene sample. 

Figure 4. Themogravimetric curves at 10ºC/min in N2 atmosphere of cured 

materials. 

Figure 5. Storage modulus and tan  evolution against temperature for the 

materials obtained. 

Figure 6. Photograph of the material prepared from 60 thiol-ene formulation. 
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