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 Materials with the ability to conduct both ionic and electronic charge have found a number 

of new applications recently with real potential to change the world. Each of these applications 

has its own design requirements, however all of these rely on the ability of the polymer to 

conduct ions throughout the bulk of the film. In order to expand these capabilities, deeper 

understanding of what affects ion injection and transport is required. Specifically, the role of the 

electrolyte, polymer, and processing conditions all play a role. Here we specifically isolate these 

effects to develop a deeper understanding of what factors control ion injection and transport in 

conjugated polymer mixed electronic/ionic conductors. Specifically, we show that larger, more 

polarizable anions are able to enter hydrophobic polymers films at a lower potential, to a greater 

extent, and faster. Next, we investigate the role of the polymer side-chain and find that polar side 

chains enhance ion uptake. Additionally, we show the polymer morphology affects performance 

in different ways than it does in dry films, suggesting the need for new design rules. Finally, we 



show in certain cases the charge compensation process is cation dependent as well. Together 

these studies help develop our understanding of ion injection into semiconducting polymers.
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Chapter 1. Introduction 

1.1 MOTIVATION 

Materials that are able to effectively transport both ionic and electronic charges have seen a recent 

resurgence of research interest for a broad array of applications of critical importance including 

biosensing1,2 and energy storage.3,4 Other applications that require materials that can conduct both 

ions and electrons include actuators,5 light-emitting electrochemical cells,6 bioelectronics,7,8 ion 

pumps,9,10 neuromorphic computing,11–13 and organic electrochemical transistors.14,15 Each of 

these diverse applications relies in some way on the coupling between ions and electrons within 

the active layer of the material. For the applications mentioned above, conjugated polymers 

specifically designed to allow facile ion injection have proven highly effective. It may not be 

immediately clear how the capacity of an all polymer super capacitor relates to the sensitivity of a 

polymer-based glucose sensor. However, the fundament processes of ion injection and transport 

within conjugated polymer govern both of these processes. Despite the recent progress, the factors 

that control the ion injection and transport, as well as ionic to electronic coupling remain 

understudied. Without universal rules that define how ions will interact with a material, each 

application space moves forward without the understanding informed by other similar devices. 

Here we seek to elucidate the fundamental factors that control ion injection in conjugated 

polymers. To do that, we choose to use the organic electrochemical transistor (OECT) as the 

template application that will allow us to draw conclusions relevant to all applications of mixed 

conductor.  
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1.2 THE ORGANIC ELECTROCHEMICAL TRANSISTOR 

The structure of an OECT is shown in Figure 1.1A. In an OECT a mixed conductor connects the 

source and drain electrode and is in direct contact with an electrolyte. The gate electrode is also in 

contact with the electrolyte. Application of a bias at the gate, modulates the number of electronic 

carriers in the organic mixed conductor, thereby changing the conductivity of the channel and 

modulating the current between the source and drain electrodes. Typical characterization of an 

OECT is known as a transfer curve, shown in Figure 1.1B, where the current between the source 

and drain (ID) is plotted as a function of the applied gate voltage (VG). The slope of the transfer 

curve is known as the transconductance, gm. This transconductance value can be described by the 

following equation: 

𝑔𝑚 =  
𝑊𝑑

𝐿
 µ 𝐶∗ (𝑉𝑡ℎ − 𝑉𝐺)   Eq 1. 

where W is the width of the channel, d is the thickness of the active layer, L is the length of the 

channel, µ is the electronic carrier mobility, C* is the volumetric capacitance, and Vth is the 

threshold voltage.16 It is worth noting that if the active layer does not allow ion transport the 

thickness of the active layer no longer matters and Equation 1 collapses to the two dimensional 

transconductance equation for field effect transistors. Inal et al. showed that the product µC* is the 

materials figure of merit of OECT applications and allows for fair and repeatable comparisons 

between materials.16 Although one OECT is enough to estimate the µC* product, by varying the 

dimensions and therefore 
𝑊𝑑

𝐿
 researchers can fit a number of different transistors for more accurate 

determination of µC*. This procedure isolates the steady state product of the electronic carrier 

mobility and the volumetric capacitance of the material. Depending on the desired application, the 

kinetics of turning a device on/off can be of critical importance. Additionally, some applications 
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like energy storage require materials stable enough to be cycled thousands of times; whereas, 

stability is much less of a concern for a one-time-use biosensor.  

 

 
Figure 1.1 Schematic of an Organic Electrochemical Transistor A) Schematic of the device 

structure showing a source and drain electrode bridged by an organic mixed conductor in contact 

with an electrolyte. The left inset shows the “off” state where there are very few charge carriers in 

the active layer and the current between the source and drain is low. The right insert shows the 

“on” state where ions and hold are injected into the polymer creating a highly conductive active 

layer, which leads to high current between the source and drain electrode. B) Transfer curve of an 

OECT, where the current between the source and drain current is plotted against the applied gate 

voltage. The slope of the transfer curve is the transconductance, gm. 

In order to understand what makes organic electrochemical transistors so good for certain 

applications, we take a closer look at what the doping process in these materials looks like. In a 

conventional field effect transistor, the application of bias induces charges in the film. However, 
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since there is no mobile ionic species available this induced charge reaches a maximum at a the 

double layer capacitance of the device. By contrast, OECTs operate in contact with an electrolyte 

that contains mobile ions, as shown in Figure 1.2.  The induced electronic charges in an OECT can 

be electronically compensated by an ion from solution resulting in a paired polaron (charge on the 

polymer backbone) and ion. This process allows the film to maintain charge neutrality during the 

charging process. At long times after the application of the gate bias, the number of ions and 

electronic charges with the film reaches steady state. In this steady state, the current between the 

source and drain electrode is dominated by electronic carriers flowing in the film. 

 

 

Figure 1.2 Schematic of Electrochemical Oxidation of a Mixed Conductor. In contact with 

electrolyte the polymer swells. Upon application of an oxidative bias, holes from the electrode are 

injected onto the polymer backbone. This charge is compensated by anions from solution in order 

maintain charge neutrality.  
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1.3 ION CONDUCTING CONJUGATED POLYMERS 

Over the past 5 years there has been an explosion of the number of “good” mixed conductors 

reported. The general design strategy has been to use polymer backbones that have demonstrated 

good electronic carrier mobility in field effect transistors (FETs). Most FET polymers have alkyl 

side chains, which make the polymer hydrophobic and tends to disrupt ion transport. Substituting 

this alkyl side-chain for a more hydrophilic side-chain has proven widely successful. On nearly 

every polymer backbone reported so far the use of oligoethylene glycol side chains results in 

dramatically improved ion transport including polythiophene,17 benzodithiophene,18 

propylenedioxythiophene,19 bithiophene-thioenothiophene,20 naphthalene tetracarboxylic 

diimide.21,22 We illustrate two model polymers in Figure 1.3, the alkyl side-chain poly(3-

hexylthiophene-2,5-diyl) (P3HT) and its glycol side-chain analogue poly(3-{[2-(2-

methoxyethoxy)ethoxy]methyl}thiophene-2,5-diyl) (P3MEEMT). Other polar side chains have 

also been demonstrated to improve the ion transport properties of conjugated polymer including 

alcohols,23 carboxylic acids,24 amides,25 and sulfonates.26–28 Despite a wealth of new mixed 

conductors reported, the fundamental understanding of what controls ion injection and transport 

within this fascinating class of materials is understudied. A better understanding of the 

fundamental factors that control the ion injection and transport in these materials would help guide 

further rational synthetic design of mixed conductors. 
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Figure 1.3 Polymer Structures Used. P3HT is a model conjugated polymer frequently used for 

electronic applications. P3MEEMT is a newly synthesized analogue of P3HT with an 

oligoethylene glycol side chain to promote ionic conduction.  

 

1.4 SUMMARY 

This dissertation describes three studies which seek to further understand the processes involved 

in the electrochemical doping of organic mixed ionic electronic conductors. In each case, we 

isolate the effect of one component of the system to gain insight into how different factors affect 

the system. Through this work, we develop an understanding where electrochemical doping of this 

class of materials depends the complex interplay of many factor including the electrolyte anion, 

the polymer side-chain, the polymer microstructure, and the electrolyte cation.  

First, we investigate the role of the anion in the electrochemical doping of organic mixed 

conductors. We show that large, polarizable anions are able to enter polymer films much more 

easily than small, non-polarizable anions. Using OECTs, spectroelectrochemistry, and quartz 

crystal microbalance gravimetry we show that larger ions inject into P3HT films at a lower voltage. 
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Additionally, we show that even after accounting for the difference in injection voltage, larger ions 

inject into P3HT films faster than small anions. We show that the difference in ease of injection 

(both lower potentials, and faster) can be explained by the solvation of the ions. Large ions enter 

the film free (or nearly free) of waters. However, a small ion like chloride drags upwards of 10 

waters into the film with it. We hypothesize that the inclusion of waters could explain the ion 

dependence of the electronic carrier mobility that we observe. Finally, we show that 

electrochemical strain microscopy is sensitive to the number of ions energy that enter the film at a 

certain bias.  

Next, we investigate the anion dependence in a better ionic conductor. Again, we find that larger 

anions inject at a lower bias. However, the differences in kinetics are drastically reduced in 

P3MEEMT compared to P3HT. We use X-ray diffraction to show that this is due to swelling upon 

exposure to electrolyte.  In P3MEEMT, which has ethylene glycol side chains, exposure to 

electrolyte results in an expansion in the lamellar stacking direction. Electrochemical oxidation 

(injection of ions) does not require further expansion. By contrast, in P3HT, exposure to electrolyte 

does not expand the crystal structure. Upon electrochemical oxidation, the lattice expands in the 

lamellar direction. We believe this difference in the inclusion of the electrolyte can explain the 

difference in the kinetics between the two polymers and the reduced anion dependence in 

P3MEEMT. Additionally, we investigate how the polymer microstructure affects OECT 

performance in P3MMET. Thermal annealing improves the dry transistor performance as 

expected; however, the annealed polymer performs worse than the unannealed film as an OECT. 

Since the presence of electrolyte is the difference between these two cases, we use profilometry 

and electrochemical quartz crystal microbalance gravimetry to investigate the swelling of these 

two systems. In the unannealed case we find dramatic swelling upon exposure to electrolyte and 
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significant water expulsion upon electrochemical doping. Annealing minimizes both the initial 

swelling and the need for water expulsion. To understand this further we use photoinduced force 

microscopy (PiFM) to image where ion uptake occurs and show that annealing the film leads to 

dramatic heterogeneity in ion uptake.  

Lastly, we examine the role of the cation in the charge compensation that occurs during 

electrochemical doping of P3MMET. We find that when the anion is large, the cation plays a 

dramatic role in the charge compensation. In the specific case of oxidation in KPF6, we show direct 

evidence for charge compensation occurring by cation expulsion first, followed by the 

conventional anion injection mechanism at higher doping levels. This serves as an important 

reminder that the cation is not just a bystander but can be actively involved in the doping process 

under certain conditions.  
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Chapter 2. Anion-Dependent Doping and Charge Transport in Organic 

Electrochemical Transistors1 

2.1 INTRODUCTION 

Electrochemical doping of conjugated polymers has numerous applications in technologies 

ranging from supercapacitors,1–3 to batteries,4 neuromorphic computers,5 ion pumps,6,7 actuators,8 

and high-performance biochemical sensors9,10 for transduction of signals across the 

biological/digital divide. Each of these applications makes use of the flexible nature of the polymer 

to allow some degree of ion permeation into the semiconductor, and therefore achieve more 

intimate coupling between ionic and electronic charge carriers than can be achieved in inorganic 

materials.11–13 As such, understanding the materials properties that control ion injection from 

electrolytes into organic semiconductors is a fundamental question that has the potential to affect 

the design and performance of these materials in a broad range of applications. 

Electrochemical doping of conjugated polymer materials has been studied in a variety of 

contexts.14 Historically, much early interest in doping conjugated polymers was in tuning the 

conductivity of the polymer from highly insulating to nearly metallic.15,16 In this context, the 

polymer was doped to a certain level/conductivity at the outset and then studied or used further in 

that state. However, many modern applications of doped conjugated polymers take advantage of 

the reversibility of doping/dedoping processes in these materials. When in contact with an 

electrolyte, conjugated polymers will accept electronic carriers, and counterions from solution will 

move into the polymer matrix to electronically compensate this charge.  This process is often 

 
1 Reproduced with permission from Flagg, L. Q.; Giridharagopal, R.; Guo, J.; Ginger, D. S. Anion-Dependent 

Doping and Charge Transport in Organic Electrochemical Transistors. Chem. Mater. 2018, 30, 5380–5389. 

Copyright 2018 American Chemical Society. 
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informally called doping,17 though it is more formally electrochemical oxidation and reduction of 

the material accompanied by ionic charge compensation. 

 In the field of polymer actuators in particular, the role of the compensating ion has been 

studied,18,19 mainly with the goal of optimizing the volume expansion of the film. On the other 

hand, the role of the counterion in electronic transport devices (e.g. OECTs) is much less studied. 

Many other aspects of OECT design have been shown to affect device performance including 

active layer thickness,20 threshold voltage,21 polymer side chains,22,23 and even the counter-ion 

used during polymer synthesis,24 but the nature of the dopant ion itself has been less explored. In 

fact, electrolyte identity is not even included among “standard” reporting metrics for these 

devices.25 

In mixed electronic/ionic conduction applications, we might expect the role of the dopant ion to 

be important in light of the current understanding of the materials design tradeoff between 

electronic and ionic transport, with electronic conduction occurring predominantly in more-

ordered regions and ionic conduction in more-disordered regions.26,27 Furthermore, recent research 

shows that doping alters the π-π stacking distance in polymers like P3HT and therefore the 

electronic properties.28–30 For OECTs specifically, this effect is especially pertinent.  In many 

sensing geometries the dopant is the sensing or transduction target and specific chemical 

interactions have the potential to change the sensitivity, accuracy, and operating frequency the 

transistor can achieve. Here, we study the role of dopant ions in mixed ionic/electronic conduction 

applications of organic semiconductors using P3HT-based OECTs as a model testbed.  In addition 

to being an important technology in their own right, OECTs enable facile measurements of 

electronic transport properties, and can be characterized via electronic, spectroscopic, and 

electrogravimetric measurements to obtain complementary information about doping levels and 
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ion uptake.  

Herein we focus on the model organic 

semiconductor poly(3-hexylthiophene-2,5-

diyl) (P3HT). Although P3HT is less widely 

used than PEDOT:PSS in OECT 

applications, the thiophene backbone is 

ubiquitous in current high performance 

materials,31–33 and therefore remains an 

important model system for understanding 

OECT physics. Additionally, P3HT is 

perhaps the most common model for 

polymer transport measurements, and 

electrochemical doping studies of P3HT 

have a long history.34–36 Furthermore, as an 

accumulation mode hole-transporting 

material, P3HT remains the active layer of 

choice for some applications.37,38 We 

characterize P3HT OECTs in a variety of 

electrolytes to investigate the role of the 

dopant ion identity. We use 

spectroelectrochemistry to measure the doping level of the polymer in each electrolyte, and we 

measure ion-dependent OECT parameters such as transconductance and switching rates, as well 

as carrier mobility, as a function of potential and doping level. We study the ion uptake process by 

 
Figure 2.1 Measurement of P3HT 

electrochemical transistors. (A) Device 

geometry for OECT testing, with a platinum 

counter electrode (C.E.) and an Ag/AgCl 

reference electrode (R.E.) (B) Chemical 

structures of the anions of the potassium salts 

(left to right fluoride, chloride, bromide, 

perchlorate, hexafluorophosphate, 

bis(trifluoromethanesulfonyl)imide) used in 

this study (C) Characteristic transfer curves 

(VD = -200 mV) with 6 different electrolytes 

showing increased transistor current for bulkier 

anions. 
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electrogravimetric measurements to understand the solvation of the ion within the polymer. 

Finally, we study the nanoscale structure-function relationship underpinning these responses by 

Electrochemical Strain Microscopy (ESM). 

2.2  RESULTS 

Transistor Characterization. Figure 2.1 A shows a schematic of the device geometry we use to 

study the effects of anion type on OECT performance. Briefly, we use a conventional 3-electrode 

electrochemical cell with a platinum counter electrode (C.E.), Ag/AgCl reference electrode (R.E.), 

and the polymer-coated gold interdigitated electrodes as the working electrode (W.E.). The gate 

bias/current is applied/recorded by the potentiostat, and the transistor source drain bias/current is 

applied/recorded across the pair of interdigitated electrodes by a separate source meter. Figure 2.1 

B shows the structures of the anions of the potassium salts used in this study. The chemical 

structures show the difference in size, shape, and chemical composition of the anions studied. 

Anion properties such as ionic radius and polarizability, which dramatically effect hydration, are 

outlined in Table A.1. Figure 2.1 C shows the source drain current (ID) of an OECT as a function 

of gate bias for the 6 different electrolytes at a scan rate of 0.01 Hz. The performance of the P3HT 

OECT clearly depends heavily on the anion in the electrolyte. The maximum source-drain current 

(ID) within the bias window (VG from +0.4 V to -0.8 V) varies with anion in the following order 

from least to greatest: KF, KCl, KBr, KClO4, KPF6, and KTFSI. Additional characterization of the 

transistors is shown in Figure A.1 and Figure A.2. Importantly, in addition to the magnitude of the 

drain current varying with anion type, the threshold voltage also shifts. Figure 2.1 C shows the 

threshold voltage from least negative to most negative is KTFSI, KPF6, KClO4, KBr, KCl, KF. We 

confirmed that the potential relative to Ag/AgCl is not drifting by oxidation of ferrocene (Figure 

A.4), meaning these shifts are indeed shifts in the threshold voltage, not drifts in the reference. 
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Next, we explore the origins of these ion-dependent behaviors. The source-drain current in an 

OECT is given by the following equation:  

𝐼𝐷 =
𝑊 𝑡 

𝐿
 𝑉𝐷 µ 𝑄    (1) 

where ID is the transistor current, W is the device width in cm, t is the film thickness in cm, L is 

the device length in cm, VD is the source drain voltage in volts, µ is the average carrier mobility in 

the channel in cm2 V-1 s-1, and Q is the average charge density in the channel in C cm-3.43 Since the 

geometry of the device (W, L, t) is not changing with electrolyte, and the source drain bias is held 

constant (at -200 mV) for the measurements in Figure 2.1 C, the differences in measured current 

must originate from a difference in either carrier density (Q), carrier mobility (µ), or both.  

Spectroelectrochemistry. In order to isolate the effects of carrier (doping) density from 

mobility, we determine doping level self-consistently using two separate approaches: first by 

spectroelectrochemistry and second by coulometry. To determine carrier density via 

spectroelectrochemistry we make use of the fact that, when oxidized, P3HT exhibits a different 
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spectra than its reduced state: the absorption at the undoped polymer maximum (522 nm) decreases 

and absorption increases in the subband gap 

region (See Figure A.5 C).44 Figure 2.2 A 

shows the fraction of absorption at 552 nm 

that is bleached as a function of gate bias for 

each of 6 potassium electrolytes. The 

bleaching is completely reversible under the 

conditions employed (gate biases +0.5 to - 

0.8 V vs. Ag/AgCl, see Figure A.6).  At the 

highest gate bias (-0.8 V) in KTFSI solution, 

nearly 60% of the absorption at the neutral 

polymer peak is lost. The bleach magnitude 

as a function of electrolyte, from greatest to 

least, is KTFSI, KPF6, KClO4, KBr, KCl, 

KF, which follows the same order as the 

transistor current shown in Figure 2.1 C, 

indicating that at least some of the variation 

in transistor current with anion is due to the 

differences in injected charge density with 

different anions. Additionally, the gate bias 

where the absorption bleach begins changes 

with the electrolyte from lowest to highest 

voltage in the order: KTFSI, KPF6, KBr, 

Figure 2.2 Doping level (A) Fraction of 

absorption at 552 nm bleached by 

electrochemical doping in 20 mM electrolyte as 

a function of gate bias for 6 different 

electrolytes showing anion dependent 

bleaching. (B) Doping density as determined by 

coulometry as a function of gate bias for 6 

different electrolyte showing anion dependent 

carrier density in the film. (C) Absorption 

bleach verses doping density showing 

agreement between 2 different methods of 

measuring carrier density. 
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KCl, KF, KClO4. Notably, this is similar to the ordering of the threshold voltage. We thus interpret 

the variation in transistor threshold voltage with counterion as reflecting the different potential 

required to inject ion/carrier pairs into the film. 

In addition to spectroelectrochemistry, we also use coulometry to cross-check the measured 

doping levels in our OECTs.39  To do so, we determine the charges consumed in the 

oxidation/reduction of the polymer by integrating the total gate current during the 

spectroelectrochemistry experiment, using a 3-electrode electrochemical cell (platinum counter 

electrode, Ag/AgCl reference electrode, polymer/FTO working electrode, see Figure A.5A). We 

calculate the steady-state carrier concentration at each gate bias for each electrolyte. Figure 2.2 B 

plots the results as injected carrier density versus gate bias for each of the 6 anions. These doping 

densities assume uniform doping profile, which is consistent with the extremely slow scan rates 

used herein. Both the carrier density maximum and the carrier injection onset measured by this 

method follow the same trend as the spectroelectrochemistry data, increasing our confidence in 

the determination of the doping density and trends. The comparison of these 2 methods for 

monitoring doping is shown in Figure 2.2 C, where the magnitude of the absorption bleach is 

plotted against the gate bias-induced doping density for each electrolyte. Figure 2.2 C shows that, 

at lower doping, the absorption bleach changes linearly with number of electronic carriers injected. 

At higher doping levels, the creation of bipolarons leads to deviations from the linear relationship 

between consumed charge and absorption at 552 nm (See Figure A.8). Thus far, we have shown 

that the dopant density is dependent on the chemistry of the compensating anion and conclude that 

charge carrier/ion injection differences are largely responsible for the differences in OECT device 

operation. 
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Mobility. However, as mentioned earlier, the difference in charge transport characteristics of 

OECT devices could originate from a change in carrier density, carrier mobility, or both. Since we 

have self-consistent measurements of the injected carrier density using both 

spectroelectrochemistry and coulometry, we can thus look for the effects of an anion-dependent 

mobility on device performance. Figure 2.3 plots the carrier mobility calculated from Eqn. 1 (using 

Q determined in Figure 2.2 B) as a function of carrier density for 4 different potassium electrolytes 

with different anions. Qualitatively, we see a very 

similar dependence of mobility on doping level 

due to electrochemical doping P3HT as previously 

reported in the literature,45–47 with an initial 

decrease in mobility at low carrier density, 

followed by a sharp increase in mobility at medium 

doping levels, and finally a saturation at the 

highest doping levels. In our films the mobility 

curves converge and saturate near ~ 10-2 cm2 V-1 s-

1 which is ~10X lower than the peak mobilities 

reported for regioregular P3HT in thin-film 

transistors;46,48 we attribute this to our use of 

unannealed films along with a possible difference in the regioregularity of our polymer. This 

saturation occurs at ~4 x 1020 holes cm-3, in excellent agreement with previous theoretical and 

experimental studies of P3HT.48–51 Figure 2.3 shows that the onset of the steep increase in mobility 

is counter ion dependent, occurring at 0.003 charges per thiophene for KClO4, 0.01 charges per 

thiophene for KCl and KTFSI, and 0.02 charges per thiophene  for KPF6. Models of carrier 

  
 Figure 2.3 Mobility Average mobility 

as a function of doping density for P3HT 

films electrochemically doped in 4 

different potassium salts. Mobility 

steeply increases with doping density 

until saturating around ~3 x 10-2 cm2 V-1 

s-1. 
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mobility in electrochemically doped disordered organic semiconductors have attributed the region 

of steep increase in mobility to the overlap of neighboring Coulomb traps (which lowers the energy 

barrier between them, reducing the energetic disorder),52  or to an increasing density of accessible 

hopping states with increased carrier density.51,53 

 Interpreting our data in the context of the Bässler model52 would thus imply the size of the 

coulomb trap induced by the dopant is anion-dependent, and largest for ClO4
- (traps begin 

overlapping at the lowest doping density) and smallest for PF6
- (doping density is highest before 

traps begin overlapping). We further investigate this trend in Table A.2. On the other hand, 

interpreting our data in the context of the state-filling-model would suggest the shape of the density 

of states is altered by anion uptake, perhaps due to structural distortions associated with the anion 

size. Regardless of the cause, the data indicate that the choice of dopant anion can have a dramatic 

effect on electronic carrier mobility, particularly at low doping levels.  We note that, while this 

difference at low doping levels might be particularly sensitive to intrinsic doping or charge levels 

in the polymer, the trend in mobility was reproduced across many devices tested with different 

anions in random order, suggesting the anion itself is responsible for the effect. Additionally, we 

point out that the trend seen in mobility rise with doping level differs from the trend seen in the 

threshold voltage shifts. Although we suspect hydration plays a role in both effects, these are two 

different processes. We hypothesize that the threshold voltage shift is related to the energy involved 

in injecting a dopant from the electrolyte into the film, whereas the onset of mobility increase can 

be attributed to influence of the dopant (and associated hydration shell) on the energetic landscape 

for carriers within the polymer itself. 

Electrogravimetry. Having shown that both the doping density and carrier mobility vary with 

anion, we further investigate the electrochemical doping process using gravimetric measurements 
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made in situ with an electrochemical quartz crystal microbalance (EQCM). We apply an 

oxidative/reductive bias using the P3HT-coated gold pad on a QCM crystal as the working 

electrode in a 3 electrode cell and monitor the frequency of the crystal oscillation in time. Under 

bias, ions from the electrolyte move into/out of the film, changing the mass of the film which 

changes the resonance frequency of the circuit.54 Using the Sauerbrey equation55 and Faraday’s 

law we quantitatively interpret our EQCM data with the following equation:56  

𝛥𝑓 =  
𝑀𝑤 𝐶𝑓 𝑄

𝑛 𝐹 𝐴
   (2) 

where Δf is the frequency change in Hz , Mw is the molar mass of the dopant species in g mol-1, Cf 

is the sensitivity factor in Hz cm2 g-1 (see Figure A.9 for calibration57), Q is the charge consumed 

during the reduction/oxidation in C, n is the number of electrons transferred to induce doping 

(assuming n=1 in this work), F is Faraday’s constant (96,485 C mol-1) , and A is the area of the 

liquid contact electrode in cm2. Figure A.10 shows the frequency over time of the polymer coated 

QCM crystal in response to a gate bias step in 4 different potassium electrolytes. In KTFSI, a gate 

bias of -0.8 V results in a 

frequency decrease of 465 Hz, 

but in KCl the frequency only 

decreases 87 Hz. Using the 

change in frequency in response 

to each gate bias step and the 

previously determined dopant 

density we calculate the apparent molar mass of the counterion entering the polymer film. The 

results of this analysis are shown in Table 2.1: the apparent mass of the counterion species in KCl 

electrolyte is 225 g/mol, 326 g/mol for KClO4, 182 g/mol for KPF6, and 218 g/mol for KTFSI. For 

 

 
Table 2.1. Apparent dopant mass during oxidation of 

P3HT films in various potassium electrolytes 
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the two smaller anions, less polarizable (Cl- and ClO4
-) we observe an apparent molar mass of the 

dopant significantly greater than the molar mass of the anhydrous anion, consistent with the ion 

moving into the film along with a hydration shell of ~10-13 waters during the oxidation process, 

consistent with previously reported doping of conjugated polymers by halide anions.56,58 However 

for the large, highly polarizable anions (PF6
- and TFSI-), we measure an apparent mass that is close 

to the mass of the bare anion, suggesting the ion moves into the film only slightly solvated, if it is 

solvated at all. To confirm this finding we also performed simultaneous cyclic voltammetry and 

electrogravimetric measurements to determine the molar mass of the dopant as previously 

described in the literature.40–42 Briefly, the change in mass is plotted against the charge consumed 

(integrated from the current), and the slope of the resulting plot yields the counterion mass (See 

Figure A.11). The results of this experiment are also summarized in Table 2.1 and yield very similar 

(+/- 13 g mol-1) results to the potential step method of determining dopant mass. The agreement 

between these techniques increases our confidence in the solvation conclusions, as well as our 

determination of dopant density by potential steps. Determinations of counterion mass are 

vulnerable to artifacts due to breakdowns in permselectivity and reversibility,56 however we have 

ruled these effects out with a series of control experiments (see Figure A.12). 

We therefore conclude from the electrogravimetric measurements that ion chemistry has a 

dramatic impact on solvation during uptake, with small ions bringing in ~10 solvent molecules 

while larger polyatomic anions can enter into the film with few if any waters accompanying them. 

Literature regarding ion desolvation upon uptake into nanoporous carbon for energy storage 

applications may provide context for understanding these differences from consideration of 

solvation effects. Despite obvious differences between nanopourous carbon and a conjugated 

polymer matrix, especially regarding rigidity and free volume, our results in P3HT show the 
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identical trend in solvation to experimental observations in nanoporous carbon where smaller ions 

exhibit more solvation and larger ions less. Levi and coworkers use EQCM to study the solvation 

numbers of ions confined in carbon nanopores. They conclude that small ions enter carbon 

nanopores at an apparent mass significantly higher than their anhydrous mass (i.e. the small ion is 

highly solvated even when confined within a carbon nanopore), while larger ions enter carbon 

nanopores moderately solvated, and significantly bulker ions enter the film at an apparent mass 

very near their anhydrous mass (the large anion is nearly completely desolvated).59–61   Thus, our 

data appear qualitatively consistent with EQCM studies of ion uptake in nanoporous carbon 

showing less solvation is expected for a larger ion of equivalent charge, matching our findings of 

ion solvation number during uptake in P3HT. This dramatic difference in solvation behavior likely 

influences the anion dependence of the injection barrier, doping density, and charge mobility in 

the OECTs tested and emphasizes the importance of the polymer-ion interaction in understanding 

and optimizing OECT materials. 

Kinetics. Thus far, we have only considered the steady state operation of the OECTs (constant 

gate bias for >300 seconds), but the response kinetics are important for interpreting mechanism as 

well as for practical consideration of the sensitivity of sensors62,63 and frequency response of OECT 

devices.64,65 To investigate the kinetics of the doping and operation of our model P3HT OECTs we 

study the response to a gate bias step that achieves a 10% (0.1 charge per thiophene) doping ratio 

(-0.80, -0.75, -0.60, -0.55 V vs. Ag/AgCl for KCl, KClO4, KPF6, KTFSI respectively).  Figure 2.4 

A shows the normalized absorption bleach at 552 nm over time following application of the gate 

bias step. The P3HT shows much more rapid bleaching in the presence of the two larger, minimally 

hydrated anions (PF6
- and TFSI-), while the smaller, highly hydrated anions (Cl- and ClO4

-) yield 

slower bleaching kinetics. Figure 2.4 B shows the total charge consumed during the oxidation of 
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the film. The charge kinetics follow the same trend with the larger ions resulting in faster charge 

consumption. Figure 2.4 C shows the normalized frequency from the quartz crystal microbalance 

experiment in response to the gate bias step. The frequency change (proportional to mass change 

of the film) from slowest to fastest is KCl, KClO4, KPF6, and KTFSI, in good agreement with the 

optical bleach data.  

Figure 2.4 D shows the normalized transistor current over time for the same 4 electrolytes. 

Smaller dopant ions (those that go in with larger solvation numbers) result in slower current 

modulation in the transistor, requiring more than 200 seconds to reach the steady-state transistor 

current. However, larger dopant anions (those that enter the film less solvated according to the 

electrogravimetric measurements above) achieve significantly faster gating of the transistor, 

reaching steady state in the first 30 seconds after the doping bias is applied. If the current 

modulation was limited purely by diffusion of the bare anion, we would expect the smaller anions 

to dope the film more quickly. We observe the opposite effect, as previously observed for ionic 

liquid gated semiconducting polymers,66 illustrating the importance of the anion chemistry within 

the polymer matrix. It is worth noting that the dedoping process is significantly faster in all cases, 

with the current modulation occurring within the first few seconds (instead of hundreds of seconds) 

of the gate bias application (See Figure A.13). For most practical applications of OECT devices, 

faster measurements are desirable, and we show that, at least for P3HT, simply changing the 
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electrolyte an OECT is operated in can improve the response speed. Additionally, different rates 

of charge modulation point to the possibility of separately sensing multiple anions based on their 

time-domain response devices as recently investigated by Pecqueur and coworkers.67 Overall, the 

differences in doping kinetics highlight the differences in anion chemistry within the polymer and 

suggest potential applications of anion selectivity based on the time domain response of OECT 

materials. 

Since the kinetics of these doping process are not governed by simple size-based diffusion rates 

(even when considering the size of the hydrated anion; see Table A.2), there must be energetic 

 
Figure 2.4 Doping kinetics (A) Shows the absorption bleach over time for 4 different ions. 

(B) Shows normalized charge injected into the film during a doping step. (C) Normalized 

frequency from QCM during a doping bias step. (D) Normalized transistor current over time 

for 4 different ions. For all experiments larger anions (KPF6 and KTFSI) show relatively fast 

kinetics, while smaller anions (KCl and KClO4) show slower kinetics. 
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differences in the doping process for each anion. There are 2 main energetic processes for an ion 

from solution entering a polymer film: 1) the energy associated with any change in solvation from 

its bulk water state, 2) energy associated with the polymer-ion complex formation, both ion-

polymer interaction and any polymer restructuring required to make space for the dopant. For the 

larger, hydrophobic anions, changes in solvation are not likely a significant factor becasuse the 

change in the hydration state of these ions is minimal; these ions interact with water very weakly 

yielding low hydration numbers in bulk solution,68–71 as well as within P3HT according to our 

EQCM data. For smaller anions however the energy penalty involved in changing solvation could 

be significant. Chloride in bulk water has a hydration number of ~6,72 which is similar (if smaller) 

than the value of ~10 waters for the chloride entering the film. This difference could be due to the 

energy required to expand the hydration shell prior to ion sorption into the film, or the formation 

of larger volume/polymer swelling to accommodate the chloride allowing additional water into the 

film.  Both effects would slow the kinetics and explain the threshold voltage shift. The second 

energetic component involves the favorability of the polymer-ion interaction. Intuitively it makes 

sense that a hydrophobic anion such as TFSI- would be more stable in a polymer matrix than in 

water. The literature regarding heat of sorption for the anions within a polymer is limited, but in 

the battery electrolyte literature poly(ethylene oxide) (PEO) is used as the archetypal solid polymer 

solvent.73 In that system, we see that KCl salt cannot be dissolved by PEO, while KTFSI does 

dissolve in solid PEO.74 Since the cation remains unchanged in this comparison, it could points to 

a significantly more favorable polymer-anion interaction for TFSI- compared to Cl-. Recent 

simulations of PEO solvation of LiCl and LiTFSI confirm such interpretation, showing TFSI- has 

~33 polymer-ion contacts on average whereas Cl- only has ~12 polymer-ion contacts.75 These 2 

energetic factors could both contribute to the differences in injection barrier and kinetics (by 
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changing the activation energy) of these doping process, and illustrate the importance of the 

polymer-ion interactions in these systems.  

Electrochemical Strain Microscopy. 

Through these classical electrochemical 

measurements we have shown more facile, 

complete, and rapid oxidation/reduction of 

P3HT films by bulky, polyatomic anions than 

halides. Given the reported materials 

properties tradeoff between ion uptake and 

electronic mobility,76 tools that can help 

distinguish the nanoscale structure-function 

relationship are especially useful. Atomic 

force microscopy (AFM) provides a useful 

tool to probe this question and has been 

previously been used to study the swelling 

due to ion uptake in conjugated polymers.77,78 

We previously used the AFM-based method 

known as Electrochemical Strain Microscopy 

(ESM) to show that chloride ion uptake 

occurs preferentially in the softer (less 

crystalline) areas of a P3HT film.27 With this 

technique, we apply an AC bias to an AFM 

cantilever in contact with the polymer film in 

  
Figure 2.5 Anion dependence of ESM (A) 2 

µm x 2 µm ESM image taken in 20 mM KCl 

at 500 mV AC drive voltage and 0 mV DC 

offset showing an average ESM amplitude of 

0.75 nm. (B) ESM image in 20 mM KTFSI 

on the same area of the film as in A showing 

an average ESM amplitude of 2.0 nm. (C) 

Histogram of ESM amplitude at 700 mV AC 

drive and -700 mV DC offset in 4 different 

potassium electrolytes.  
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electrolyte solution, inducing oxidation/reduction, and concomitant counterion uptake/expulsion, 

which results in the swelling/deswelling of the polymer. We monitor the swelling at the tip-sample 

contact resonance as the ESM amplitude. Figure 2.5 A shows an ESM image taken in 20 mM KCl 

at 500 mV AC drive voltage. The average amplitude of the ESM response is 747 pm with a standard 

deviation of 19 pm. Figure 2.5 B shows an ESM image take under the same conditions on the same 

area of the film (see Figure A.14 for correlated topography) in 20 mM KTFSI. In this image the 

average ESM amplitude is 2000 pm with a standard deviation of 114 pm. Our measured amplitudes 

correspond to a total swelling of 0.5-1.5 percent, which is in reasonable agreement with recent 

XRD measurements showing a 3.3 percent expansion of the P3HT crystal structure when gated 

with an ionic liquid,29 especially given known issues with quantitative interpretation of ESM 

amplitudes.79 To minimize potential artifacts,80,81 we use the same AFM tip to image samples while 

only changing the electrolyte for images shown in Figure 2.5. From the uptake images shown in 

Figure 2.5 A and Figure 2.5 B, it appears that the heterogeneity in ion uptake previously observed 

with Cl- dopants27 is even more pronounced in KTFSI solution. This suggests the nanoscale 

polymer structure becomes an even more important design consideration with larger dopant 

anions. Figure 2.5 C shows a histogram of 4 ESM images taken in different electrolytes. 

Interestingly, the average ESM amplitude from least to greatest is KCl, KClO4, KPF6, and KTFSI.  

This trend makes sense in the context of the doping level and doping kinetics data presented above.  

Since the ESM experiments were conducted under the same drive conditions, we expect those ions 

that exhibit the fastest kinetics and deepest doping levels show the largest amplitude changes.  This 

trend is exactly what is observed: the ESM swelling amplitudes follow the same trends as the 

doping level and doping rate curves. We believe this technique will prove especially useful as the 

field begins to employ OECT polymers and structures with increasingly complex nanoscale 
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morphologies.82  

2.3 CONCLUSIONS 

In summary, we have studied partially amorphous polythiophene-based organic electrochemical 

transistors that we operated in a variety of different potassium salts with different anions. We 

observed that the anion type affects both the transistor current and the threshold voltage, with 

larger molecular anions resulting in lower threshold voltages and greater transistor currents. We 

studied the anion-dependent doping process by spectroelectrochemistry and coulometry and found 

that we could achieve higher doping levels (great numbers of electrochemically injected holes) 

with larger anions like PF6
-, and TFSI compared to Cl- and ClO4

-.  Additionally, we found that the 

mobility of the electronic carriers within the film is dopant anion-dependent, especially at low 

doping levels. By electrogravimetric measurements we found that smaller, slightly polarizable 

anions enter the polymer film with a solvation shell of ~10 waters while the larger, highly 

polarizable anions are able to enter the film with fewer/no waters. Furthermore, we show the 

doping rate is significantly faster for large, minimally hydrated anions compared to small, highly 

hydrated anions. We propose that these differences can be attributed to different activation energies 

for the doping process depending on anion/polymer chemistry. Future experiments to explore the 

temperature dependence of the doping process to further clarify this are under way. Finally, we 

show the uptake of anions on the nanoscale is strongly anion-dependent and that ESM can be a 

valuable technique for understanding the structure-function relationship for novel OECT materials 

with complex morphologies.  

Although P3HT is not a material that demonstrates record transconductance, this study is 

valuable for clearly demonstrating the importance of favorably tailoring the ion-polymer 

interaction for future mixed ionic/electronic materials. These results highlight the importance of 
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electrolyte identity in OECT characterization, especially for repeatable inter-lab comparisons, and 

design of novel OECT materials.  

2.4 METHODS 

Materials:  Materials including potassium fluoride (KF, Sigma-Aldrich, anhydrous >99.9%), 

potassium chloride (KCl, Sigma-Aldrich, >99%), potassium bromide (KBr, Sigma-Aldrich, 

>99.9%), potassium perchlorate (KClO4, Sigma-Aldrich, >99%), potassium hexafluorophosphate 

(KPF6, Sigma-Aldrich, >99.5%), potassium bis(trifluoromethanesulfonyl)imide (KTFSI, Sigma-

Aldrich, 97%), chlorobenzene (CB, Sigma-Aldrich, >99.8%), poly(3-hexylthiophene-2,5-diyl) 

regioregular (P200), (P3HT, Rieke Metals, ~54-70 kDa), fluorine-doped tin oxide coated glass 

(FTO, Sigma-Aldrich 7 Ω/cm-1), and indium tin oxide coated glass (ITO, Thin Film Devices) were 

purchased from the suppliers noted. Prior to use, the potassium salts were dried in a vacuum oven 

at 30° C overnight. Deionized water was degassed prior to dissolving potassium salts to a 

concentration of 20 mM, confirmed by Inductively Coupled Plasma – Optical Emission 

Spectrophotometer (Perkin Elmer Optima 8300) measurements shown in Table A.3. 

Sample Fabrication: P3HT was dissolved in chlorobenzene at 25 mg/mL and stirred at 45° C for 

3 hours at 800 RPM. All samples were spin coated onto plasma cleaned (2 min) substrates from 

room temperature solution in a nitrogen filled glovebox to a thickness of ~140 nm. Films were 

used as cast, without annealing leading to partially amorphous films. The ion uptake behavior 

reported herein is likely dominated by these amorphous regions.27 All samples were initially 

stressed by 3 cyclic voltammetry curves prior to measurement. Plasma cleaning of all substrates 

was performed by a Harrick PDC-32G plasma cleaner. 

Electrochemical Doping: Gate bias and current were applied/monitored using a potentiostat 

(MetroOhm Autolab PGSTAT204, Nova 2.1). For all experiments the film substrate was used as 
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the source/working electrode, a platinum wire was used as the counter electrode, and a leak-free 

Ag/AgCl electrode (EDAQ ET072) was used as the reference electrode. Steady-state 

measurements were taken by application of a gate bias for >300 seconds, followed by complete 

dedoping of the polymer by application of a +0.4 V gate bias for >300 seconds. Gate-bias-doping 

steps were applied in random order to avoid any systematic errors due to any irreversible processes, 

though good reversibility was observed (at the biases used, see below). Determination of charge 

consumed during a doping step was calculated by integration of the current with respect to time as 

described by Tang and coworkers.39 Further details are included in A.7. 

UV-Vis: Absorption spectra were taken on fluoride-doped tin oxide coated glass (FTO, Sigma-

Aldrich, 7 Ω/sq) with an Agilent 8453 spectrophotometer. 

Quartz crystal microbalance: Electrogravimetric measurements were performed using 1 inch-

diameter gold-coated AT quartz-crystal (Stanford Research Systems, 5 MHz) substrates on an SRS 

QCM200 instrument. Previous EQCM studies have shown ~100 nm thick conducting polymer 

films exhibit negligible change in the circuit resistance as a function of potential and that the 

frequency shift is therefore a direct measure of mass change within the polymer layer.40–42 

OECT devices: OECTs were made on commercial interdigitated electrodes (NanoSPR) with a 

channel length (electrode spacing) of 20 µm and a total width of 19 mm (19 interdigitated pairs 1 

mm each). The source drain bias/current was applied/read by a Keithley 237 high voltage source 

measure unit controlled by custom LabView software. 

Electrochemical Strain Microscopy: ESM experiments were performed on an Asylum Research 

Cypher-ES using MikroMasch tapping mode tips (~75 kHz, ~ 2.8 N/m) in a nitrogen environment. 

The ESM amplitude at the contact resonance was monitored by Dual Amplitude Resonant 

Frequency Tracking (DART) mode with an 8 KHz width. AC drive bias ranged from 300 mV to 
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700 mV in experiments presented here and the DC tip voltage was varied from 300 mV to -700 

mV.  
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Chapter 3. Polymer Crystallinity Controls Water Uptake in Glycol Side 

Chain Polymer Organic Electrochemical Transistors2 

3.1 INTRODUCTION 

Conjugated polymers have recently exhibited a surge of new applications that utilize their mixed 

electronic/ionic conduction properties, including bioelectronics,1–5 thermoelectrics,6 

electrochromics,7,8 supercapacitors and solid state batteries,9–11 neuromorphic computing,12 and all 

organic logic circuits.13 Specifically for bioelectronics, conjugated polymers have been used for 

ion pumps for drug delivery,14,15 for highly sensitive analyte-specific detectors,16–18 and for 

recording electrophysiological activity.19 For many of these bioelectronics applications, organic 

electrochemical transistors (OECTs) have emerged as a promising platform for transducing small 

changes in ion concentrations to large changes in electrical current.20 During OECT operation, a 

gate bias applied to solution induces electrochemical doping of the polymer active layer – i.e. 

electronic charges are injected from the substrate into the polymer and ions from solution move 

into the polymer matrix to electronically compensate the injected electronic charge. This doping 

process results in modulation of the channel conductivity and therefore the current between the 

source and drain electrodes (ID) varies.20–22 In addition to their use in bioelectronics applications, 

OECTs also provide a convenient model platform to study the mixed conduction properties of 

conjugated polymers. 

Inal and colleagues recently proposed using the product of the electronic carrier mobility (µ) and 

the volumetric capacitance (C*) as the figure of merit for the steady-state efficiency of mixed 

 
2 Reproduced with permission from Flagg, L. Q.; Bischak, C. G.; Onorato, J. W.; Rashid, R. B.; Luscombe, C. K.; 

Ginger, D. S. Polymer Crystallinity Controls Water Uptake in Glycol Side-Chain Polymer Organic Electrochemical 

Transistors. J. Am. Chem. Soc. 2019, 141, 4345–4354. Copyright 2019 American Chemical Society. 
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electronic/ionic conductor materials.23 This value can be extracted from Equation 1 by measuring 

the transconductance (gm) of OECTs, where the channel width (W), length (L), and film thickness 

(d), as well as the gate bias (VG) and threshold voltage (VT)  are known.  

     𝑔𝑚 =  
𝑊 𝑑

𝐿
 µ 𝐶∗ (𝑉𝑇 − 𝑉𝐺)    

 (1) 

The product µC* is an intrinsic property of the OECT active layer and thus allows for the 

separation of the device geometry from materials properties, improving the comparison of different 

OECT active layer materials. In both depletion mode and accumulation mode OECT materials, a 

design trade-off between the carrier mobility and volumetric capacitance has been reported.24–26 

To a first approximation, high electronic mobility can be viewed as the result of a well-ordered, 

more crystalline film morphology,27 which tends to inhibit bulk ionic transport and storage. On the 

other hand, a high C* is achieved in disordered and highly amorphous film morphologies that 

allow for high ion mobility, but typically poor electronic mobility.25 Recently, this trade-off was 

directly observed by Giridharagopal et al., showing that ion uptake occurs preferentially in softer, 

presumably amorphous, regions of a hydrophobic conjugated polymer film.28 Despite the 

challenge of balancing electronic and ionic transport properties, a number of high-performing 

OECT materials exist today, with µC* values approaching 300 F cm−1 V−1 s−1.23,29  

Poly(3,4-ethylenedioxythiophene) polystyrene sulfonate (PEDOT:PSS) is the most widely used 

OECT material due to its commercial availability and high performance (relatively high µ and 

moderate C*, resulting in µC* of 50 F cm−1 V−1 s−1).23 However, PEDOT:PSS operates in depletion 

mode rather than accumulation mode, which is undesirable for some applications because of the 

poor on/off ratio at low bias. Additionally, composite systems like PEDOT:PSS lack the synthetic 

flexibility of a single-phase system, and can exhibit a lower maximum capacitance (though 
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composites may confer other advantages). As a result, there is currently much interest in 

developing new single-phase polymers that operate in accumulation mode. Much of the work 

aimed at developing new accumulation mode materials has focused on side-chain engineering for 

more efficient ion uptake and transport. Early work on electrolyte-gated organic transistors showed 

that carboxylic acid capped side chains resulted in significantly higher transistor currents 

compared to the alkyl side chain analogue in both solid polyelectrolyte30 and aqueous 

environments.31 Further work on aqueous electrolyte-gated organic transistors showed that 

increasing the fraction of alcohol capped side chains versus alkyl side chains results in both faster 

and greater magnitude of ion uptake.32 These results were attributed largely to the more hydrophilic 

polymer leading to more facile ion uptake within the bulk of the film. More recently, ethylene 

glycol-based side chain polymers have shown very promising ion uptake and transport properties 

in both p-type and n-type polymers in aqueous electrolytes. OECT performance enhancement 

using oligoethylene glycol side chains is generalizable to a number of different conjugated 

backbones including polythiophene,33 benzo dithiophene,34 propylenedioxythiophenes,35 and 

bithiophene–thienothiophene.29 Additionally, ethylene glycol side chains have been shown to 

increase OECT performance compared to their alkyl analogues in n-type polymers based on 

naphthalene tetracarboxylic diimide.36,37 In each of these instances, the presence of ethylene glycol 

side chains improves both the steady-state characteristics (transconductance) and the switching 

kinetics of OECTs. Well-designed polymers now function as single phase, accumulation mode 

OECTs with volumetric capacitances approaching the theoretical limit of approximately 400 F cm-

3 in aqueous environments.38,39 

While side chain engineering in accumulation-mode OECTs has greatly increased volumetric 

capacitances,40 many of these molecularly designed polymers still suffer from low mobilities.23 
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Decades of research into organic field- effect transistors (OFETs) has yielded clear design rules 

for improving electronic mobility in dry polymers: (1) minimize the energetic disorder along the 

polymer chain by designing a rigid, planar conjugated backbone that maximizes orbital overlap 

with adjacent chains, and (2) ensure a nanoscale morphology that results in well-connected 

crystalline domains.41 For many OFET polymers, thermal annealing is used to increase the 

crystallinity, and thereby electronic mobility.42–44 Unlike OFETs, OECTs operate in an aqueous 

environment and it is, therefore, unclear whether increased crystallinity will impact the mobility 

the same way when the polymer is hydrated. It is important to note that none of the reported 

ethylene glycol side chain polymers reported to date have been annealed at sufficiently high 

temperatures to cause a significant polymer reorganization.29,33,35,37 To establish design rules for 

optimizing the mobility of OECTs, there is thus a need for an updated understanding of electronic 

transport in hydrated polymer systems to account for the interaction between the polymer, the 

polymer morphology, the solvent (water in the case of bioelectronics), and the dopant ion. The 

importance of such interactions are highlighted by recent papers where the OECT performance 

depends on the identity of the dopant ion and its hydration shell.45,46 Recent work also examined 

the role of water on the electronic transport properties and found reduced mobility in a more 

hydrated film.47–49 As the number of applications that require mixed electronic/ionic conducting 

materials continues to grow, updated materials design rules will be extremely important.  

Here, we report the synthesis and performance of poly(3-{[2-(2-

methoxyethoxy)ethoxy]methyl}thiophene-2,5-diyl) (P3MEEMT), a new high-efficiency material 

for OECTs with ethylene glycol-based side chains that has µC* = 49.1 ± 5.0 F cm−1 V−1 s−1 in 100 

mM KCl, comparable to state-of-the-art OECT active layer materials.23 We use P3MEEMT as a 

model system to investigate how the side-chain impacts OECT performance and anion injection, 



 

48 

 

and compare its electrochemical doping properties to those of poly(3-hexylthiophene-2,5-diyl) 

(P3HT), a similar polythiophene derivative with alkyl-based side chains. We find a similar anion-

dependent threshold voltage shift in P3MEEMT as previously observed in P3HT.45 We also find 

that the anion injection kinetics are much faster in P3MEEMT compared to P3HT and depend less 

on the anion identity. We propose that the origin of the difference in doping kinetics between 

P3MEEMT and P3HT stems from how water affects the crystal structure of each material. Using 

grazing incidence X-ray diffraction (GIXRD), we find that the crystal lattice of P3MEEMT readily 

expands and hydrates in solution, allowing ions to move readily throughout the material, whereas 

the crystal lattice of P3HT expands to accommodate the charge compensating anions only upon 

electrochemically-driven ion injection.   

In addition, we investigate how the degree of crystallinity impacts P3MEEMT OECT 

performance. Surprisingly, we find that highly crystalline P3MEEMT has a lower OECT mobility 

compared to amorphous P3MEEMT, yet the OFETs fabricated with P3MEEMT show the reverse 

trend: the mobility is much higher for crystalline P3MEEMT than amorphous P3MEEMT. We 

attribute these differences in OECT mobility to the effect of hydration on the connectivity of 

crystalline domains within the film. Using electrochemical quartz crystal microbalance gravimetry 

(E-QCM), we find that the amorphous P3MEEMT film swells more upon hydration and expels 

more water upon electrochemical doping compared to crystalline P3MEEMT. Although crystalline 

P3MEEMT swells less, we hypothesize that the swelling that does occur disrupts percolation 

pathways between crystalline regions and significantly lowers the OECT mobility. We support this 

hypothesis with photoinduced force microscopy (PiFM) of doped P3MEEMT and find a higher 

degree of dopant heterogeneity in the crystalline film. This observation points to potentially 

disconnected regions in the crystalline film that, when hydrated, lower the overall mobility.  
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3.2 RESULTS AND DISCUSSION 

P3MEEMT OECT Device Performance and Anion Dependence.  Figure 3.1 A shows the 

molecular structures of P3MEEMT and P3HT. Both polymers have the same polythiophene 

backbone, but P3MEEMT has ethylene glycol-based side chains and P3HT has alkyl side chains. 

Polymer synthesis is described in the Supporting Information and Figure B.1 shows a 1H NMR 

spectra. Figure 3.1 B shows the geometry used for device testing. Briefly, flexible polyethylene 

terephthalate (PET) substrates were prepatterned with transistor electrodes of varying 

dimensions, the polymer active layer was then deposited, followed by the application of an 

insulating masking layer.  Figure 3.1 C shows transfer curves (representative output curves 

shown in Figure B.2) for an OECT with a P3MEEMT active layer in both 0.1 M potassium 

chloride (KCl) and 0.1 M potassium hexafluorophosphate (KPF6) electrolytes. The maximum 

current (light blue line) achieved within the potential window is 5 times higher in KPF6 than in 

KCl (light red line), resulting in a significantly higher transconductance (dotted lines) in KPF6. 

We attribute much of this difference to a 126 mV ± 25 mV decrease in the threshold voltage in 

KPF6 compared to in KCl (Figure B.3). We use the oxidation of ferrocene to verify the observed 

shift in threshold voltage is largely due to more facile oxidation of the polymer in KPF6, not 

differences in the potential of the gate electrode (Figure B.4). This behavior follows the same 

trend as previously observed in hydrophobic P3HT45 and in the record mixed conductor, p(g2T-

TT).46 Together these results point to anion-dependent threshold voltage shift as a general 

principle of OECT operation, regardless of hydrophilicity of the polymer. In general, larger, 

more polarizable anions with a lower surface charge density require a smaller driving force to 

inject into the semiconducting polymer. This phenomenon could stem from competition between 

ion hydration and semiconductor polymer doping, as the observed trend for doping appears to 
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follow the Hofmeister series.50 More chaotropic ions tend to dope the polymer more easily than 

more kosmotropic ions in both P3MEEMT and P3HT. It is worth noting that hydrolysis of 

certain polyatomic anions can decrease the pH of the solution and have strong effect on the 

polymer doping.46 However, we do not measure significant acid formation and control 

experiments indicate that the small pH difference between KPF6 and KCl do not result in a large 

shift in oxidation potential (Figure B.5). 

 
Figure 3.1 (A) Molecular structures of poly(3-{[2-(2-methoxyethoxy)ethoxy]methyl}thiophene-

2,5-diyl) (P3MEEMT) and poly(3-hexylthiophene-2,5-diyl) (P3HT), (B) OECT device structure 

and testing schematic. (C) Transfer curves at VD = 600 mV averaged from 6 transistors (W = 

200 µm, L = 20 µm, thickness 80 nm) in 100 mM KCl (red) and 100 mM KPF6 (blue). Dotted 

lines show the transconductance in each electrolyte on the right axis. (D) Determination of µC* 

by plotting the maximum transconductance against the geometric parameters. Solid lines indicate 

fits. 

 

To determine the µC* product of P3MEEMT, we use Equation 1, which relates the measured 

transconductance to the µC*, junction dimensions, polymer thickness, threshold voltage, and 

operating voltage. By plotting the transconductance measured on a variety of transistor 
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geometries against these geometric parameters, we can solve for µC*, as shown in Figure 3.1 D. 

In 100 mM KCl, we obtain a µC* value of 49.1 ± 5.0 F cm−1 V−1 s−1. This µC* is similar to that 

reported for typical PEDOT:PSS23 and 5 times greater than that of P3HT (µC* = 10.4 ± 3.1 F 

cm−1 V−1 s−1) (Figure B.6). To ensure that our values of µC* are consistent with previously-

established OECT benchmarks, we compare our devices to lithographically defined parylene 

peel-off method of Malliaras et al.25 (Figure B.7) and find that our measured µC* matches at 

high gate biases (Vg <= -0.5 V). This relatively high µC* of P3MEEMT places it among the best 

performing OECT materials, while its similarity in structure to P3HT allows us to directly 

explore how the side chain affects OECT device performance. The blue line in Figure 3.1 D 

shows the µC* when the devices are tested in 100 mM KPF6, resulting in an even higher µC* of 

96.7 ± 10.2 F cm−1 V−1 s−1. We measure the volumetric capacitance of P3MEEMT films in both 

electrolytes by electrochemical impedance spectroscopy (EIS) and find that C* nearly doubles to 

294 F cm-3 in KPF6 compared to KCl (C* ~= 175 F cm-3 in KCl) (Figure B.8). Therefore, we 

attribute the increase in µC* with changing ion type almost entirely to an increase in capacitance, 

implying that the electronic carrier mobility is less dependent on the identity of the of dopant, at 

least at the highest doping levels, consistent with previous reports.45 This result also suggests 

that, within the electrochemical window of water, approximately twice as many sites are 

available for doping when using PF6
- anions as a Cl-.  The maximum theoretical capacitance for 

this polymer is approximately 400 F cm-3,39 so we conclude that in PF6
- most of the possible sites 

for charge storage are occupied at a gate bias of 0.7 V.  

P3HT and P3MEEMT Doping Kinetics. We next investigate how the polymer side chain 

and anion affect charge injection kinetics. Figure 3.2 A shows how the absorption spectrum 

changes over time with electrochemical doping using spectroelectrochemistry for P3HT and 
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P3MEEMT with either Cl- or PF6
- as the anion (VG = 0.7 V and 0.5 s between spectra). In all 

cases, the magnitude of the main absorption peak decreases with time and a redshifted polaron 

peak grows in. For both P3MEEMT and P3HT, using PF6
- as the anion results in larger decrease 

in the main absorption peak and a larger increase in the polaron peak, indicating a higher degree 

of doping compared to using Cl-
, consistent with our C* measurements and device data above. 

Additionally, doping kinetics in P3MEEMT with both anions is approximately 150 times faster 

than those of P3HT. 

 
Figure 3.2 (A) UV-Vis spectra of P3HT and P3MEEMT upon electrochemical doping at 0.7 V 

in 100 mM solutions of KCl and KPF6. The main absorption decreases with increased doping 

levels and the polaron peak grows in. (B) Comparison of the doping kinetics of P3MEEMT and 

P3HT in 100 mM solutions of KCl and KPF6 at 0.5 V for doping with PF6- and 0.7 V for Cl-. 

The kinetics traces of P3MEEMT with Cl- and PF6- overlap significantly, as shown in the inset 

with the corresponding fits.  

 

Figure 3.2 B plots the decrease in absorption of the main absorption peak for P3HT and 

P3MEEMT for both anions as a function of time and the corresponding biexponential fits. Here, 

we account for the threshold voltage shift between the Cl- and PF6
- anions by comparing doping 

kinetics measured at 0.7 V for Cl- and 0.5 V for PF6
-. Even after accounting for this difference, 

the doping kinetics in P3HT are ~15 times slower for Cl- (145.3 +/- 2.1 s) than for PF6
- (10.4 +/- 

3.1 s). However, we observe more similar doping kinetics between Cl- (0.82 +/- 0.03 s) and PF6
- 

(0.71 +/- 0.02 s) in P3MEEMT although doping with PF6
- is still slightly faster. We observe 
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similar results if we compare ion injection kinetics at 0.5 V for P3MEEMT and 0.7 V for P3HT 

(Figure B.9). The spectroelectrochemistry results suggest that the speed of electrochemical 

doping depends strongly on the side chain chemistry. The ethylene glycol-based side chains 

allow ions to inject much faster into the film than the alkyl side chains, presumably due to the 

hydrophilic nature of the ethylene glycol-containing polymer. Additionally, although the 

timescale of ion injection depends on the anion in P3HT, the choice of anion for P3MEEMT 

does not appear to influence charge injection rates nearly as significantly.  

P3HT and P3MEEMT Structural Changes Upon Hydration and Doping. To explain the 

differences in ion uptake kinetics between P3MEEMT and P3HT, we next investigate how 

hydration and electrochemical doping influence the crystal structures of P3MEEMT and P3HT. 

The GIXRD pattern of P3MEEMT is very similar to that of P3HT (Figure B.10), yet 

P3MEEMT has a larger lamellar spacing (1.9 nm versus 1.6 nm) because of its slightly longer 

side chains. We observe a high degree of preferential orientation of P3MEEMT with the lamellar 

spacing occurring in the out-of-plane direction and π-π stacking occurring in the in-plane 

direction, which is similar to P3HT (Figure B.11). Figure 3.3 A shows how the lamellar spacing 

of P3MEEMT changes upon hydration and doping using GIXRD. The π-π stacking distance does 

not change significantly upon hydration (Figure B.12). This distance, however, decreases from 

3.76 Å to 3.63 Å upon doping (Figure B.13), which is similar to changes observed in P3HT.51,52 

We note that the lattice expansion upon hydration is fully reversible, unlike in other systems 

where doping leads to irreversible structural changes (Figure B.14).52 By measuring GIXRD 

patterns dry and in water, we quantify how much the lattice spacing of P3MEEMT changes upon 

hydration. We find a shift of the (100) peak of P3MEEMT to lower 2θ representing ~5% lattice 

expansion in water. We find a similar smaller shift (~2% lattice expansion) in dry P3MEEMT 
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upon electrochemical doping with PF6
- (0.7 V). These shifts demonstrate that the lattice of 

P3MEEMT expands readily in solution to accommodate water and ions in the absence of an 

electrochemical bias. This 5% expansion in water is much larger than that required to 

accommodate the dopants without water present, demonstrating that the crystalline regions of 

P3MEEMT are hydrated in solution. We perform the same measurements on P3HT and find no 

change in the lamellar spacing in water, yet a significant shift of 7% in the (100) peak occurs 

upon electrochemical doping with PF6
- (0.7 V) (Figure 3.3 B). The GIXRD data for P3HT 

suggests that the crystal lattice does not expand spontaneously in water and only expands upon 

electrochemical doping. 

 
Figure 3.3 Grazing incidence X-ray diffraction (GIXRD) of P3MEEMT and P3HT. (A) GIXRD 

of P3MEEMT dry and in water (top) and dry after doping at 0.5 V in 100 mM KPF6 (bottom). 

(B) GIXRD of P3HT dry and in deionized water (top) and dry and doped at 0.5 V in 100 mM 

KPF6 (bottom). (C) Schematic depicting structural changes in P3HT and P3MEEMT in solution 

and upon electrochemical doping. P3MEEMT exhibits a lattice expansion in solution, whereas 

the P3HT lattice only expands upon electrochemical doping. The green circles with minus signs 

are the anions. Water molecules and cations are not shown for clarity. 

 

The structural changes in P3MEEMT and P3HT explain the differences in doping kinetics. 

Figure 3.3 C shows a schematic of doping in crystalline regions of P3HT and P3MEEMT. In the 

case of P3HT, the crystal lattice spacing does not expand appreciably in solution, but expands by 

7% along the (100) axis upon electrochemical doping. In contrast, P3MEEMT exhibits an 
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expansion of the crystal lattice by 5% when placed in solution, yet does not expand further to 

accommodate the anions when a voltage is applied. Because of the difference in structural 

changes between P3HT and P3MEEMT, we can now explain the difference in kinetics between 

the two polymers. We propose that P3HT exhibits slower charge injection kinetics because the 

anion must inject into the polymer from solution and displace the hydrophobic side-chains when 

a potential is applied. On the other hand, in P3MEEMT, the crystalline regions are hydrated and 

already contain solvated ions. Therefore, when the potential is turned on, ions are already nearby 

the polymer backbone and the lattice is already expanded, making the doping kinetics much 

faster. Additional anions can then easily enter the P3MEEMT film through expanded, hydrated 

ethylene glycol channels. 

Controlling Crystallinity with Thermal Annealing.  Having shown high volumetric 

capacitance in the ethylene glycol side chain polymer, we next thermally anneal P3MEEMT in 

an attempt to increase its mobility and, therefore, its µC* value. Figure 3.4 A shows the GIXRD 

spectra for P3MEEMT unannealed and annealed at three temperatures (125 °C, 145 °C, and 165 

°C) for 20 min. As the annealing temperature increases, the degree of crystallinity increases, as 

demonstrated by the increase in intensity of the lamellar spacing (100) peak and (010) in-plane 

π-π stacking peak (Figure B.15). A Scherrer analysis of the GIXRD linewidths predict a mean 

size of the crystalline domains of 39 nm (± 2 nm) in the (100) direction and 6.2 nm (± 0.4 nm) in 

the (010) direction (Figure B.16). We measure the µC* for unannealed P3MEEMT and 

P3MEEMT annealed at three temperatures and find that it decreases with annealing temperature 

(Figure 3.4 B) from 52.9 ± 3.4 (F cm−1 V−1 s−1) to 20.9 ± 1.1 (F cm−1 V−1 s−1) in 100 mM KCl 

(µC* determination for each annealing temperature shown in Figure B.17). To investigate 

whether µ or C* changes most significantly with crystallinity, we measure the C* for each 
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sample with electrochemical impedance spectroscopy (EIS) with fits shown in Figure B.18. We 

observe little dependence of C* on crystallinity (Figure 3.4 C), which implies that the number of 

sites available to both electronic charges and dopant ions is equal in amorphous and crystalline 

regions of the film. The constant C* with annealing is consistent with our GIXRD results 

showing hydrated crystalline regions in P3MEEMT, and has been observed in other polymers as 

well.53 Since C* does not change significantly with annealing, we conclude OECT mobility must 

decrease with increased crystallinity. We directly measure the carrier mobility using the 

impedance matching method,54 and find the mobility in the linear regime for the unannealed 

polymer to be 0.19 ± 0.05 cm2 V-1 s-1 and a mobility in the annealed polymer of 0.13 ± 0.04 cm2 

V-1 s-1. In Figure 3.4 D, we estimate carrier mobility at each annealing temperature by dividing 

the µC* product by the C* obtained with EIS. In good agreement with the direct mobility 

measurement, we estimate the expected mobility of unannealed, amorphous P3MEEMT to be 

0.19 ± 0.03 cm2 V-1 s-1 and the annealed, most crystalline P3MEEMT to be 0.09 ± 0.01 cm2 V-1 

s-1. To check that this decrease in the mobility did not originate from the PET substrate 

degrading during annealing, we measured annealed and unannealed OECTs on glass substrates 

and observed the same trend (Figure B.19). To investigate the origin of the decrease in mobility, 

we perform conductive atomic force microscopy (cAFM) measurements. As expected and in 

contradiction to our OECT mobility results, dry, crystalline P3MEEMT is ~10 times more 

conductive in the vertical direction than unannealed P3MEEMT in its undoped, dry state (Figure 

B.20). To further confirm the enhanced conductivity of dry crystalline P3MEEMT, we fabricated 

and tested organic field effect transistors (OFETs) and found a higher mobility in the annealed 

sample (Figure B.21). Although initially counterintuitive, this difference in OFET mobility and 

OECT mobility is similar to findings by Giovannitti et. al., in which the polymer with greater dry 
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field effect mobility and nearly equivalent volumetric capacitance performed significantly worse 

as an OECT.36 Both of these experiments suggest that changes in the polymer in its hydrated or 

doped state can have a detrimental effect on electronic transport. Here, we speculate that the 

more crystalline polymer, while having a higher dry mobility is more susceptible to disruption of 

intergrain conductivity due to water uptake. 

 
 

Figure 3.4 (A) GIXRD of polymer annealed at 4 temperatures showing increased crystallinity at 

higher temperature annealing, offset by 50 counts per second. (B) µC* product as a function of 

annealing temperature showing decreased value at increasing annealing temperature and 

crystallinity. (C) Volumetric capacitance as a function of annealing temperature showing that 

crystallinity has limited effect on capacitance in this polymer. (D) Electronic carrier mobility 

calculated by dividing the µC* product by the measured C*, showing a decreasing OECT 

mobility in more crystalline films. 

 

Anion- and Crystallinity-Dependent Hydration. The difference in how the mobility scales 

with crystallinity in an OECT versus OFET could stem from the fact that OECTs operate in 

solution, while OFETs operate in a dry state. To investigate the role of polymer and dopant 

hydration in crystalline versus non-crystalline films of P3MEEMT we perform electrochemical 

quartz crystal microbalance measurements (EQCM). We measure both the unannealed 

P3MEEMT film and the most crystalline P3MEEMT film, annealed at 165 °C.  First, we 

compare the initial hydration state without bias of the polymer films without bias and find by 

both QCM with dissipation monitoring (QCM-D) (Figure B.22) and AFM profilometery that the 

annealed film swells less in solution than the unannealed film (Figure B.23). Next, we apply a 

typical cyclic voltammetry (CV) bias sweep from 0.0 V to 0.7 V to -0.5 V versus Ag/AgCl 
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(shown in Figure 3.5 A). During the voltage sweeps, we record both the current (Figure 3.5 B) 

and frequency of the quartz oscillator, which we convert to a change in mass using the Sauerbrey 

equation (Figure 3.5 C).55 

 
Figure 3.5 Electrochemical quartz crystal microbalance (E-QCM) measurement of annealed and 

unannealed P3MEEMT with 100 mM KCl and KPF6. (A) Voltage versus time plot from three 

consecutive cyclic voltammetry (CV) measurements. (B) Recorded current offset by 1 mA and 

(C) mass change offset by 2 µg during the CV measurements. (D) Schematic showing doping 

and dedoping of crystalline and amorphous P3MEEMT. The higher crystallinity case has fewer 

bound waters undoped and therefore expels fewer waters upon doping compared to the 

unannealed film. Grey shading indicates that the voltage is increasing.  

 

We find that the shape of the current curves upon doping and dedoping is similar for all four 

cases. The total current is higher with PF6
- rather than Cl- as the anion, which is consistent with a 

higher threshold voltage for doping with Cl-. We also see similar levels of charge injection for 

annealed and unannealed P3MEEMT with both anion, which is consistent with our earlier 

observation that C* does not depend on crystallinity for P3MEEMT.  

Although the plots of current versus time do not change significantly with increased 

crystallinity, the plots of mass change versus time change dramatically. In unannealed 

P3MEEMT with PF6
- as the dopant, we observe a significant initial decrease in the mass as the 

voltage increases and the film begins to dope, followed by a small increase in mass upon further 
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doping. As the voltage decreases, we observe a decrease in mass as the film dedopes and then a 

larger increase back to the initial mass, which we attribute to a rehydration of the film. We 

observe a similar shape in the change in mass versus time plot of unannealed P3MEEMT with 

Cl- as the anion. For the unannealed films we observe a small decrease in mass followed by a 

large increase upon doping and a large decreases and then small increase in mass upon dedoping. 

We note that the observed decrease in mass upon doping in both cases could be cations and 

water leaving the film.56,57 

 The observed trends are explained in a schematic in Figure 3.5 D. In the annealed case, the 

P3MEEMT thin film swells moderately in solution and has some waters incorporated prior to 

biasing (Figure B.24). Therefore, the large increase in mass upon doping is associated with 

anion injection (Cl- or PF6
- ) into the film. We note that in the mass increase region the apparent 

molar mass of the Cl- dopant is 223 ± 13 g/mol, implying that Cl- enters the polymer with a 

solvation shell of approximately 10 waters, while the molar mass of the PF6
- dopant is less than 

the mass of a bare PF6
-, implying more water is expelled from the film upon doping. (Figure 

B.17). In the unannealed case, the film swells much more in solution and has many waters 

incorporated initially. Upon applying a bias, more water leaves the film as the polymer is 

oxidized and doped by the anion. This picture is consistent with PF6
- being a relatively 

hydrophobic and chaotropic ion: more waters leave the film upon PF6
- injection, compared to Cl- 

injection, which is more kosmotropic and binds more strongly to surrounding waters. This anion 

dependence is consistent with previous QCM studies on polyelectrolytes with multiple different 

ionic species.58  

We have shown by QCM that there are major differences in how water interacts with the 

annealed and unannealed films, namely 1) much greater water uptake in the unannealed film 
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prior to doping and 2) significantly more water expulsion upon doping in the unannealed film. 

Despite having more water present, the more amorphous film demonstrates a higher OECT 

mobility. Based on our GIXRD data, we know that crystalline regions of the polymer swell in 

water, yet the π-π stacking distance does not change upon hydration. Therefore, changes in the 

amorphous regions that connect the crystalline regions or the changes in packing along the 

lamellar direction must be responsible for the decrease in mobility upon hydration of the film. To 

investigate this hypothesis, we next examine the nanoscale dopant distribution in crystalline and 

amorphous P3MEEMT with PiFM.59 

PiFM of Crystalline and Amorphous P3MEEMT.  To investigate the spatial distribution 

of dopants in amorphous and crystalline P3MEEMT, we perform PiFM on P3MEEMT films 

doped with PF6
-. By detecting the P-F stretch as a function of spatial location in the film, we map 

the location of PF6
- dopants with nanoscale spatial resolution. Figure 3.6 A shows the PiFM 

spectra of doped and undoped regions of a P3MEEMT film. Upon doping the film, the PiFM 

spectrum changes and a new peak we assign to the PF6
- stretch appears at 843 cm-1. The location 

of this peak, if not the lineshape,60 is consistent with previous Fourier transform infrared (FTIR) 

spectroscopy and attenuated total reflectance (ATR) FTIR studies.61 In addition to the emergence 

of the PF6
- peak at 843 cm-1, other changes in the PiFM spectrum result from doping the 

thiophene backbone.  
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Figure 3.6 Photoinduced force microscopy (PiFM) of annealed and unannealed P3MEEMT thin 

films doped with PF6-. (A) PiFM spectrum of doped and undoped P3MEEMT showing the peak 

corresponding to the P-F stretch of PF6-. (B) Topography image of unannealed P3MEEMT 

doped with PF6-. (C) Flattened PiFM image of unannealed P3MEEMT doped with PF6-. (D) 

Topography image of annealed P3MEEMT doped with PF6-. (E) Flattened PiFM image of 

annealed P3MEEMT doped with PF6-.  

 

We compare PiFM images of the P-F stretch of PF6
- in crystalline and amorphous films of 

P3MEEMT. Figure 3.6 B and Figure 3.6 C show the topography and PiFM images of an 

unannealed, amorphous P3MEEMT thin film, respectively, whereas Figure 3.6 D and Figure 

3.6 E show the topography and PiFM images of an annealed, crystalline P3MEEMT thin film, 

respectively. PiFM images of undoped films have no PiFM contrast and are shown in Figure 

B.25. The PiFM image of the amorphous P3MEEMT film shows a relatively homogenous 

distribution of dopants in the film with no distinct features. In contrast, the PiFM image of the 

annealed P3MEEMT film is much more heterogeneous and shows distinct features of higher PF6
- 

anion concentration. A Fourier transform of this image shows characteristic feature sizes of ~ 40 
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nm in the annealed film, which demonstrates a heterogeneous distribution of the anions that we 

hypothesize leads to bottlenecks in charge transport (Figure B.26).  

The heterogeneity in dopant concentration suggests that the film consists of small crystallites 

with a high anion concentration linked by lower density amorphous regions with a lower anion 

concentration. When submerged in an aqueous environment, we hypothesize that amorphous 

regions that link crystalline region swell significantly, disrupting electronic connectivity between 

the crystalline regions of the film. Such morphology could cause a disruption of electronic 

transport, similar to that seen as a function of molecular weight in P3HT where lower molecular 

weight polymers exhibit lower mobility despite being more crystalline.62 This effect has been 

explained by the lack of “tie chains” that allow for intrachain connections between different 

crystallite domains.63,64 This lack of tie chains was even observed as a function of annealing 

where annealing at higher temperatures resulted in decreasing carrier mobility.65  If true, in the 

future it may be possible to control the morphology of films made from polymers like 

P3MEEMT (perhaps through molecular weight) to better preserve the mobility upon annealing.  
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Figure 3.7 Schematic unifying the results from GIXRD, E-QCM, AFM, EIS, OFET, OECT, and mobility 

measurements on annealed and unannealed P3MEEMT. The red arrows indicate charge carrier migration 

through the film. In the dry state, the annealed film is more crystalline and has a higher mobility 

compared to the unannealed sample. When hydrated, the unannealed film swells more and uptakes more 

electrolyte solution. The annealed sample swells in both crystalline and amorphous regions. Upon 

electrochemical doping, a similar number of charges per volume dope both samples. The unannealed 

sample loses more waters/cations and has a higher mobility than the annealed sample. We attribute this 

lower mobility in the annealed P3MEEMT to a heterogeneity in film swelling. Amorphous regions 

between the crystalline regions swell more, disconnecting crystalline regions of the film. 

 

We summarize our comparison of annealed and unannealed P3MEEMT in Figure 3.7. In the 

dry state, GIXRD shows that the annealed P3MEEMT films is more crystalline than the 

unannealed film and OFET measurements demonstrate that the annealed film has a higher 

mobility. When the film is hydrated, the unannealed film expands more, as shown with AFM 

profilometery of the hydrated samples, and QCM data shows that the unannealed film uptakes 

more waters. GIXRD of the annealed film shows that crystalline regions of the film also expand 

when hydrated. Upon electrochemical doping, EIS data shows that a similar number of charges 

dope the annealed and unannealed films. Furthermore, E-QCM shows that the unannealed film 

loses more waters upon electrochemical doping than the annealed sample, and mobility and 

OECT measurements show a higher mobility in the unannealed film than the annealed film. We 

hypothesize that the change in mobility stems from the effect of water intercalation on the 

electronic connectivity of the polymer film. In the case of the annealed film, we attribute the 

change in mobility to the swelling of amorphous regions that connect the crystalline regions of 

the film. When the film is hydrated, this heterogeneity in swelling prevents charge carriers from 

moving as easily between the crystalline regions of the film.    

3.3 CONCLUSIONS 

Our comparative study of P3MEEMT and P3HT highlights the importance of the anion in 

many aspects of OECT operation. First, larger, more hydrophobic anions shift the threshold 

voltage in OECT active layer polymers with both hydrophilic and hydrophobic sidechains, which 
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indicates that this anion-dependent threshold voltage shift is a general principle of OECT 

operation. Larger, chaotropic ions with a smaller surface charge density, like PF6
-, can more 

easily inject into the active layer polymer than smaller, kosmotropic ions with high surface 

charge densities, like Cl-, regardless of the side chain functionality. Second, our E-QCM data 

show that the anion has a significant impact on polymer hydration upon doping. Compared to 

doping with Cl-, electrochemically doping the polymer with PF6
- expels more water from the 

polymer active layer. Therefore, the choice of anion could have a profound effect on the packing 

density and molecular-level organization upon doping.  

We additionally demonstrate that P3MEEMT, a polythiophene derivative with ethylene 

glycol-based side chains, is a promising OECT active layer material for accumulation mode 

transistors with a µC* that rivals state-of-the-art OECT materials. We observe faster doping 

kinetics in P3MEEMT than in P3HT, which stems from structural changes in P3MEEMT upon 

hydration. The crystalline lattice of P3MEEMT expands in solution, allowing ions to access even 

densely-packed crystalline regions of the film. In comparison, the P3HT lattice only expands 

upon electrochemical doping, requiring the anions to displace alkyl side chains, and thus slowing 

down ion injection kinetics compared to those of P3MEEMT. 

By increasing the crystallinity of P3MEEMT, we demonstrate that OECT mobility decreases, 

whereas OFET mobility increases. We explain this difference by investigating the role of water 

in both amorphous and crystalline P3MEEMT. We find that crystalline and amorphous 

P3MEEMT have very different hydration dynamics upon electrochemical doping. We 

hypothesize that the hydration of the film disrupts the regions that link crystalline domains, 

thereby significantly decreasing the mobility in crystalline P3MEEMT. This hypothesis is 

supported by PiFM imaging, which maps the presence of anion within the film and reveals a 
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large degree of dopant heterogeneity in crystalline P3MEEMT compared to amorphous 

P3MEEMT.   

Our data demonstrates that the presence of water can be a double-edged sword for OECT 

operation that must be considered when designing new active layers for efficient OECTs. 

Readily hydrated crystal lattices can facilitate ion transport, allowing for faster anion injection 

kinetics and better access for anion into tightly-packed crystalline regions. Yet, polymer 

hydration can also interrupt the connectivity between crystalline regions of the polymer, 

significantly decreasing the charge-carrier mobility. Because of the presence of water, many of 

the design principles established over the last thirty years to optimize OFETs must be adapted 

before applying them to OECTs. Overall, our data paints a complex picture of how operating in 

solution and relying on anion intercalation impacts the design principles for highly efficient 

OECTs. The complex interplay between ion transport, charge transport, side chain chemistry, 

steady-state hydration, and hydration dynamics upon electrochemical doping have a profound 

impact on OECT operation. By understanding these challenges, it may be possible to tailor the 

morphology of future OECT materials so that they benefit from improved order in the same way 

that OFET performance improves with increased polymer crystallinity. For high C* polymers, 

improving the electronic carrier mobility by an order of magnitude, the same amount that FET 

mobility can be improved by annealing, would provide a clear path to achieving µC* products of 

3000 F cm−1 V−1 s−1. Such a material would prove invaluable for the growing number of 

applications that rely on efficient mixed electronic/ionic conduction. 

3.4 METHODS 

Materials. P3HT (Ossila Ltd), chlorobenzene (Aldrich), KPF6 (Aldrich), KCl (Aldrich), 

ferrocene (Aldrich). N-bromosuccinimide (NBS) was purchased from Sigma-Aldrich and 
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recrystallized from water before use. Diethylene glycol monomethyl ether was purchased from 

Sigma-Aldrich and distilled onto freshly activated molecular sieves before use. Anhydrous 

solvents were used for all reactions. THF was dried using a PureSolv solvent purification system. 

Dichloromethane (DCM) (Aldrich) was dried using an SP-1 Stand Alone Solvent Purification 

System. All other reagents were purchased from Sigma-Aldrich and used as received.  

 

Polymer synthesis and characterization. All reactions were performed under air-free 

conditions using standard Schlenk techniques. All reaction glassware was dried overnight in an 

oven at 120 °C prior to use. 2,5-dibromo-3-methoxyethoxyethoxymethylthiophene was 

synthesized according to modified literature procedures.1 Following monomer synthesis, 

P3MEEMT was synthesized using Kumada Catalyst Transfer Polymerization (KCTP). The 

produced polymer was characterized via size-exclusion chromatography (SEC), using a Malvern 

Viscotek TDA 305 GPC equipped with a UV detector. CHCl3 was used as an eluent at a 

temperature of 30 °C and a flow rate of 1 mL/min. Molecular weight information was 

determined relative to polystyrene standards. 1H NMR was performed using either a 300 MHz 

Bruker AV-300 or a 500 MHz Bruker AV-500 instrument at 25 °C.  

2,5-dibromo-3-thiophenemethanol Synthesis  

To a 3-neck flask 3-thiophenemethanol (3.77 mL, 40 mmol) and 36.4 mL THF was added. The 

solution was degassed with nitrogen bubbling for 15 minutes. Following bubbling, recrystallized 

NBS (total: 14.15 g, 79.5 mmol) was added to the reaction in 5 equal portions. The reaction was 

then stirred overnight at room temperature. The reaction was then filtered, and THF was 

removed using rotary evaporation. The residue was then purified using column chromatography 
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with a 4:1 ratio of hexanes to ethyl acetate, resulting in a white solid in 90% yield. 1H NMR 

(300 MHz, CDCl3): δ 7.03 (s, 1H), 4.60 (s, 2H), and 1.95 (br, 1H).  

2,5-dibromo-3-thiophenemethylbromide Synthesis 

To a round-bottom flask, 2,5-dibromo-3-thiophenemethanol (9.0 g, 33.5 mmol) and 165 mL of 

DCM was added. The flask was cooled to 0 °C for 20 min, then PBr3 (3.20 mL, 34.25 mmol) 

was added dropwise over 15 min. The reaction was then stirred for 5 h at room temperature. The 

reaction was quenched with the addition of 100 mL of 10% NaHCO3 solution. The product was 

extracted with DCM, washed with brine, dried with MgSO4 and filtered. The solvent was then 

removed, and the product was stored at -20 C overnight, after which a white solid was collected 

in 93% yield. 1H NMR (300 MHz, CDCl3): δ 7.00 (s, 1H), 4.36 (s, 2H). 

2,5-dibromo-3-[2-(2-methoxyethoxy)ethoxymethyl]thiophene Synthesis 

Diethylene glycol monomethyl ether (3.5 mL, 30 mmol) and 100 mL of THF were added to a 3-

neck flask equipped with an addition funnel. NaH (1.32 g, 33 mmol) was added quickly in one 

portion allowed to react for 10 min. 2,5-dibromo-3-thiophenemethylbromide (9.65 g, 29 mmol) 

was dissolved in 25 mL of THF, then added to the addition funnel, from which it was added 

dropwise over a period of 15 min. The reaction was stirred at room temperature overnight. The 

reaction mixture was filtered over Celite and the product washed through with THF. Solvent was 

removed using rotary evaporation, and the residue purified via column chromatography in a 3:2 

mixture of hexanes to ethyl acetate. The product was collected in 87% yield as a pale yellow oil. 

The product was stored at -20 °C away from light. 1H NMR (300 MHz, CDCl3) δ 7.0 (s, 1H), 

4.43 (s, 2H), 3.65 (m, 6H), 3.57 (m, 2H), 3.39 (s, 3H). 

P3MEEMT Polymerization and Characterization 
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To a Schlenk flask, 2,5-dibromo-3-[2-(2-methoxyethoxy)ethoxymethyl]thiophene (0.37 g, 1.0 

mmol) was added, then degassed under high-vacuum for 30 min. The flask was placed under 

nitrogen, and 10 mL of THF was added. The flask was cooled to 0 °C, and i-PrMgCl (2.0 M in 

THF, 0.5 mL, 1.0 mmol) was added dropwise over 10 min. The flask was allowed to warm to 

room temperature, then stirred for 1 h. The flask was then heated to 45 °C, and Ni(dppp)Cl2 

(4.334 mg, 0.008 mmol) was added in one portion. The polymerization was stirred at 45 °C for 2 

h, then quenched with 1 mL of 5 M HCl. The polymer was precipitated into 400 mL of MeOH 

and poured over a filter to collect. The polymer was purified with successive Soxhlet extractions 

using hexanes then MeOH and collected using CHCl3. The polymer was again precipitated into 

MeOH, filtered, and dried overnight in a vacuum oven. 1H NMR (500 MHz, CDCl3) δ 7.25 (s, 

1H), 4.67 (s, 2H), 3.75 (s, 4H), 3.67 (m, 2H), 3.57 (m, 2H), 3.37 (s, 3H). Đ = 2.0, Mn = 11 

kg/mol. 

 

Sample Preparation. For all following experiments, polymers were dissolved at a concentration 

of 20 mg/mL in chlorobenzene overnight and stirred at 50 °C. Solutions were then spin coated 

onto substrates at 1000 rpm RPM for 60 seconds. Subsequent annealing (if any) was performed 

in a nitrogen environment. All electrolytes were made with degassed Milli-Q water. 

 

OECT device fabrication and measurement. OECT substrates are comprised of polyethyelene 

terephthalate (PET) substrates with lithographically-patterned gold (Nano Terra Inc.) to have a 

length of 20 µm and a width between 50 and 2000 µm. A P3HT or P3MEEMT layer is spin-

coated onto the OECT substrate (thickness between 70 and 150 nm) and removed from all 

regions except for at the electrode junctions. A nitrocellulose layer (Sally Hansen, Insta-Dri Top 
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Coat) is then applied to the exposed electrodes to insulate the electrodes from the electrolyte. 

Devices are measured in degassed 100 mM solution of KPF6 or KCl. Transfer curves were taken 

by varying VG from -0.7 to 0.4 V vs. Ag/AgCl with a fixed VDS of -0.6 V and a step size of 

0.05 V with 10 seconds between each step using two Keithley source measure units and custom 

Labview software. All devices were cycles 3 times prior to measurement for reproducibility. 

Threshold voltage was calculated by extracting the x-intercept of the linear fit of the sqrt(IDS) vs 

VG plots. Mobility was measured using the impedance matching method previously reported.2 

Briefly, a DC gate voltage offset is applied along with a sinusoidal gate voltage wave (10 mV). 

The resulting gate and drain current transients are recorded to extract the amplitude and phase 

shift of the resulting sine waves. Matching the gate and drain current impedances yields the 

hole/electron transit time in the channel (τe) by the following relation in the frequency (f) 

domain: 𝛥𝐼𝐺(𝑓) =  2𝜋𝑓 𝜏𝑒   𝛥𝐼𝐷(𝑓). The OECT mobility (µ) can then be estimated from the 

hole/electron transit time in the channel by the equation µ =  
𝐿2

𝜏𝑒 𝑉𝐷
 where L is the channel length 

and VD is the drain voltage. 

 

OFET device fabrication and measurement. OFETs were fabricated in back-gate, top-contact 

geometry, using a doped p-type silicon <100> wafer with a 300 nm thick thermal oxide layer 

(University Wafer Inc.). P3MEEMT was spin coated onto the substrates as described above. 

Gold source and drain electrodes with (thickness = 50 nm) of gold were thermally evaporated 

onto the samples with a width of 1000 µm and a length of 10 µm. Transistors were tested in a 

nitrogen atmosphere using an HP 4145B Semiconductor Parameter Analyzer and custom 

LabVIEW acquisition software. 
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Ion injection kinetics spectroelectrochemistry and cyclic voltammetry (CV). Ion injection 

kinetics were measured with a MetroOhm Autolab PGSTAT204 with NOVA Software (version 

2.1) and an Agilent 8453 spectrometer. P3MEEMT was spin-coated onto fluoride-doped tin 

oxide-coated glass (FTO, Sigma-Aldrich, 7 Ω/sq). The film substrate was used as the working 

electrode and was submerged in a cuvette containing degassed 100 mM KPF6 or 100 mM KCl. 

A Pt wire was used as the counter electrode (Aldrich) and an Ag/AgCl electrode (eDAQ) was 

used as the reference electrode. UV-Vis measurements were collected with an integration time of 

0.1 s/spectrum or 0.5 s/spectrum as the film was electrochemically doped. CVs were performed 

at a scan rate of 100 ms/step for 0.01 V steps. pH was measured with a Veernier pH sensor. 

 

Grazing Incidence X-ray diffraction (XRD). GIXRD of thin films of P3HT and P3MEEMT on 

ITO/glass or glass substrates were measured using a Bruker D8 Discover with a Pilatus 100K 

large-area 2D detector (Cu Kα radiation at 50000 mW). For measuring samples in water, 10 µL 

of deionized water was pipetted onto the sample and then covered with a thin layer of polyimide 

film (~25 µm). The electrochemically doped samples were measured dry. To prepare the 

electrochemically-doped samples, thin films on ITO/glass were electrochemically doped in 100 

mM KPF6 or KCl at 0.5 or 0.7 V, rinsed with deionized water, and dried with N2 prior to 

measuring. For in-plane scans, the polymer was drop cast on a Si substrate or Si coated with 50 

nm Au and the 2θ scan was acquired at psi = 70°. 1D data in- and out-of-plane was obtained 

through a polar integration of the acquired 2D data (Figures B10-16).  

 

Electrochemical impedance spectroscopy for C* determination (EIS). EIS measurements were 

performed on gold-coated glass substrates with a defined area of 0.0015 cm2 with a DC offset of 
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0.1-0.7 V. Capacitance was determined using C ~ 1/(2π f Im(Z)), where f is the frequency and Z 

is the complex impedance, and calculated based on a fit to Randles circuit R(R||C). Fitting was 

performed with the Metrohm NOVA software.  

 

Electrochemical quartz crystal microbalance (E-QCM) Electrogravimetric measurements 

were performed using a QCM200 (Stanford Research Systems) on 5 MHz gold-coated AT quartz 

crystals. Biases were applied with a potentiostat (MetroOhm Autolab PGSTAT204) in a three-

electrode cell, with the polymer coated crystal face as the working electrode, a platinum wire 

counter electrode, and a Ag/AgCl pellet electrode as the reference electrode. The change in 

frequency was converted to a change in mass using the Sauerbrey equation, which assumes a 

rigid film.  

 

Quartz crystal microbalance with dissipative monitoring (QCM-D). QCM-D measurements 

were performed using a Q-sense analyzer (QE401, Biolin Scientific AB, Sweden). For the 

hydrated measurements, degassed 100 mM KCl solution was pumped over the surface of the 

polymer at a rate of 100 µL min-1. 

 

Conductive atomic force microscopy (cAFM) and AFM step height measurements. cAFM and 

AFM step height measurements were performed on an Asylum Research Cypher-ES instrument. 

cAFM measurements used a gold-coated contact mode AFM probes (Budget Sensors, ContGB-

G) in a nitrogen environment. A -500 mV bias was applied to the tip and current was collected as 

the tip was scanned across the surface. AFM step height measurements used 75 kHz 
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HQ:NSC18/Pt MikroMasch tips with 100 µl of Milli-Q water pipetted on the sample for 

hydrated film heights.  

 

Photoinduced force microscopy (PiFM). PiFM images were acquired with a Molecular Vista 

Vistascope coupled to a LaserTune QCL operating in sideband mode using 325 kHz 

HQ:NSC15/Pt MikroMasch tips. Images of the P-F stretching mode of the PF6- counterions 

were collected with the laser tuned to 843 cm-1 at 1 s/line at 256 x 256 pixel with a field-of-view 

of 1.5 x 1.5 µm. PiFM spectra were acquired on doped and undoped regions of dry P3MEEMT 

films with a 10 s integration time.  
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Chapter 4. P-Type Electrochemical Doping Can Occur by Cation 

Expulsion in a High Performing Polymer for Organic Electrochemical 

Transistors   

 

4.1 INTRODUCTION 

Conjugated polymers with the ability to conduct both electrons and ions have seen surging interest 

as active materials for a applications including neuromorphic computing,1–3 electrochemical 

energy storage,4,5 bioelectronics,6–10 and thermoelectrics.11,12 Each of these applications rely in 

some way on the coupling between the ionic and electronic charge in the mixed conductor. In 

organic electrochemical transistors (OECTs), this coupling allows ionic charges to compensate for 

injected electronic charges, allowing much greater modulation of the channel conductivity 

compared to organic field effect transistors (OFETs). A wide variety of mixed conductors capable 

of such volumetric ion transport exist and the nuances of each type have been reviewed by Rivnay 

and co-workers.13 Here, we study the simplest system of a homogenous, single phase, p-type (hole-

conducting) material. The conventional understanding of electrochemical oxidation (doping) of 

this type of system  is that an external bias induces injection of holes into the polymer film, which 

is accompanied by injection of anions from the electrolyte to maintain charge neutrality.14 This 

can be described as follows: 

𝑷𝟎
(𝒔) + 𝑨−

(𝒂𝒒) ⇌  𝑷+(𝑨−)(𝒔) +  𝒆−     (Eq 1.) 

where P0 is the neutral polymer species, A- is an anion from solution, P+(A-) is a positive polymer 

polaron (radical cation)/anion pair within the bulk of the polymer film, and e- is an electron 

removed from the polymer by the external circuit. For charge compensation of this type to occur, 

the material must allow facile electronic and ionic movement throughout the bulk of the film. 
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Initial work in the mixed conductor field showed that increased swelling in the presence of 

electrolyte leads to higher ionic conductivity.15–17 Thus the design of modern organic mixed 

conductors is largely based upon substituting hydrophilic side chains, which promote hydration 

and ion transport, onto polymer backbones and small molecules18 known to have high electronic 

conductivity. This strategy has proven very successful, as polymers with polar side chains 

including alcohols,19 carboxylic acids,20 amides,21 sulfonates,22–24 and most commonly 

oligoethylene glycol,25–32 display dramatically enhanced ion transporting properties while 

maintaining their good electronic properties.  

The development of these high performing polymers has led to a wealth of recent papers and 

reviews regarding OECTs for biosensing. In all of the recent literature, the ionic charge 

compensation during oxidation of p-type polymers is almost universally described as anion 

injection into the film, 33–38 despite cation ejection being equivalent from the perspective of 

maintaining charge neutrality. Since most of the best-performing mixed conductors display 

significant swelling (on the order of 20-100%16,18,28,39 with some polymers displaying swelling up 

to 1000%),40 it is reasonable to assume that all components of the electrolyte (solvent molecules, 

anion, and cation) can be present in the polymer film in its neutral, hydrated state. With cations in 

close proximity to the polymer backbone, it seems possible that these cations are involved in the 

charge compensation during doping. In fact, this mechanism of charge compensation has been 

recently observed in organic radical polymers for battery applications.41 Previous examples of p-

type doping by cation expulsion can also be found in electrochemical cycling of 

electropolymerized polypyrrole, although this is often a result of the one of the ions being rendered 

immobile by being trapped in the polymer network during the polymerization.42–45 Additionally, a 

recent review on mixed ionic/electronic conductors speculates that cation ejection may play a role 
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in charge compensation in modern OECT materials.13 Despite the growing number of applications 

that utilize mixed conductors, the exact mechanism of charge compensation during 

electrochemical doping is rarely been investigated.  

Here, we carefully examine the doping mechanism in poly(3-{[2-(2-

methoxyethoxy)ethoxy]methyl}thiophene-2,5-diyl) (P3MEEMT), a model p-type mixed 

conductor (structure in Figure 4.1 A) which has figures of merit comparable to state-of-the-art 

materials.39 We present direct evidence that charge compensation can occur by cation expulsion 

during the electrochemical oxidation of P3MEEMT. We use electrochemical quartz microbalance 

(EQCM) to show that during the early stages of doping the polymer film loses mass, implying 

substantial cation expulsion before the conventional doping mechanism of anion injection begins 

to dominate. We verify this result by directly measuring ion concentrations in the polymer film 

using glow discharge optical emission spectroscopy (GDOES). We show that prior to bias there 

are both cations and anions present within the polymer film. At low doping levels, the 

concentration of electrolyte cations within the film rapidly decreases upon application of an 

oxidative potential. Further doping/oxidation leads to an increase in the number of electrolyte-

derived anions within the polymer film. After the bias is removed, the numbers of cations and 

anions return to their initial states. This set of measurements provide insight into the mechanism 

of charge compensation that occurs in the model mixed conductor P3MEEMT. 

 

4.2 RESULTS AND DISCUSSION 

Figure 2.1 A shows a schematic of the EQCM experiment which is further explained in the 

supporting information. We perform cyclic voltammetry (CV) on a polymer-coated quartz crystal 

and simultaneously measure the current injected into the polymer film as well as the oscillator 
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frequency of the crystal. Integrating the current against time allows us to calculate the total charge 

delivered. Using the Sauebrey equation and the thin film approximation we calculate the change 

in mass of the polymer film based on the change in frequency46 (calibration in Figure C.1). The 

top panel in Figure 4.1 B shows the bias applied to the working electrode (relative to Ag/AgCl) 

during one cycle. We sweep the voltage between 0.8 and -0.5 V at 50 mV/s (repeated cycles and 

other scan rates are shown in Figure C.2). The middle panel of Figure 4.1 B shows the total charge 

injected into the film as a function of time in two different 20 mM aqueous chloride salts: 

potassium chloride (KCl) (blue), tetrabutylammonium chloride (TBACl) (orange). Despite 

drastically different cations, the charge injection behavior in the chloride salts is qualitatively very 

similar. The onset of oxidation begins at 0.35 V and the total magnitude of charge injected is 2.0 

mC for KCl and 1.6 mC for TBACl. In the lower panel of Figure 4.1 B we display the change in 

mass over time during the same bias sweep. Again, the chloride salts behave qualitatively similarly 

despite the drastically different cations. At the start of the bias sweep, there is a very slight mass 

loss of <0.2 µg/cm2. As the bias ramp continues to increase the film consistently gains mass, 

resulting in an oxidized mass 2.7 µg/cm2 greater than the original neutral mass in KCl and 2.2 

µg/cm2 greater in TBACl. At the completion of the oxidation/reduction cycle the film mass returns 

to the original mass in both electrolytes. 

In Figure 4.2 C, we perform a similar experiment in two electrolytes with a larger, more polarizable 

anion, potassium hexafluorophosphate (KPF6) (purple), and tetrabutylammonium 

hexafluorophosphate (TBAPF6) (green).  Again, the top panel shows the bias applied. The middle 

panel shows the charge injected into the polymer film. When cycled in KPF6, the onset of oxidation 

(0.2 V) is lower than in the chloride salts and significantly more charge is injected (4.8 mC). This 

increase in injected charge is consistent with previous reports that larger anions inject at a lower 
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potential and to a greater extent than smaller anions.39,47,48 However, when we attempt to oxidize 

the film in TBAPF6, there is a shift to a higher onset of oxidation (0.45 V) and the magnitude of 

charge injected is greatly reduced (0.9 mC). These cation-dependent differences between oxidation 

of the film in different electrolytes are also reflected in the lower panel of Figure 4.1 C, where the 

change in mass displayed. When oxidizing the film in a TBAPF6 electrolyte, there is no detectable 

mass loss. Interestingly, despite injecting much less charge overall, the mass gain in TBAPF6 is 

over 13 µg/cm2 (~5x more mass gain than with other salts). Despite sharing the same anion, the 

mass change during oxidation in KPF6 is dramatically different from that of TBAPF6, or indeed 

from any of the chloride salts. Upon initial application of an oxidative bias, the film mass 

consistently decreases until it reaches a minimum 2.9 µg/cm2 below the original film mass.  From 

that point on, the mass increases until the oxidative bias is removed. During the dedoping process 

the film first loses mass and then gains mass back to its original neutral mass. The presence of 

these obvious minima in the mass verses time trace indicate that there is a moment during the cycle 

where the rate of mass gain matches the rate of mass loss, resulting in no net mass change.  

From this data we conclude that under certain condition the electrochemical oxidation of 

P3MEEMT is in fact cation dependent. When the anion is chloride, which tends to enter the 

polymer film highly hydrated,47,49 the identity of the cation does not strongly affect the 

electrochemical doping process. We further confirm this result with EQCM measurements in 2 

other chloride salts (see Figure C.3) and show that the identity of the cation does not significantly 

change any of the properties we measure (current, mass, stiffness, dopant molar mass). On the 

contrary, when the anion is PF6-, the identity of the cation has a dramatic effect on the oxidation 

behavior of the polymer. In the case of a very large cation paired with PF6-, there is never any 

mass loss due to cation expulsion (likely because the large cation never enters the film), and the 
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mass gain upon anion injection is 5 times greater than any of the other salts. But in the case of a 

smaller cation paired with the PF6- anion, electrochemical oxidation results in an evolving process 

of mass transfer both out of, and eventually into, the polymer film.  

 

Figure 4.1: Electrochemical Quartz Crystal Microbalance gravimetry. A) Schematic showing 

the measurement setup. A polymer film-coated quartz crystal serves as the working electrode, a 

platinum mesh is used as the counter electrode and an Ag/AgCl puck is used as the reference 

electrode. B) Shows the bias applied, charge injected into the polymer, and the change in mass of 

the polymer film during a cyclic voltammetry scan in 2 different chloride-based electrolytes KCl 

(blue) and TBACl (orange). C) Shows the bias applied, charge injected into the polymer, and the 

change in mass of the polymer film during a cyclic voltammetry scan in 2 different PF6- based 

electrolytes: KPF6 (purple) and TBAPF6 (green). 

In Figure 4.2 we more closely examine the complex mass changes that occur during the oxidation 

and reduction of the P3MEEMT film in KPF6. The upper panel shows change in mass as a function 
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of bias applied at a sweep rate of 50 mV/s. To help with the discussion, we divide the cyclic 

voltammetry sweep into 4 regions. In region I, holes are injected (oxidation) into the polymer film 

yet the polymer is losing mass. In region II, holes are injected (oxidation) and the film is gaining 

mass. In region III, holes are extracted from the film (reduction) and the film loses mass. In region 

IV, holes are extracted from the film (reduction) yet the film gains mass. The mass behavior in 

regions II and III are consistent with the conventional understanding of charge compensation 

during electrochemical oxidation/reduction of p-type polymers: anions move into/out of the film 

to electronically compensate for the injected charge. However, the doping in region I and dedoping 

in region IV are quite surprising. Even though injected holes need to be electronically 

compensated, the film overall loses mass throughout region I. From a charge balance perspective, 

the two ways to compensate for the injected hole are K+ cations leaving the film or PF6- anions 

entering the film (charged salt complexes i.e. K(PF6)
2- may also play a role, but we deem this is 

unlikely at the modest 20 mM concentrations used).50 Solvent molecules represent the other mobile 

species that could account for mass changes, but since the solvent is neutral it does not compensate 

charge. Mass loss during polymer oxidation similar to what we see in region I, has most frequently 

been attributed to field-driven solvent expulsion due to structural changes in the polymer.51–54 

While in other systems the mass loss region has been attributed to cation ejection.41 However, 

since EQCM only provides information about net mass transfer into or out of the film, we need 

more information to confirm which mobile species are associated with the observed mass loss and 

better understand the doping mechanism.  

To identify the presence of the cation and/or anion within the film at different stages of oxidation 

we use glow discharge optical emission spectroscopy (GDOES). Complete experimental details of 

the GDOES experiment are included in the SI. Briefly, we begin a cyclic voltammetry cycle to 
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electrochemically dope the films. At the desired oxidation state, we remove the film from the 

electrolyte solution, and quickly rinse it three times in deionized water. The doping state of the 

polymer is maintained through the wash step as evidenced by the fact that the color change 

associated with electrochemical oxidation remains unchanged even after rinsing (Figure C.4). We 

then use GDOES to analyze the elemental content of each film. The lower panel of Figure 4.2 

shows the integrated GDOES signal normalized to the sulfur content in the polymer. The 

supporting information includes details on the normalization used (Figure C.5), the relative 

instrumental sensitivity to potassium and phosphorous (Figure C.6), and the raw GDOES spectra 

(Figure C.7). The phosphorous signal (orange) originates from the PF6- anion, and the potassium 

signal (blue) comes from the K+ cation. At zero applied bias, the data indicate the presence of both 

cations and anions within the film. We note that we do not observe any ions in the film after 

submerging in KCl or TBAPF6 electrolyte (Figure C.8). As the oxidation of the film begins (region 

I), we observe a decrease in the cation content within the film. When the mass reaches a minimum, 

at the interface between region I and region II, all the cation has been eliminated from the film and 

we observe an increase in the anion content within the film. In region II, we observed continuous 

increase in anion content within the film and no detectable cations present. As we begin to dedope 

the film in region III, the anion content decreases. Finally, after a full oxidation/reduction cycle 

the film returns to a neutral state that contains both anions and cations. These data provided direct 

evidence that cations exist inside the film in its neutral state and that cation ejection plays a role in 

charge compensation during the doping process.  
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Figure 4.2: Glow Discharge Optical Emission Spectroscopy (GDOES) as a function of 

applied bias. Upper panel shows mass change as a function of bias when P3MEEMT is oxidized 

in 20 mM KPF6. The lower panel shows the integrated GDOES signal normalized to the sulfur 

signal for the potassium in the cation (blue) and the phosphorous in the anion (orange) at a 

variety of different oxidation states. 

Together, the presented data leads us to propose the following doping mechanism for 

electrochemical oxidation of P3MEEMT in 20 mM KPF6. First, contact with the electrolyte leads 

to dramatic swelling and hydration of the film as shown in Figure 4.3 B. In Figure 4.3 C we show 

that initial application of an oxidative bias (and hole injection into the polymer) causes ejection of 

cations, as well as large amounts of solvent to be expelled from the film (see Figure C.9 and Figure 

C.10 for discussion of solvent transport). As the cation concentration in the film is depleted, anions 

begin injecting into the film until these two processes balance resulting in the minimum in the 

mass trace. Finally, once all the cation (and likely some solvent) has been ejected from the film, 

the charge compensation proceeds purely by the conventionally described anion injection 
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mechanism (shown in Figure 4.3 D). Dedoping (reduction) follows this same process in reverse. 

First anions are ejected, and then cations and solvent are injected to end back at the initial state.  

 

Figure 4.3: Scheme illustrating the mechanism of electrochemical oxidation. A) Shows the 

polymer on a conductive substrate in air. B) Shows the initial (no bias) swelling of the film due to 

hydration which includes transport of water, cations, and anions, across the polymer electrolyte 

interface. C) Shows the doping process in region I, where solvent and cations are ejected from the 

film. D) Shows the doping process in region II, where anions are injected into the polymer film. 

By contrast we believe that electrochemical oxidation of P3MEEMT in KCl proceeds by the 

following mechanism (illustrated in Figure C.11). First, hydration of the film only includes solvent, 

but few if any ions migrate into the neutral polymer. Upon initial application of bias, there is a 

mass loss 10x smaller than in KPF6, which we attribute to the expulsion of a small number of 

cations (below the detection limit of GDOES) and/or expulsion of solvent. Additional doping then 

results in mass gain due to anion injection. We believe this mechanism applies to all the chloride 
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salts we studied. Despite the large anion, we hypothesize oxidation in TBAPF6 proceeds by a 

similar mechanism because the TBA cations are too bulky to enter the film.  

 

 

4.3 CONCLUSION 

In summary, we electrochemically oxidized P3MEEMT in a variety of electrolytes and studied the 

process of charge compensation in these polymer films that can simultaneously transport electronic 

and ionic charges. We find that the mechanism of charge compensation is sensitive to the chemical 

nature of both the anion and cation, even for materials such as P3MEEMT that are hydrated upon 

exposure to water.39 We find that, when PF6- is the anion, even the cation identity can affect the 

doping process. Indeed, mass changes and atomic emission spectroscopy taken during 

electrochemical doping with KPF6, show that K+ is expelled from the film in the initial stages of 

oxidation, suggesting that, at least in some cases, expulsion of cations can be used to provide the 

initial charge compensation mechanism. These results are an important reminder of the fact that 

the cation is not always an inactive bystander but can play a significant role in the electrochemical 

oxidation process, even for p-type mixed ionic/electronic conductors. These results underscore the 

opportunity to further tailor the performance of organic mixed conductors in a range of 

applications through a better understanding of how ions interact with the polymer matrix, as well 

as with electronic charges, in organic semiconductors. We speculate that differences in both charge 

balance, and accompanying solvent mass, may be one reason why electronic charge carrier 

mobilities in OECTs can be so sensitive to counterion chemistry.47 
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4.4 METHODS 

Materials:  All salts (KCl, NaCl, CsCl, TBACl, KPF6, TBAPF6) were purchased from Sigma 

Aldrich and dried in a vacuum oven before use. Chlorobenzene was also purchased from Sigma 

Aldrich and used as received. N-bromosuccinimide was recrystallized from water prior to use. 

Tetrahydrofuran (THF) and dichloromethane (DCM) were dried and deoxygenated on a PureSolv 

solvent purification system. All other reagents were used as received from Sigma Aldrich. 

 

Polymer Synthesis and Characterization: 

All reactions were performed under nitrogen using standard Schlenk line techniques, and all 

glassware was dried overnight at 120 °C prior to use. 2,5-dibromo-3-

methoxyethoxyethoxymethylthiophene was synthesized using a modified literature procedure.1 

NMR was performed using either a 300 MHz Bruker AV-300 or a 500 MHz Bruker AV-500 at 

25 °C. The synthesized polymer’s molecular weight was characterized using size exclusion 

chromatography (SEC), on a Malvern Viscotek TDA 305 GPC coupled to a UV-detector. 

Samples were run at 30 °C using CHCl3 at a flow rate of 1 mL/min as an eluent. 

 

Monomer Synthesis: 

3-thiophenemethanol (3.77 mL, 40 mmol) and 36.4 mL of THF were added to a 3-neck flask, 

and then degassed by nitrogen bubbling for 15 minutes. Then, recrystallized NBS (total: 14.15 g, 

79.5 mmol) was added to the reaction quickly, across 5 equivalent portions, recapping the 

reaction in between each addition. The reaction was stirred overnight, then filtered, and the 

solvent removed using rotary evaporation. The residue was purified using column 

chromatography with a hexanes to ethyl acetate mixture of 4:1. The product was collected as a 
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white solid in 90% yield. 1H NMR (300 MHz, CDCl3): δ 7.03 (s, 1H), 4.60 (s, 2H), and 1.95 (br, 

1H).   

2,5-dibromo-3-thiophenemethanol (9.0 g, 33.5 mmol) and 165 mL of DCM were added to a 

round bottom flask, then cooled over ice for 20 minutes. PBr3 (3.20 mL, 34.25 mmol) was added 

dropwise over the course of 15 minutes, then the reaction was allowed to warm to room 

temperature. The reaction was stirred for 5 hours at room temperature, then quenched with 100 

mL of 10% NaHCO3 solution. Allow bubbling to subside, then extract the product with DCM, 

wash with brine, and dry over MgSO4. The solvent was removed through rotary evaporation, and 

the product was placed in the freezer overnight at -20 °C, after which it was recovered as a white 

solid in 93% yield. 1H NMR (300 MHz, CDCl3): δ 7.00 (s, 1H), 4.36 (s, 2H). 

 

To a 3-neck flask equipped with an addition funnel, diethylene glycol monomethyl ether (3.5 

mL, 30 mmol) and 100 mL of THF were added. To this, NaH (1.32 g, 33 mmol) was added in on 

portion, and allowed to react for 10 minutes. During this time, 2,5-dibromo-3-

thiophenemethylbromide (9.65 g, 29 mmol) was dissolved in 25 mL of THF, and added to the 

addition funnel. It was then added dropwise over the course of 15 minutes, and the reaction was 

stirred overnight at room temperature, resulting in the formation of a significant amount of salt 

precipitate. The reaction mixture was filtered over a thin pad of Celite to remove salt, and the 

product was washed through with excess THF. The THF was removed through rotary 

evaporation, and the product was purified using a column run with a 3:2 mixture of 

hexanes:ethyl acetate. The recovered product was a pale yellow oil and was collected in 87% 

yield, and was stored at -20 °C and away from light. 1H NMR (300 MHz, CDCl3) δ 7.0 (s, 1H), 

4.43 (s, 2H), 3.65 (m, 6H), 3.57 (m, 2H), 3.39 (s, 3H). 
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Polymer Synthesis: 

2,5-dibromo-3-methoxyethoxyethoxymethylthiophene (372 mg, 1 mmol) was added to a Schlenk 

flask, then degassed under high vacuum for 30 minutes. Then 10 mL of THF was added, and the 

mixture was cooled to 0 °C, and i-PrMgCl (2.0 M in THF, 0.5 mL, 1.0 mmol) was added 

dropwise over 10 minutes, stirring vigorously. The flask was allowed to warm to room 

temperature and stirred for 1 hour. To begin the polymerization, the flask was heated to 45 °C, 

and then Ni(dppp)Cl2 (4.334 mg, 0.008 mmol) was added rapidly in one portion, after which the 

polymerization was left to stir vigorously at 45 °C for 2 hours. The polymerization was quenched 

with the addition of HCl (5 M, 1.0 mL), and the polymer was precipitated into 400 mL of 

MeOH. The resultant precipitate was allowed to settle briefly, then collected over a filter. The 

collected solid was then purified using successive Soxhlet extractions with hexanes and MeOH, 

and then collected using chloroform. The chloroform was removed, and the polymer was 

redissolved into THF, then precipitated into MeOH and collected over a filter. 1H NMR (500 

MHz, CDCl3) δ 7.25 (s, 1H), 4.67 (s, 2H), 3.75 (s, 4H), 3.67 (m, 2H), 3.57 (m, 2H), 3.37 (s, 3H). 

Đ = 2.0, Mn = 11 kg/mol. 

 

Sample Preparation: 

 

The polymer was dissolved in chlorobenzene at 20 mg/mL concentration and stirred at 800 rpm 

overnight at room temperature. Films were created by depositing 60 µL of solution onto QCM 

crystals or ITO substrates (for GDOES) and spinning for 60 seconds at 1000 rpm (thickness ~80 

nm). All electrolytes were made at 20 mM concentration in Milli-Q water.  
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Electrochemical Quartz Crystal Microbalance (EQCM) Gravimetry:  

Electrogravimetric measurements were made using 1 in. diameter gold-coated AT quartz crystals 

(Stanford Research Systems) on an SRS QCM200 instrument. The electrochemical potential was 

applied in a 3-electrode cell with the polymer coated QCM crystal serving as the working 

electrode, a platinum mesh serving as the counter electrode (Aldrich), and an Ag/AgCl puck 

electrode (A-M Systems, Inc.) serving as the reference electrode. A potentiostat (MetroOhm 

Autolab PGSTAT204) was used to apply the bias, record the current, and simultaneously record 

the oscillator frequency and series resonance resistance from the EQCM. The apparent molar mass 

of the dopant species is calculated from the slope of a change in mass versus injected charge plot 

as described by Zhang et al.2 Previous EQCM studies have shown that thin (~100 nm) conducting 

polymer films on the quartz crystals do not cause a significant deviation from the rigid film 

approximation; therefore, it can be assumed that the frequency shifts measured here are a direct 

measure of mass changes in the polymer layer.3–5 

 

Glow Discharge Optical Emission Spectroscopy (GDOES): 

 

We prepared samples for GDOES at the desired doping level by using polymer coated ITO 

substrates as the working electrode in the same 3-electrode cell as mentioned above. During a 

cyclic voltammetry scan, we removed the polymer film from solution at the desired oxidation state. 

Once removed from solution, we used a nitrogen gun to blow off as much remailing electrolyte as 

possible and then rinsed the sample in 3 successive DI water baths. We then used a GD profiler 2 

from Horriba Scientific with the RF plasma settings shown in  
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Table 4.1 to analyze the elemental content within the film. Using these settings, we completely 

etched through the polymer in 5-25 seconds.  

 

Due to variation in the plasma etching, it is hard to directly compare elemental content between 

samples. To allow comparisons, we develop the following normalization procedure. First, we 

extract a baseline signal intensity for each element by averaging the signal over the final 30 seconds 

of etch when all polymer signal is gone. We then subtract this baseline from the raw signal. Next, 

we integrate the signal in time to get a total signal value. Since the only sulfur present in the 

samples is from the polymer backbone, the total sulfur signal should be constant for all samples. 

Therefore, by dividing the integrated ion signals (potassium and phosphorous) by the integrated 

sulfur signal we can correct for variations in etch rate and make comparisons of ion content 

between multiple samples.  

 

 

Table 4.1: RF plasma settings  

Pressure 400 Pa 

Power 15 W 

Frequency 1000 Hz 

Duty Cycle 0.0625 

Resulting Power 0.9375 W 

Module 7 V 

Phase 4 V 
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Chapter 5. Conclusions and Future Directions 

We have presented three investigations into what factors control ion injection into conjugated 

polymers, and how presence of ions affects the electronic carriers within a mixed ionic/electronic 

conductor. In each case, we try to isolate a specific aspect of the system in order to develop a 

deeper understanding of the mixed conduction processes. The design rules outline here are derived 

from organic electrochemical transistors, but we believe them to be universal to all applications 

utilizing mixed ionic/electronic conductors.   

In chapter 2, we study the role of the anion in charge compensation and transport during the 

electrochemical oxidation of a model p-type polymer. We show that larger ions inject into the 

polymer matrix more easily and to a greater extent. After correcting for the number of ions injected, 

we show there is an anion dependence to the electronic mobility within the film. Additionally, we 

show that the kinetics of ion injection are much faster when using large ions as compared to smaller 

ions. We believe this can be attributed to the fact that that large ions enter polymers with very little 

hydration, as opposed to small ions which can enter with ~10 waters. Finally, we show that 

electrochemical strain microscopy is sensitive to the ion dependent injection that we observe in 

the bulk measurements.  

In chapter 3, we a material with near record figures of merit for mixed ionic/electronic conduction. 

We first show that even in this good mixed conductor, larger ions are able to inject at a lower 

potential relative to small ions. Interestingly, the anion dependence of the kinetics is greatly 

reduced in this system compared to the poor mixed conductor studied in chapter 2. We attribute 

this to differences in hydration of the polymer lattice due to the hydrophilic side chain on the good 

conductor. Finally, we explore how the polymer crystallinity affects OECT operation. Surprisingly 

we find that thermal annealing increases the performance of dry field effect transistors but is 
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detrimental to OECT performance. We attribute this to heterogenous ion uptake in the annealed 

film leading to disruption of electronic conduction within the film.  

In chapter 4, we specifically investigate the role of the cation in electrochemical doping of a highly 

hydrated conjugated polymer. We find that when the anion is small and does not enter the film, 

the cation is uninvolved in the doping process. However, when the anion is large and easily enters 

the film, the cation also enters the film and is an active participant in the charge compensation 

process associated with electrochemical oxidation. We provide direct evidence for p-type doping 

by cation expulsion. We speculate that this doping mechanism has strong impact on the kinetics 

and stability of the doped state.  

Mixed ionic/electronic conductors represent an exciting class of new materials with the potential 

to address many pressing societal issues. The potential for improvement of these materials is 

dramatic. The highest mobility demonstrated by today’s mixed conductors is approximately 10 

cm2 V-1 s-1 and the highest volumetric capacitance is on the order of 1000 F/cm3. Combining these 

properties into one material would yield a material with a µC* value of 10,000 F cm-1 V-1 s-1, a 

30x increase over the record materials today. Such improvement would bring conjugated polymers 

to the point of commercialization for many of the previously mentioned applications.  

However, optimizing for both good electronic mobility and high volumetric capacitance is 

difficult. In fact, researchers often observe a tradeoff between these two properties.  In order to 

guide synthetic efforts, device processing optimization, and device design aspects for mixed 

conductor applications universal structure-function relationships are needed. Given the state of the 

understanding of mixed conductors much of the research included here utilized bulk techniques. 

However, as the major design rules become clear, the need for nanoscale structure function 

relations will become even more pressing. Such relations will require the continued development 
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of techniques that can resolve ionic and electronic transport with high spatial and temporal 

resolution, especially in situ given the important role of the solvent in mixed conductor system. 

Additionally, n-type mixed conductors today trail behind p-type mixed conductors by an order of 

magnitude. In order to realize commercial versions of some mixed conductor technologies, 

especially asymmetric super capacitors and OECT logic gates, researchers need n-type materials 

on par with record p-type materials. This is especially problematic due to the fact that the doped 

state for many n-type mixed conductors is unstable in air. This precludes the use of ex situ 

diagnostic techniques, and points to the pressing need for in situ techniques for examining the 

polymer microstructure, ion transport, ionic-to-electronic coupling, and electronic transport in this 

class of materials.  

Overall, the understanding of mixed conductors has increased dramatically in the past 5 years. 

Further development will allow even more applications and has the potential to improve device 

performance by more than an order of magnitude. If such progress can be made, I fully expect to 

see commercial applications of mixed conductors in a wide variety of applications including 

neuromorphic computing, energy storage, and biosensing.  
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APPENDIX A.  

Appendix A accompanies Chapter 2: Anion-Dependent Doping and Charge Transport in Organic 

Electrochemical Transistors 

 

 

Anion Ionic Radius 

(Å) 

Anhydrous Volume* 

(Å3) 

Hydration # in 

bulk water 

Polarizability 

α0 (Å
3) 

F- 1.261 8.4 6.72 1.1443 

Cl- 1.681 19.9 6.42 3.2533 

Br- 1.901 28.7 5.92 4.7483 

ClO4
- 2.251 47.7 3.8,4 4.65 4.8253 

PF6
- 2.521 68.6 1.76  

TFSI- 3.277 146.5 ~08,9 6.4023** 

 

Table A.1 Anion Properties Tabulated properties of the anions used in this study. As a general 

trend the larger ionic radius and greater the polarizability result in lower hydration numbers. 

 

* assuming spherical anion (TFSI is a significant deviation from this) 

** Value for triflate (CFSO3
-), not TFSI 
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Figure A.1 Transfer curves (A) ID

 vs VG with VD = -200 mV in 6 different electrolytes where 

the error bars are the standard deviation of the mean from at least 5 different transistors. (B) 

Transfer curve on a semi-log axis. 
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Figure A.2 Representative output curves ID vs VD at a series of increasing gate biases relative 

to Ag/AgCl in each electrolyte. The electrolyte for (A), (B), (C), (D), (E),(F)  is KF, KCl, KBr, 

KClO4, KPF6, and KTFSI respectively. 
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Figure A.3 Discussion of output curve shape. Forward and reverse scans at VG = -500 mV in 20 

mM KTFSI. The bate bias was applied for 500 seconds before the output curve was taken and VD 

is scanned at a rate of 10 mV/s to minimize hysteresis. The non-ideal shape of the output curve is 

observed on both the trace and retrace.  

 

This curvature in the output curve at certain gate voltages is something often seen in OECT 

literature, although not frequently discussed. Surveying the literature, this feature appears to be 

especially prevalent in hydrophobic materials with alkyl side chains10–12 such as P3HT, but is also 

observed in the commonly used OECT material PEDOT:PSS13 (though it isn’t clear if this effect 

is just under-reported because it appears non ideal). We therefore speculate that this effect can be 

attributed to the devices operating in a mixed OECT/OFET regime. One possible explanation for 

this could be a spatially non-uniform hole mobility throughout the volume of the channel with 

regards to the transistor pinch-off. In a mixed OECT/OFET operation regime pinch off still likely 

occurs adjacent to the drain, but a large portion of the film is still doped electrochemically. Under 

certain conditions, the current could begin passing through the lower mobility regions, leading to 

a slight decrease in ID with increasing VD. Other potential explanations for the deviation from ideal 

saturation behavior include reaching the carrier saturation velocity of the doped polymer at high 

VD or carrier repulsion at high carrier densities. We rule out the possibility that the decrease in 

current is due to polymer degradation because a similar shape is seen in the reverse sweep. 

Additionally, we do not believe this to be a kinetic effect due to the very slow scan rates used 

herein. 
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Figure A.4 Ferrocene/Ferrocenium redox couple Current as a function of potential in 20 mM 

KTFSI and KClO4 in acetonitrile showing the oxidation peak of ferrocene does not drift relative 

to the potential of the Ag/AgCl reference electrode in the different electrolytes. P3HT coated 

FTO is used as the working electrode and a platinum wire is used as the counter electrode. Scans 

are performed at a rate of 50 mV/s.  
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Figure A.5 Determining doping level by spectroelectrochemistry. (A) Experiment schematic, 

where polymer coated FTO is used as the working electrode in a 3 electrode electrochemical cell. 

(B) Absorbance as a function of wavelength for the as cast P3HT film. (C) Representative 

change in absorption relative to the undoped state as a function of wavelength in KTFSI for a 

range of gate biases. (D) Change in absorption at the polymer peak (552 nm) as a function of 

gate bias extracted from Figure A.4C. 
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Figure A.6 Reversibility of doping (A) Shows the polymer absorption at 552 nm over time 

where a doping bias is applied for the first 300 seconds and a dedoping bias (VG = +0.4) for the 

remaining 300 seconds showing that the absorption fully recovers to its initial value. (B) Shows 

the charge consumed by the oxidation/reduction of the film. The amount of charge into the film 

during oxidation matches the charge that leaves the film during reduction. (C) QCM frequency in 

response to a doping and dedoping bias, showing the oscillator frequency returns to its original 

state when dedoped. (D) Transistor current in response to a doping, then dedoping bias. The 

transistor current after dedoing matches the initial current before doping. These measurements 

together give us confidence in the reversibility of the doping/dedoping processes within the bias 

range we use. 
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Figure A.7 Determination of doping by coulometry (A) The blue line shows the current over 

time as the film is reduced. Integrating the current over time allows us to calculate the charge 

consumed (orange line) by oxidation/reduction of the film at a given gate bias step. (B) Charge 

consumed by the oxidation/reduction of the films at a series of gate biases, created by performing 

the measurement showing in Figure A.6A and taking the steady state charge at a series of doping 

steps. 
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Figure A.8 Bipolaron Spectra (A) Shows the change in absorption relative to the dedoped state 

in KCl over a wide wavelength range, where the bipolaron feature is apparent as a broad 

absorption feature at 1400 nm. (B) Shows change in absorption in KClO4, where at 20 % doping 

there is a substantial bipolaron feature apparent from 1200-1400 nm. 
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Figure A.9 Calibration of QCM sensitivity factor Change in frequency (blue) in response to 

the change of mass due to electrochemical deposition of silver from AgNO3/HNO3 solution at 

200 uA constant current and the fit (orange) used to extract the sensitivity factor. 
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Figure A.10 QCM potential step data (A) Change in frequency over time for a P3HT coated 

QCM crystal in 20 mM KCl for gate biases of -0.6 V (blue), -0.7 V (orange), and -0.8 V (yellow) 

relative to Ag/AgCl. (B) Similar data taken in KClO4. (C) Similar data taken in KPF6. (D) 

Similar data taken in KTFSI. 
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Figure A.11 Cyclic voltammetry method of dopant mass determination (A)(C)(E)(G) show 

cyclic voltammetry trace (blue) with a simultaneous massogram (orange) taken at 10 mV/s in 

KCl, KClO4, KPF6, and KTFSI respectively.  (B)(D)(F)(H) show change in mass as a function of 

charge consumed (blue) with the fit (orange) to the linear region of the curve for KCl, KClO4, 

KPF6, and KTFSI respectively. 
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Figure A.12 Reversibility of dopant mass determination Shows the change in mass as a 

function of charge consumed for one sample first measured in KPF6, then KClO4, then back in 

KPF6, and finally back in KClO4. The slope of the linear region (proportional to the dopant 

molar mass) is the repeatable for both anions regardless of order the film is tested in. This 

suggests that the film is permselective and we are not observing the molar mass of K+ ions 

moving into the film. 
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Figure A.13 Dedoping kinetics (A) Change in absorption over time in response to a reducing 

(dedoping) bias of +0.4 V. The dedoping is significantly faster than the doping process (Figure 

2.4) and the anion dependence is greatly reduced. (B) Transistor current over time with the 

application of a reducing (dedoping) bias of 0.4 V. The transistor turns off in the first few 

seconds after the bias is applied, significantly faster than the absorption recovers. 
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Figure A.14 Topography for ESM images (A) Topography of the film taken simultaneously 

with the ESM measurement taken in Figure 2.5A. (B) Topography of the film in the same area as 

(A) taken during the ESM measurement in Figure 2.5B.  
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Anion Threshold 

Voltage 

(V) 

Doping at 

800 mV 

(carriers 

cm-3) 

Mobility 

onset 

(charge 

/thiophene) 

Hydration 

Number  

Hydrated 

Volume 

(Å3)* 

Doping 

Kinetics 

ESM 

Amplitude 

(nm) 

Cl -0.65 4.1 x 1020 .001 10.5 135 Slow 0.5 

ClO4 -0.60 6.2 x 1020 0.003 12.8 197 Slow 2.1 

PF6 -0.47 7.9 x 1020 0.02 2.1 91 Fast 2.4 

TFSI -0.35 9.0 x 10 20 0.01 0.5 152 Fast 3.0 

Table A.2 Summary of measured properties 

 

The kinetics do not appear to track with hydrated volume, KCl is the 2nd smallest by volume but 

the slowest kinetically. KClO4 is the largest ion, but is also slow kinetically. 

 

Mobility increase onset appears to be inversely related to the hydrated volume. ClO4
- has the 

largest hydrated volume and the mobility begins increasing at the lowest doping level. PF6 has 

the smallest hydrated volume and causes the hole mobility to begin increasing at the highest 

doping density.  

 

* anhydrous volume + (measured hydration #) x (volume of water)  
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Electrolyte Concentration 
(mM) 

KF 19.40 ± 1.02 

KCl 19.61 ± 1.07 

KBr 19.71 ± 1.50 

KClO4 19.96 ± 1.41 

KPF6 19.77 ± 1.31 

KTFSI 19.70 ± 1.46 
Table A.3 Confirmation of Solution Concentration Inductively Coupled Plasma- Optical 

Emission Spectrophotometer measurements confirming that solutions used in this work are in 

fact 20 mM. 
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APPENDIX B.  

Appendix B accompanies Chapter 3: Polymer Crystallinity Controls Water Uptake in Glycol 

Side Chain Polymer Organic Electrochemical Transistors 

 
 

Figure B.1: 1H NMR of P3MEEMT, with polymer backbone peak labels. The inset shows the 

aromatic proton, labelled “A”, which overlaps with the residual CHCl3 peak.  

 
 

Figure B.2: Output curves for P3MEEMT in 100 mM KCl. 
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Figure B.3: Cyclic voltammetry (CV) curves for P3MEEMT with 100 mM KCl and 100 mM 

KPF6
 taken at 50 mV/s with an Ag/AgCl reference electrode and a platinum counter electrode. 

We note that CVs show an increase in current at lower potential than the threshold voltage for 

device measurements due to the low mobility of charges at low dopant concentration. 

 

 
 

Figure B.4: Cyclic voltammetry of ferrocene in the two different electrolytes used in this study 

(Ag/AgCl reference electrode, platinum mesh counter electrode, FTO working electrode, scan 

rate 0.1 V s-1. The oxidation peak appears at 169 mV in 100 mM KCl and is shifted to 152 mV in 

100 mM KPF6. This difference is small compared to the observed threshold voltage shift (126 

mV). 
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Figure B.5: Cyclic voltammetry of P3MEEMT (Ag/AgCl reference electrode, platinum mesh 

counter electrode, FTO working electrode, scan rate 0.1 V s-1) in neutral KCl solution and pH 

adjusted KCl solution. We measure a pH of 5.8 for 100 mM KPF6 solution. We then adjust the 

pH of 100 mM KCl solution to 5.8 by addition of HCl. By comparing the CV curve of the 

neutral KCl and the pH adjusted KCl we see that the onset of oxidation does not shift 

significantly, and therefore conclude the difference in pH does not play a large role in the 

observed differences between the two electrolytes. 

 
 

Figure B.6: µC* determination of P3HT from OECT measurements 
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Figure B.7: Comparison of devices with our nail polish isolation method (20 µm by 200 µm 

dimensions) and the previously reported parylene peel-off method.3 (10 µm by 100 µm 

dimensions) (A) Transfer curves of the nail polish insulation method and parylene peel-off 

methods of P3MEEMT of the same thickness in 100 mM KCl. The inset shows the leakage 

current. (B) Device data on a semilog scale showing that at high doping levels the 2 isolation 

methods display nearly identical current and transconductance, but the nail polish isolation 

results in a significantly higher leak current. For measuring µC*, the nail polish insulation 

method devices work well. However, for improved on-off ratio or reduced leak current, 

phototopographically defined active areas are important. 

 
 

Figure B.8: Comparison of the volumetric capacitance of P3MEEMT films in 100 mM KCl and 

100 mM KPF6 electrolyte by electrochemical impedance spectroscopy (EIS).  
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Figure B.9: (A) CV of P3MEEMT and P3HT in 100 mM KCl. We observe a ~200 mV shift in 

the onset of oxidation between the two polymers. (B) UV-Vis kinetics upon electrochemical 

doping for P3HT (0.5 V vs Ag/AgCl) and P3MEEMT (0.7 V vs Ag/AgCl) in 100 mM KCl and 

100 mM KPF6 with the corresponding biexponential fits. After correcting for the shift in the 

onset of the onset of oxidation for P3MEEMT and P3HT, the clear differences in ion injection 

kinetics between the two polymers are retained.  

 

 
 

Figure B.10: GIXRD pattern of (A) P3MEEMT and (B) P3HT drop cast samples annealed at 

160 °C on glass. 
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Figure B.11: 2D XRD patterns of (A) P3HT and (B) P3MEEMT thin films showing preferential 

orientation of the lamellar stacking. 

 

 

 

 

 
 

Figure B.12: GIXRD in-plane π-π stacking peak of annealed P3MEEMT dry and hydrated, 

which was dropcast on an Si substrate. The large background in the trace for the hydrated 

P3MEEMT is from water and polyimide.   
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Figure B.13: Comparing the position of the pi-pi stacking peak in undoped and doped 

P3MEEMT. (A) 2D GIXRD of a doped drop cast P3MEEMT film. (B) Polar integration of the 

(010) peak corresponding to the pi-pi stacking distance with the undoped P3MEEMT pi-pi 

stacking peak shown in grey for reference. The pi-pi stacking distance decreases from 3.76 Å to 

3.63 Å upon doping at 0.7 V in 100 mM KPF6. 

 

 

 
 

Figure B.14: Reversibility of the shift in the (100) GIXRD peak of P3MEEMT upon film drying 
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Figure B.15: 2D GIXRD and associated polar integration showing the out-of-plane and in-plane 

directions of a drop cast film of P3MEEMT. (A) 2D GIXRD of annealed P3MEEMT. (B) 2D 

GIXRD of unannealed P3MEEMT. Polar integration of both annealed and unannealed 

P3MEEMT in the (C) in-plane and (D) out-of-plane directions. Peaks corresponding to the 

lamellar spacing and the pi-pi stacking direction are observed for annealed P3MEEMT, but no 

peaks are observed for unannealed P3MEEMT. 

 

 

 
 

Figure B.16: Scherrer analysis of the (A) lamellar (100) and (B) π-π stacking (010) peaks and 

Gaussian fits of annealed P3MEEMT.  
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Figure B.17: Determination of µC* for each annealing temperature of P3MEEMT. 

 

 
 

Figure B.18: Determination of C* of P3MEEMT for each annealing temperature. Bode plots of 

(A) unannealed, (B) 125 °C, (C) 145 °C, and (D) 165 °C, using electrochemical impedance 

spectroscopy (EIS). (E) Example Nyquist plot and fit for unannealed P3MEEMT.  
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Figure B.19: Comparison of unannealed and annealed films on glass substrates (A) in 100 mM 

KCl showing that the current and transconductance (gm) decrease with annealing on glass 

substrates in both electrolytes. (B)  Comparison of unannealed and annealed films on glass 

substrates in 100 mM KPF6 showing the trend of lower current and gm in the annealed film. Error 

bars are one standard deviation of 6 devices.  

 

 
 

Figure B.20: Histogram of conductive AFM scans of a 2 x 2 µm area with -500 mV applied to 

the tip on an unannealed (red) and an annealed (green) P3MEEMT film showing higher 

conductivity in the annealed film. 
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Figure B.21: Organic field effect transistor (OFET) measurements of P3MEEMT-based OFETs 

annealed and unannealed showing increased current and transconductance in the annealed film.  

 

 
Figure B.22: A) QCM-D data showing the frequency of the bare crystal and the polymer coated 

crystal in air and submerged in 100 mM KCl. B) The same data for the annealed film showing 

significantly less water uptake in than in the unannealed case. 
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Figure B.23: Representative atomic force microscopy (AFM) profiles of (a) unannealed 

P3MEEMT dry and hydrated in 100 mM KCl. Averages over 6 samples show an average 

swelling of 105% ± 30%. (B) Representative AFM profiles of a P3MEEMT film annealed at 165 

°C for 20 minutes dry and hydrated in 100 mM KCl. Averages over 6 samples show an average 

swelling of 22% ± 13 %. 
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 Apparent Mass of Dopant 

(g/mol) 

Hydration shell (# of waters) 

Unannealed film KCl 223.2 ± 13.4 10.4 ± 0.7 

Annealed film KCl 231.3 ± 12.1 10.9 ± 0.7 

Unannealed film KFP6 63.5 ± 3.2 - 4.5 ± 0.2 

Annealed film in KFP6 56.0 ± 3.8 - 4.9 ± 0.2 

 

Figure B.24: Mass versus Q plots used to find the molecular mass of the injected ion as 

previously described.4 Comparison of the KCl and KPF6
 in the unannealed (A) and annealed (B) 

film showing a heavier molar mass of the dopant in KCl than in KPF6. (C) Comparison of the 

annealed and unannealed film in KCl showing similar slope in the mass gain region but 

significantly more water expulsion in the unannealed case. (D) Same data taken in KPF6, 

showing much more water expulsion from the unannealed film than the annealed film. (E) 

Summary table where the apparent molar mass of the dopant is extracted from the slope in the 

mass increase region and the error bars are the standard deviation of the slope of 9 cycles.  
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Figure B.25: PiFM image of an undoped region of P3MEEMT and corresponding topography 

image. (A) Topography of unannealed P3MEEMT. (B) Flattened PiFM image of unannealed 

P3MEEMT. (C) Topography of annealed P3MEEMT. (D) Flattened PiFM image of unannealed 

P3MEEMT. 

 

 
 

Figure B.26: (A) Original PiFM image of P3MEEMT doped with PF6
- collected at 843 cm-1. (B) 

Fourier analysis of the PiFM image showing characteristic length scale of anion heterogeneity of 

~40 nm.  
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APPENDIX C.  

Appendix C accompanies Chapter 4: P-Type Electrochemical Doping Can Occur by Cation 

Expulsion in a High Performing Polymer for Organic Electrochemical Transistors 

 

 

 

 
Figure C.1: EQCM calibration. We use the electrodeposition of Ag (50 mM AgNO3 in 0.5 M 

HNO3) at a constant current of 40 µA to calibrate the sensitivity factor (Cf) and active area of the 

EQCM as described in the literature.6  
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Figure C.2: Repeated scans at different bias sweep rates in 4 different electrolytes. A) Shows the 

bias, charge, and change in mass as a function of time over 4 cycles at a bias sweep rate of 100 

mV/s. The oxidation/reduction cycle is reversible in all electrolytes shown. B) Shows the bias, 

charge, and change in mass in 4 different salts data during a 10 mV/s scan. 
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Figure C.3: EQCM data including two additional chloride salts (NaCl and CsCl) showing 

qualitative agreement between all 4 chloride salts tested. 
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Figure C.4: Optical images of a series of polymer films on patterned ITO substrates removed from 

the electrolyte at different stages of oxidation and rinsed.  

  

0V       0.3V     0.8V    0.3V       -0.4V  0.6V 
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Figure C.5: Illustration of the normalization procedure used. A) Shows an example of the raw 

sulfur signal (blue) and the baseline corrected signal in orange on the left axis. The right axis shows 

the total integrated signal (yellow). B) Shows an example of the raw potassium signal (blue), the 

baseline corrected signal (orange), and the total integrated signal on the right axis (yellow).   
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Figure C.6: Calibration of the GDOES signal. We dry 100 mM KPF6 salt on a glass substrate 

which presumably results in a 1:1 ratio of potassium to phosphorus. The data shows that the 

potassium signal is stronger than the phosphorus signal when there are equal amounts of each 

element. This difference in instrumental sensitivity to the potassium and phosphorus signals 

indicates that only relative changes are meaningful. 
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Figure C.7: Raw GDOES Spectra at 6 different oxidation states. For all spectra the phosphorus 

(anion) signal is plotted in blue and the potassium signal (cation) is plotted in orange against the 

left axis. On the right axis is gray is the sulfur content provided as a reference for the variation in 

etch rate. A) shows the GDOES spectra at 0 V after the sample is submerged in KPF6 for 30 

seconds. B) shows the GDOES spectra of a sample doped at 300 mV. C) shows the GDOES spectra 

of a sample doped t 400 mV. D) shows the GDOES spectra of a sample doped at 500 mV.  E) 

shows the GDOES spectra of a sample doped at 700 mV. F) shows the GDEOS spectra at 0 V after 

completing one full bias cycle. 
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Figure C.8: GDOES in other salts. A) Shows the potassium signal of a film dipped in KPF6 

(blue) and in KCl (orange). The orange trace shows that when chloride is the anion we do not 

detect any cation in the film.  B) Shows the phosphorous signal of a film dipped in KPF6 (blue) 

and TBAPF6 (orange). The orange trace shows that when TBA is the cation, we do not detect 

any anion within the film. 
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Figure C.9: Change in film stiffness. Here we plot the series resonance resistance of the quartz 

oscillator during a cyclic voltammetry scan in KCl (blue) and in KPF6 (orange). An increase in the 

resistance corresponds to a softer film and a decrease indicates the film is getting stiffer. When 

doped in KCl the film gets softer by 2 Ω, likely due to the inclusion of water.7 When the film is 

oxidized in KPF6, the film gets stiffer by 22 Ω, suggesting the expulsion of water.  
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Figure C.10: Molar mass per injected charge. At the low doping levels, the magnitude of the 

apparent molar mass of the dopant species is significantly greater in KPF6 (orange) than in KCl 

(blue) implying that there is more solvent expulsion occurring in the KPF6 electrolyte.  
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Figure C.11: Schematic of doping in KCl. In KCl we believe there is very little cation/anion 

content in the film prior to bias. Therefore, all levels of oxidation result in anion injection into 

the film. 
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