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Abstract: We describe the formation of structured liquids and gels from a functionalised
dipeptide based on tetraphenylethylene. Tetraphenylethylene is well-known to be able to undergo
aggregation-induced emission. We use the emission data to understand the behaviour of the dipeptide
in water under a variety of conditions. The dipeptide forms viscous solutions at high pH. Gels can be
formed by a pH-trigger, but syneresis occurs. Addition of a calcium salt also leads to a gel with slight
syneresis. Addition of sodium chloride leads to a self-supporting material, but this is not a true gel
from the rheological perspective. From the emission data, we infer that there are limited structural
changes on addition of sodium chloride or acid, but there are significant changes in molecular packing
when the gel is formed by addition of a calcium salt.
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1. Introduction

A range of N-functionalised amino acids and dipeptides can be used to form hydrogels [1].
These are gaining significant interest and have been used for a range of different applications,
such as cell culturing and differentiation, drug delivery, responsive materials, mineralization, and to
prepare functional surfaces [1,2]. Gels with a range of mechanical and material properties can be
prepared depending on the gelator structure, and critically, the method used to trigger gel formation.
For example, gels can be formed from the same gelator that exhibit very different recovery after shear.
Since it is often difficult to predict in advance whether a molecule will be an effective gelator [3], it is
useful to be able to control the properties of a gel formed by one gelator as opposed to exhaustively
screen different gelators that give a gel with the desired properties.

The gels are formed by the self-assembly of the gelator molecules into fibrous structures that
entangle to form a network [4]. The underlying microstructure, i.e., how the fibres are distributed in
space, can be very different depending on how the gels are formed. For example, when a solvent-trigger
is utilized [5], whereby the gelator is initially dissolved in a good solvent such as DMSO before water
is added, spherulitic domains are usually formed [4,6]. More homogenous networks are often formed
with a slow pH trigger or by addition of a salt [4]. A key question is how the molecules are packed in
the self-assembled structures. A model has been suggested for one example, Fmoc-diphenylalanine [7],
although it is not clear if this can be applied to other examples, and there are other hypotheses [8] even
for this gelator [9]. Most of the techniques that can provide information on the molecular packing in
the gels require drying of the sample. This process can lead to artefacts in the measurements [10] and
therefore it is of interest to find new techniques that can probe the molecular packing in situ.

Aggregation most commonly leads to self-quenching effects and, hence, to a decrease in the
emission from the molecule. In contrast, aggregation-induced emission (AIE) is a phenomenon
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whereby aggregation results in an increase in the emission [11,12]. Molecules that exhibit AIE
tend to be those where rotations provide relaxation pathways of excited states in the solution state,
but aggregation results in restrictions to those molecular rotations, blocking those fast deactivation
pathways and fluorescence occurring instead. There are a number of examples where gelators bearing
moieties able to exhibit AIE have been used. Gelation occurs by the formation of self-assembled
structures, and this process can thus lead to AIE. Specific relevant examples to this work include
those where tetraphenylethylene (TPE, the AIE chromophore) has been coupled to dipeptides [13–15],
or oligopeptides [16,17].

Here, we describe a TPE-based gelator, whereby diphenylalanine is coupled to a core that is
capable of AIE. This gelator self-assembles in water and gels can be formed. We show how AIE can be
used to develop a deeper understanding of the self-assembly process this gelator undergoes during
gel formation. This provides insights into the assembly of N-functionalised dipeptides in water.

2. Results and Discussion

2.1. Gelation Studies

The gelator (1, Figure 1a) used in the study was synthesised from
2-[4-(1,2,2-triphenylethenyl)phenoxy]acetic acid, which is based around TPE, a well-known
core that undergoes aggregation-induced emission. To this, we coupled diphenylalanine ethyl ester.
Deprotection of the ethyl group from the C-terminus of the dipeptide afforded gelator 1 in good yield
(70% overall).
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Figure 1. (a) The structure of gelator 1; (b) from left to right: a solution of 1 at 5 mg/mL at high pH;
a solution of 1 at 10 mg/mL after a heat-cool cycle, a solution of 1 at 5 mg/mL after the addition of GdL
(5 mg/mL), a solution of 1 at 5 mg/mL after the addition of CaCl2, and a solution of 1 at 5 mg/mL after
the addition of NaCl (18 mg/mL). Syneresis can be seen in the GdL-triggered and Ca-triggered gels.
The scale bar represents 1 cm; (c) viscosity data for solutions of 1 at different concentrations at
pH 10.5 (5 mg/mL ( ); 3.75 mg/mL (#); 2.5 mg/mL (H); 1.25 mg/mL (∆)); (d) frequency sweeps for
self-supporting samples formed by the addition of NaCl to solutions of 1 (black data 10 mg/mL; green
data 7.5 mg/mL; red data 5 mg/mL; blue data 2.5 mg/mL; in all cases, full symbols represent G′ and
open symbols represent G” and a constant ratio of NaCl: 1 of 1:8 was used).
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Transparent solutions of 1 in water at high pH (typically pH 10.5 to 11) were obtained by the
addition of one molar equivalent of sodium hydroxide to a dispersion of 1 (Figure 1b). This is consistent
with our previous work on similar molecules [18], as well as for a closely related TPE [14]. We note,
however, that Sun et al. were unable to solubilise a closely related analogue by adjusting the pH [13].
The solutions of 1 at high pH were noticeably viscous above 1 mg/mL, with the viscosity being
concentration dependent (Figure 1c). These data are consistent with 1 forming worm-like micelles
under these conditions, similarly to other very hydrophobic N-functionalised dipeptides [18,19]. In a
similar manner to our recent results with a naphthalene-diphenylalanine [18], heating and cooling the
solution at a concentration of 10 mg/mL resulted in a significantly more viscous solution, which was
stable to vial inversion (Figure 1b). An apparent increase in viscosity was also observed at 5 mg/mL,
but this sample was not stable to inversion.

By analogy with our other work on N-functionalised dipeptides, [4] we attempted to form gels
using different types of trigger. First, we added glucono-δ-lactone (GdL), which hydrolyses to gluconic
acid to bring about a slow, uniform pH change [20,21]. For solutions of 1, this slow acidification leads
to the formation of a gel, but with significant syneresis (Figure 1b). Similarly to related materials [22],
this syneresis seems to be inherent to the material such that it was impossible to find conditions where
this did not occur. For this kind of gelator that forms worm-like micelles at high pH, gelation can often
also be induced by the addition of a divalent cation such as calcium [18]. On addition of a solution of
calcium chloride to a solution of 1 at high pH, a gel was initially formed, but again syneresis occurred
over time; this means that the sample is not self-supporting, but a gel can be seen surrounded by
liquid (Figure 1b). In contrast, addition of sodium chloride results in the formation of a self-supporting
material (Figure 1b). For a constant ratio of NaCl to 1, at low concentrations of 1, rheologically these
are not true gels, as there is a significant frequency dependence (Figure 1d). The plateau modulus
below 1 rad/s increases with the concentration of 1 used, such that frequency independent materials
are formed at 10 mg/mL. Strain sweeps (Figure S1, Supporting Information) show that the frequency
sweeps were carried out in the LVE region for the higher concentrations of 1. At lower concentrations,
the materials can again be seen to not be true gels. At all concentrations, the materials only break down
at relatively high strains. We ascribe the formation of the material that can be stable to inversion to
charge screening by the addition of sodium chloride, allowing the worm-like micelles to entangle to a
greater extent.

2.2. AIE Studies

To understand this behaviour in more detail, we examined the propensity for the
tetraphenylethylene to exhibit aggregation induced emission (AIE). For similar molecules, gelation has
been reported to be accompanied by an increase in emission intensity, although in those cases, gelation
has generally been achieved by initially fully dissolving the gelator in a good organic solvent, before
adding water as an anti-solvent [13,14]. Here, it is clear that there is significant aggregation at high pH,
as expected from the viscosity data above. Plotting the emission intensity against the concentration,
it is clear that 5 mg/mL is already in the self-quenched regime (Figure 2a) [12]. Hence, the data appear
entirely consistent with a typical molecule undergoing aggregation induced quenching [12]. It could
be that the packing within the aggregated structures does not effectively restrict rotation of the TPE
core. We note that where AIE has been reported previously for a TPE-dipeptide on addition of a
mercury salt, the concentration used was 3 × 10−6 M [15], whilst here, at 5 mg/mL, we are at around
7 × 10−4 M.

Choosing a concentration of 5 mg/mL for the pre-gelation solution, as this has a reasonable
emission and gel form, we examined the effect of the different assembly and gelation methods on the
fluorescence. First, the fluorescence from a solution before and after heating were compared. The data
show that there is very little change in intensity (Figure 2b; note the typical errors between repeat
samples are 2 a.u.) implying that the molecules are in a very similar environment before and after
the heat-cool cycle. We previously showed that for a related gelator, the structures leading to this
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viscosity were best explained by being hollow cylinders [18]. The heat-cool cycle led to a shrinking in
the diameter of both the cylinder and the core. This led to a lengthening of the structures and hence an
increase in the viscosity. Assuming that a similar process is occurring here, it seems that locally there
are few changes, and hence the fluorescence is only slightly affected, although there is a small AIE
effect. We note that there are no significant changes in the UV-Vis spectra when the sample has been
heated and cooled (see Figure S2, Supporting Information).

Similarly, adding an aliquot of a solution of calcium chloride to a solution of 1 results in the
fluorescence increasing dramatically with time (Figure 2c). The increase in peak intensity is initially
sharp, followed by a slight decrease and then slow increase (Figure 2d). We ascribe this to the method
used to add the calcium solution resulting in slow diffusion down the sample. In comparison, adding
a solution of sodium chloride to a solution of 1 resulted in only a slight increase in the fluorescence
intensity (Figure 3b). In these cases, there are slight changes in the UV-Vis spectra on addition of
the calcium solution, arising from scattering from the syneresis; there is little change to the UV-Vis
spectrum on adding sodium chloride (see Figure S2, Supporting Information).
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Figure 2. (a) Fluorescence intensity at 468 nm (λex = 330 nm) for a dilution series of 1 at pH 10.5;
(b) fluorescence spectrum for a solution of 1 at a concentration of 5 mg/mL and a pH of 10.5 before
(black) and after (red) a heat-cool cycle; (c) changes in fluorescence on addition of a solution of calcium
chloride to a solution of 1 at 5 mg/mL (the colors are to provide distinction between runs, the intensity
increases with time as can be seen in (d)); (d) Change in emission at 468 nm with time on addition of a
solution of calcium chloride to a solution of 1 at 5 mg/mL.

Finally, adding GdL to a solution of 1 results in a slow pH change (again, note that typical errors
between repeat samples are 2 a.u.). Following the fluorescence with time shows that there are again
only slight increases in the fluorescence over about 7 h (Figure 3a). It is difficult to follow this process
over a longer time, as the decrease in pH also results in syneresis (see above) and changes in turbidity
(Figure S2, Supporting Information).

Putting this all together, the small increase in fluorescence for the gelation with GdL or sodium
chloride is consistent with there being very little change on gelation in terms of the molecular packing.
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The small increase could be interpreted as a slight AIE effect, but is very low if this is the case.
Conversely, the increase in intensity when the sample is gelled with a calcium salt is significant.
This could be interpreted as being due to dilution (as suggested by Figure 2a). However, by comparison
to the data shown in Figure 2a, this would require an effective dilution by a factor of approximately ten,
which seems unlikely; there is slight syneresis during this assembly, and so we would instead expect,
effectively, an increase in the local concentration of 1, as this syneresis is thought to arise from lateral
association of fibres [22]. As an alternative explanation, we could interpret this increase in fluorescence
as being due to aggregation-induced emission. Gelation by the addition of a divalent salt is thought to
occur by the binding of the metal ions by the carboxylates. Conceptually this could mean that there
are little changes to the molecular packing, but this seems inherently unlikely and we have shown for
related gelators that there are structural changes on addition of a calcium salt [19]. Hence, we suggest
that in this case the fluorescence data imply that the binding to the calcium salts leads to a more rigid
packing and hence significant AIE.
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3. Conclusions

In conclusion, the fluorescence data imply that for this molecule at high pH in water,
aggregation-induced quenching occurs, as opposed to AIE. This is presumably due to the packing
of the molecules in the self-assembled aggregates. Addition of acid results in a gel that undergoes
syneresis, with a concomitant increase in fluorescence. Hence, it appears that AIE does occur on
gelation. This is also observed for calcium-triggered gelation, with the AIE effect being significantly
more pronounced in this case. Again however, slight syneresis occurs. Self-supporting translucent
materials can be formed by the addition of sodium chloride to the solution of the TPE-gelator (1)
at high pH. However, rheologically, there is some frequency dependence, meaning that these are
not true gels, but presumably charge-screened worm-like micelles. Slight AIE was also observed on
addition of sodium chloride.

From these data, it appears that rotation of the TPE core is possible in the aggregates at high pH.
This implies that the molecular packing is not highly restricted. On addition of a trigger however,
AIE occurs which implies that the rotation is more restricted, with the effect being greatest for gelation
triggered by the addition of the calcium salt. This would indicate that the molecular packing in the
calcium chloride and sodium chloride triggered gels is different and again emphasizes that it is still
unclear how the molecules are packed in these different self-assembled aggregates.

4. Materials and Methods

The synthesis and characterization gelator 1 is described in full in the Supporting Information.
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4.1. Preparation of Solutions

As an example, to prepare a solution of 1 at 5 mg/mL, 1 (25 mg) was suspended in water (4.11 mL).
An aliquot of a solution of sodium hydroxide (0.89 mL of a 0.1 M solution) was added. The mixture
was stirred until a clear, viscous solution was formed.

4.2. Acid-Triggered Gels

For the acid-triggered gels, typically a solution of 1 (1 mL) was added to a pre-weighed aliquot of
glucono-δ-lactone (GdL) (8 mg). After swirling to dissolve the GdL, the sample was allowed to stand
for 18 h.

4.3. Calcium-Triggered Gels

A solution of calcium chloride was prepared (200 mg/mL). An aliquot of this solution (60 µL) was
carefully added to the top of a solution of 1 and gelation occurred as the solutions mixed by diffusion.

4.4. Salt-Triggered Gels

Typically, a solution of NaCl in water (pH 11) was prepared at a concentration of 330 mg/mL.
Aliquots of this solution were added to a solution of 1. The sample was allowed to stand for 18 h
before analysis.

4.5. Photographs

Photographs of the solutions and gels were taken on an iPhone7 (Apple, Cupertino, CA, USA).

4.6. Rheology

All rheological measurements were carried out on an Anton Paar Physica MCR 301 or 101
(Anton Paar, Nuremberg, Germany). Strain and frequency sweeps were performed using a vane and
cup geometry. For this 2 mL of a gel was prepared as above directly in the 7 mL Sterlin vials used for
the measurements. This ensured samples were not damaged and reproducible. All gels were measured
in triplicate at 25 ◦C. Strain sweeps were performed between 0.1–1000% strain at a constant frequency
of 10 rad/s, measuring 10 points per decade. Frequency sweeps were performed between 1–100 rad/s
at a constant strain of 0.5%, measuring 10 points per decade.

4.7. Fluorescence Spectroscopy

Fluorescence spectra were collected on an Agilent Technologies Cary Eclipse Fluorescence
Spectrophotometer (Agilent, Santa Clara, CA, USA) in a 1 cm pathlength poly(methylmethacrylate)
(PMMA) fluorescence cuvette. Spectra were collected using an excitation of 330 nm from 350–600 nm
with a slit width of 5 nm. Samples were prepared as stated above but in the cuvettes.

4.8. UV-Vis Spectroscopy

Spectra were collected on an Agilent Technologies Cary 60 spectrometer in 0.1 mm path length
quartz sandwich cuvettes. The sample was removed from the solution by pipette or from the gel by
spatula and sandwiched into the cuvette. The resulted in the bulk structure being destroyed, but we
assume not changing the local structure significantly.

Supplementary Materials: The following are available online at www.mdpi.com/2310-2861/4/1/17/s1, a full
description of the synthesis of 1 and all precursors. Figure S1: Strain sweeps for self-supporting samples formed
by the addition of NaCl to solutions of 1 (a) 10 mg/mL; (b) 7.5 mg/mL; (c) 5 mg/mL; (d) 2.5 mg/mL; in all cases,
full symbols represent G′ and open symbols represent G′ ′ and a constant ratio of NaCl: 1 of 1:8 was used, Figure
S2: UV-Vis spectra for solutions of 1 at 5 mg/mL. Black data are for the as-prepared solution. Dark pink data are
for a solution after heating and cooling. Red data are for a solution to which CaCl2 has been added. Green data
are for a solution to which NaCl has been added. Blue data are for a solution to which GdL has been added. All
data were collected in a 0.1 mm cuvette.

www.mdpi.com/2310-2861/4/1/17/s1


Gels 2018, 4, 17 7 of 8

Acknowledgments: Dave J. Adams thanks the EPSRC for a Fellowship (EP/L021978/1), which also funded
Ana M. Castilla and Bart Dietrich.

Author Contributions: Ana M. Castilla and Dave J. Adams conceived and designed the experiments.
Ana M. Castilla and Bart Dietrich synthesised the gelator. Dave J. Adams performed the gelation and fluorescence
studies. Dave J. Adams wrote the paper with input from Ana M. Castilla and Bart Dietrich.

Conflicts of Interest: The authors declare no conflict of interest.

References

1. Du, X.; Zhou, J.; Shi, J.; Xu, B. Supramolecular Hydrogelators and Hydrogels: From Soft Matter to Molecular
Biomaterials. Chem. Rev. 2015, 115, 13165–13307. [CrossRef] [PubMed]

2. Draper, E.R.; Adams, D.J. Low-Molecular-Weight Gels: The State of the Art. Chem 2017, 3, 390–410. [CrossRef]
3. Weiss, R.G. The Past, Present, and Future of Molecular Gels. What Is the Status of the Field, and Where Is It

Going? J. Am. Chem. Soc. 2014, 136, 7519–7530. [CrossRef] [PubMed]
4. Colquhoun, C.; Draper, E.R.; Schweins, R.; Marcello, M.; Vadukul, D.; Serpell, L.C.; Adams, D.J. Controlling

the network type in self-assembled dipeptide hydrogels. Soft Matter 2017, 13, 1914–1919. [CrossRef]
[PubMed]

5. Mahler, A.; Reches, M.; Rechter, M.; Cohen, S.; Gazit, E. Rigid, Self-Assembled Hydrogel Composed of a
Modified Aromatic Dipeptide. Adv. Mater. 2006, 18, 1365–1370. [CrossRef]

6. Dudukovic, N.A.; Zukoski, C.F. Gelation of Fmoc-diphenylalanine is a first order phase transition. Soft Matter
2015, 11, 7663–7673. [CrossRef] [PubMed]

7. Smith, A.M.; Williams, R.J.; Tang, C.; Coppo, P.; Collins, R.F.; Turner, M.L.; Saiani, A.; Ulijn, R.V.
Fmoc-Diphenylalanine Self Assembles to a Hydrogel via a Novel Architecture Based on π–π Interlocked
β-Sheets. Adv. Mater. 2008, 20, 37–41. [CrossRef]

8. Eckes, K.M.; Mu, X.; Ruehle, M.A.; Ren, P.; Suggs, L.J. β Sheets Not Required: Combined Experimental
and Computational Studies of Self-Assembly and Gelation of the Ester-Containing Analogue of an
Fmoc-Dipeptide Hydrogelator. Langmuir 2014, 30, 5287–5296. [CrossRef] [PubMed]

9. Braun, H.-G.; Cardoso, A.Z. Self-assembly of Fmoc-diphenylalanine inside liquid marbles. Coll. Surf. B 2012,
97, 43–50. [CrossRef] [PubMed]

10. Mears, L.L.E.; Draper, E.R.; Castilla, A.M.; Su, H.; Dietrich, B.Z.; Nolan, M.C.; Smith, G.N.; Doutch, J.;
Rogers, S.; Akhtar, R.; et al. Drying Affects the Fiber Network in Low Molecular Weight Hydrogels.
Biomacromolecules 2017, 18, 3531–3540. [CrossRef] [PubMed]

11. Kwok, R.T.K.; Leung, C.W.T.; Lam, J.W.Y.; Tang, B.Z. Biosensing by luminogens with aggregation-induced
emission characteristics. Chem. Soc. Rev. 2015, 44, 4228–4238. [CrossRef] [PubMed]

12. Mei, J.; Leung, N.L.C.; Kwok, R.T.K.; Lam, J.W.Y.; Tang, B.Z. Aggregation-Induced Emission: Together We
Shine, United We Soar! Chem. Rev. 2015, 115, 11718–11940. [CrossRef] [PubMed]

13. Sun, F.; Zhang, G.; Zhang, D. A new gelator based on tetraphenylethylene and diphenylalanine:
Gel formation and reversible fluorescence tuning. Chin. Sci. Bull. 2012, 57, 4284–4288. [CrossRef]

14. Yeh, M.-Y.; Huang, C.-W.; Chang, J.-W.; Huang, Y.-T.; Lin, J.-H.; Hsu, S.-M.; Hung, S.-C.; Lin, H.-C. A novel
nanostructured supramolecular hydrogel self-assembled from tetraphenylethylene-capped dipeptides.
Soft Matter 2016, 12, 6347–6351. [CrossRef] [PubMed]

15. Neupane, L.N.; Oh, E.-T.; Park, H.J.; Lee, K.-H. Selective and Sensitive Detection of Heavy Metal Ions in 100%
Aqueous Solution and Cells with a Fluorescence Chemosensor Based on Peptide Using Aggregation-Induced
Emission. Anal. Chem. 2016, 88, 3333–3340. [CrossRef] [PubMed]

16. Zhang, C.; Liu, C.; Xue, X.; Zhang, X.; Huo, S.; Jiang, Y.; Chen, W.-Q.; Zou, G.; Liang, X.-J.
Salt-Responsive Self-Assembly of Luminescent Hydrogel with Intrinsic Gelation-Enhanced Emission.
ACS Appl. Mater. Interfaces 2014, 6, 757–762. [CrossRef] [PubMed]

17. Zhang, C.; Li, Y.; Xue, X.; Chu, P.; Liu, C.; Yang, K.; Jiang, Y.; Chen, W.-Q.; Zou, G.; Liang, X.-J. A smart
pH-switchable luminescent hydrogel. Chem. Commun. 2015, 51, 4168–4171. [CrossRef] [PubMed]

18. Draper, E.R.; Su, H.; Brasnett, C.; Poole, R.J.; Rogers, S.; Cui, H.; Seddon, A.; Adams, D.J. Opening a Can of
Worm(-like Micelle)s: The Effect of Temperature of Solutions of Functionalized Dipeptides. Angew. Chem.
Int. Ed. 2017, 56, 10467–10470. [CrossRef] [PubMed]

http://dx.doi.org/10.1021/acs.chemrev.5b00299
http://www.ncbi.nlm.nih.gov/pubmed/26646318
http://dx.doi.org/10.1016/j.chempr.2017.07.012
http://dx.doi.org/10.1021/ja503363v
http://www.ncbi.nlm.nih.gov/pubmed/24836858
http://dx.doi.org/10.1039/C6SM02666D
http://www.ncbi.nlm.nih.gov/pubmed/28186211
http://dx.doi.org/10.1002/adma.200501765
http://dx.doi.org/10.1039/C5SM01399B
http://www.ncbi.nlm.nih.gov/pubmed/26295906
http://dx.doi.org/10.1002/adma.200701221
http://dx.doi.org/10.1021/la500679b
http://www.ncbi.nlm.nih.gov/pubmed/24786493
http://dx.doi.org/10.1016/j.colsurfb.2012.03.028
http://www.ncbi.nlm.nih.gov/pubmed/22584262
http://dx.doi.org/10.1021/acs.biomac.7b00823
http://www.ncbi.nlm.nih.gov/pubmed/28631478
http://dx.doi.org/10.1039/C4CS00325J
http://www.ncbi.nlm.nih.gov/pubmed/25374162
http://dx.doi.org/10.1021/acs.chemrev.5b00263
http://www.ncbi.nlm.nih.gov/pubmed/26492387
http://dx.doi.org/10.1007/s11434-012-5430-6
http://dx.doi.org/10.1039/C6SM00755D
http://www.ncbi.nlm.nih.gov/pubmed/27381445
http://dx.doi.org/10.1021/acs.analchem.5b04892
http://www.ncbi.nlm.nih.gov/pubmed/26872241
http://dx.doi.org/10.1021/am4049354
http://www.ncbi.nlm.nih.gov/pubmed/24372361
http://dx.doi.org/10.1039/C4CC09861G
http://www.ncbi.nlm.nih.gov/pubmed/25564289
http://dx.doi.org/10.1002/anie.201705604
http://www.ncbi.nlm.nih.gov/pubmed/28653804


Gels 2018, 4, 17 8 of 8

19. Cardoso, A.Z.; Mears, L.L.E.; Cattoz, B.N.; Griffiths, P.C.; Schweins, R.; Adams, D.J. Linking micellar
structures to hydrogelation for salt-triggered dipeptide gelators. Soft Matter 2016, 12, 3612–3621. [CrossRef]
[PubMed]

20. Adams, D.J.; Butler, M.F.; Frith, W.J.; Kirkland, M.; Mullen, L.; Sanderson, P. A new method for maintaining
homogeneity during liquid-hydrogel transitions using low molecular weight hydrogelators. Soft Matter
2009, 5, 1856–1862. [CrossRef]

21. Pocker, Y.; Green, E. Hydrolysis of D-glucono-.delta.-lactone. I. General acid-base catalysis, solvent deuterium
isotope effects, and transition state characterization. J. Am. Chem. Soc. 1973, 95, 113–119. [CrossRef] [PubMed]

22. Castilla, A.M.; Wallace, M.; Mears, L.L.E.; Draper, E.R.; Doutch, J.; Rogers, S.; Adams, D.J. On the syneresis
of an OPV functionalised dipeptide hydrogel. Soft Matter 2016, 12, 7848–7854. [CrossRef] [PubMed]

© 2018 by the authors. Licensee MDPI, Basel, Switzerland. This article is an open access
article distributed under the terms and conditions of the Creative Commons Attribution
(CC BY) license (http://creativecommons.org/licenses/by/4.0/).

http://dx.doi.org/10.1039/C5SM03072B
http://www.ncbi.nlm.nih.gov/pubmed/26963370
http://dx.doi.org/10.1039/b901556f
http://dx.doi.org/10.1021/ja00782a019
http://www.ncbi.nlm.nih.gov/pubmed/4682891
http://dx.doi.org/10.1039/C6SM01194B
http://www.ncbi.nlm.nih.gov/pubmed/27714311
http://creativecommons.org/
http://creativecommons.org/licenses/by/4.0/.

	Introduction 
	Results and Discussion 
	Gelation Studies 
	AIE Studies 

	Conclusions 
	Materials and Methods 
	Preparation of Solutions 
	Acid-Triggered Gels 
	Calcium-Triggered Gels 
	Salt-Triggered Gels 
	Photographs 
	Rheology 
	Fluorescence Spectroscopy 
	UV-Vis Spectroscopy 

	References

