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multiblock copolymers+
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Photo-iniferter (PI)-RAFT polymerization, the direct activation of chain transfer agents via light, is a fasci-
nating polymerization technique, as it overcomes some restriction of conventional RAFT polymerization.
As such, we elucidated the role of reversible deactivation in this context using a monomer—CTA pair with
low chain transfer capabilities. Tests with varying targeted degrees of polymerization (DP) or monomer
concentrations revealed no significant improvement of polymerization control using the Pl-process.
Control can however be achieved via slow monomer addition, increasing the number of activation/de-
activation events per monomer addition. More importantly, the livingness of the polymerization was
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found to be extraordinarily high, enabling the straightforward and rapid synthesis of multiblock copoly-
mers with up to 20 blocks and a high number of repeating units per block (DP = 25-100) maintaining an
overall excellent definition (M,, = 90 300 g mol™, £ = 1.29). This study highlights the enormous potential

rsc.li/polymers of PI-RAFT polymerization for the synthesis of polymeric materials.

initiators can be wused in order to fuel a RAFT
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Introduction

The control of polymerization processes via light is a fascinat-
ing strategy, as it offers a high level of control (spatial and
temporal)' ™ and decouples the reaction from the temperature
as an external parameter.” In addition, light is an abundant
energy source, and it has been shown that polymerization
reactions can be controlled precisely via photo-induced pro-
cesses.” As radical polymerization reactions are relatively
tolerant toward various conditions and the presence of func-
tional groups, controlling them by light is particularly
worthwhile.®

Besides light driven atom transfer radical polymerization
(ATRP),”® single-electron transfer living radical polymerization
(SET-LRP)*'° or nitroxide mediated polymerization (NMP)'"'?

reversible-addition  fragmentation chain-transfer (RAFT)
polymerization has been adapted to utilize light as an energy
source."* ™"

There are various strategies, which can be employed to
control a RAFT process via light. For instance, photo-active
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polymerization.®'® However, as such initiators represent an
exogenous radical source, intrinsic limitations of the RAFT
process remain in place. For example, dead chains, unable to
be reactivated will accumulate over the course of the polymer-
ization and their share will be determined by the concen-
tration of initiator used."”

The direct photo-activation of the chain transfer agent
(CTA) offers a solution to this dilemma. In such a scenario, the
thiocarbonylthio moiety is activated by a photo-mediated
process and, subsequently, fragments to form a carbon-based
transient radical, as well as a thio-based persistent radical
(Scheme 1A). There are in principle two strategies to accom-
plish such an activation of the CTA: photo-electron/energy-
transfer (PET)-RAFT polymerization'®'®'® and photo-iniferter
(PI)-RAFT polymerization.>°

PET-RAFT polymerization requires the addition of a photo-
catalyst, which in turn transfers the harvested light energy to
the CTA. As a large variety of different catalysts have been
described, polymerizations can be performed at various wave-
lengths,® and oxygen tolerant methodologies have been
introduced.

In contrast, PI-RAFT polymerization, which will be the
focus of this contribution describes the direct interaction of
the CTA with light. The thiocarbonyl functionality of typical
CTAs can either be activated by a n—-n* transition or by a spin
forbidden n-n* transition.”*** Despite the latter band being
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Scheme 1 A) Interlink of photo-iniferter mechanism and RAFT main
equilibrium; (B) schematic representation of the UV-light mediated
polymerization of NAM initiated by a xanthate.

much weaker, it can be utilized efficiently in PI-RAFT, as its
quantum yield for the desired p-fragmentation is higher in
comparison.”> Activation is followed by a homolytic dis-
sociation of the R-S bond of the CTA, thus liberating a carbon
centred R-radical and a thiocarbonylthio radical. While the
former is able to initiate a polymerization reaction, the latter is
relatively stable, but reactive enough to deactivate growing
chains in a reversible fashion (Scheme 1A). The resulting
macro-CTA can in turn be activated again, rendering the
process highly living.>?

Xanthate CTAs are particularly interesting in this context as
their n-n* band is located in the UV region of the spectrum
(usually around 350 nm).>® It has been shown that this leads
to a highly efficient activation,>® when compared to other CTAs
like dithiocarbamates®” or trithiocarbonates.>**°

After the initial development of the iniferter process by
Otsu in 1982,*° PI-RAFT has been developed into a useful tool
in synthetic polymer chemistry. The process can now be driven
by visible light,>**' and under the presence of oxygen.*** It
can also be used to produce ultra-high molecular weight poly-
mers,” to inverse the order of monomers in block copoly-
mers,* or control different monomer families with a single
CTA.** Also application like 3D-printing or self-healing benefit
from the PI-RAFT mechanism.>*?*°

One defining trait of PI-RAFT is the reversible deactivation
and the resulting increased chain end fidelity of the method
when compared to conventional RAFT polymerization. While
it was demonstrated that irreversible termination is still
present,”” in a typical PI-RAFT process reversible deactivation
is deemed to be the main fate of growing radical. Indeed, it is
even hypothesized that this mechanism is able to control a
polymerization.”® It is reasonable to assume that a sufficient
deactivation by corresponding thiocarbonylthio radical can
exert a certain control over the polymerization (like de-
activation in NMP or ATRP). The persistent radical effect®®
could play an important role here, as the termination between
carbon based transient radicals (R-group or polymer chain) is
suppressed by the accumulation of the persistent radicals
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(thiocarbonylthio-based radicals) upon termination (even
though for certain CTAs disulfide formation is found as
well).?®

The question remains if this deactivation is sufficiently fast
and if it is able to suppress irreversible termination processes
in a sufficient manner. If so, this effect could be further used
to push the limits of RAFT polymerization.

Results and discussion

Fascinated by PI-RAFT polymerization, we set out to elucidate
the role of reversible deactivation within such a process and
search for its limits. The combination of a xanthate (2-((ethoxy-
carbonothioyl)thio)propionic acid, (Xan)) and an acrylamide
(N-acryloyl morpholine (NAM)) (Scheme 1B) seemed an ideal
model system as the chain transfer coefficient (C,) of this
monomer-CTA combination is expected to be relatively low,
hence leading to comparably high dispersities (P > 1.5) of
resulting polymers, while still enabling fast processing due to
the high k, of the monomer.

Consequently, an increased control as for instance provided
by a reversible deactivation mechanism can be detected via a
narrowing of the molecular weight distribution. Sumerlin et al.
described ultra-high molecular weight polymers with low dis-
persities when using acrylamides in water.”® Thus, water was
chosen as a reaction medium, alongside DMF as an organic
solvent for comparison.

The C for both systems were determined by comparing
CTA consumption with monomer conversion in kinetic experi-
ments (Fig. S2 and S31).*°™** For determination of C,, polymer-
izations were fuelled by a thermal azo initiator. In PI-RAFT
polymerization, C, is not accessible as here, activation of the
CTA happens directly via photolysis and not exclusively by
chain transfer. As expected, the respective values were with
0.49 in DMF and 0.34 in water relatively low leading to broad
molecular weight distributions. A lower Ci in water seems
plausible as it has been described that the k, of acrylamide
monomers is increased in an aqueous medium.*?

To screen the control of the polymerization process over a
range of targeted polymer lengths various xanthate concen-
trations were used with a constant concentration of monomer
(2 mol L"), and conversion, as well as molecular weight distri-
bution were determined via nuclear magnetic resonance
(NMR) spectroscopy and size exclusion chromatography (SEC)
respectively (Fig. 1). The polymerization was induced by UV-
light (365 nm, 2 W, Fig. S1t) and control experiments, fuelled
by an exogenous radical source (azo-initiator) were conducted
as well. Here, the ratio of CTA to initiator was set to 5 for all
samples. The difference in outcome between PI-RAFT and
thermal polymerization might be able to hint on the impact of
reversible deactivation, as in the case of conventional RAFT
polymerization, chain transfer is the sole control mechanism.
It should however be noted that variables like radical flux (and
respective apparent k), radical concentration, reaction temp-
erature, reaction time, etc. that can also influence the outcome

This journal is © The Royal Society of Chemistry 2022
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Fig. 1 Polymerization of NAM using Xan as CTA under UV-light (365 nm,

View Article Online

Paper
D) DMF
1000000 5
o theoretical
_ —e— PI-RAFT °
5 1000004 ° thermal ¢
€
2
c ° e
= 400004 S
%
o
:/ e
10004 @~
T 3.0 5
.
® 425 D
g o 420 &
° ' Q
I s & ¢ * 7 7]
s ° 1.5 a
T T T T 1'0
10 100 1000 10000
DP (targeted)
E) 100 4 . o —e
B °
o
. 90 >
X
c
S
@ 80
3
=1
o
O 70 © *
—e— PI-RAFT
809 | o thermal
0{1 0})1 00‘01
[Xanthate] (mol L)
F) T DP=5
10
20
50 =
o
3
> 200
= s00 |
3 1000
£ 2000
el
(]
N T
©
3
= =
=
>
M
-

T T T T
1000 10000 100000 1000000

Molar Mass (g mol")

1 h) or presence of azo-initiator (thermal) in water and DMF respectively.

Various CTA/monomer ratios were tested and M,, and D (A and D) were determined by analysis of SEC curves (C and F) (eluent: THF, poly(styrene)

calibration). Theoretical M,, is based on Pl RAFT considering the respective
ments in D,O or CDClz respectively.

cannot be matched between the methods. Thus, any difference
might also be associated to these parameters.

When comparing the theoretical molecular weight based
on the monomer/CTA ratio with the obtained values it seems
that PI-RAFT is better able to achieve the desired polymer
length in both solvents. The loss of control at high DPs is
more obvious in DMF, where above a targeted degree of
polymerization (DP) of 200, the measured M,, values fall short

This journal is © The Royal Society of Chemistry 2022

conversion. Conversion (B and E) was determined from *H-NMR measure-

of expectations. This effect could be a result of an increased &,
of the monomer in water, making it possible to achieve higher
molecular weights within a certain time frame. It is likely that
monomer propagation is not fast enough in DMF to produce
high molecular weight polymers within 1 h of reaction time.
Still, this drop-of is more pronounced in the case of conven-
tional RAFT polymerization, illustrating a potential advantage
of reversible deactivation. In water, obtained M, values are

Polym. Chem., 2022,13,1537-1546 | 1539
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closer to the theoretical expectation based on the ratio of CTA
and monomer. Also here, PI-RAFT seems to be slightly advan-
tageous. It should be noted that the theoretical M,, for thermal
RAFT polymerization is, due to the presence of the initiator,
slightly lower than displayed. For reasons of clarity values are
not plotted but can be found in Table S4.1 The dispersity of
the polymers does not paint a clear picture. The absolute
values are in either case too high to be considered a controlled
radical polymerization (P > 1.3). No clear trend that would
indicate an advantage or disadvantage of the PI-RAFT mecha-
nism is visible. Also, SEC curves look similar for both methods
with a slightly increased tendency of thermal RAFT polymeriz-
ation for low molecular weight tailing, likely associated to
accumulation of dead chains. In water, the highest targeted
DP of 5000 seems to be too large for the used column system,
as the unsymmetrical curve shape indicates a cut-off by the
exclusion limit of the SEC system.

The conversion was probed by NMR spectroscopy and
reveals interesting findings. For thermally induced polymeriz-
ation, conversion was found to be high for most samples. Only
in DMF at a targeted DP of 5000 a value below 90% was
obtained, presumably due to the overall too low initiator con-
centration (which was linked to the CTA). For PI-RAFT
polymerization radical concentration is expected to scale
directly with the concentration of CTA. We performed
measurements without CTA (Fig. S4t) which revealed that no
auto-initiation is present in water while DMF is able to
produce radicals under the used irradiation conditions. Still,
the conversion after 1 h irradiation in DMF is limited (~20%)
compared to the obtained values in the presence of xanthate.
Even at very low xanthate concentrations (dilution factor 500)
reasonable conversions were obtained (~65% in water and
96% in DMF). It should be emphasized that irradiation time
was held constant in all cases at 1 h. The discrepancy between
the solvents might be best explained by auto initiation of DMF
providing additional radical. The conversions are of course
also a function of the propagation rate of the monomer but
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still illustrates the high initiation efficiency of xanthates in PI-
RAFT.

Interestingly, when PI-RAFT was conducted in DMF, a dis-
tinct decrease of the conversion at low CTA concentrations was
detected also coinciding with a lowered dispersity of respective
polymers. Reversible deactivation would be a valid explanation
for this observation, as the probability of the back reaction is
expected to increase with increasing CTA concentrations. In
water the solubility of the xanthate prevented a test polymeriz-
ation at the same concentration. However, a practical appli-
cation of this effect seems out of scope as very high CTA con-
centrations limit the achievable polymer length drastically
(DP < 10).

To obtain more insight by monitoring the influence of the
absolute concentration of xanthate, a series of polymerizations
with constant targeted DP (50) and varying monomer concen-
trations was performed (Fig. 2). Here, the expected outcome is
identical (PNAMj5,) reducing the impact of the SEC calibration
on the results. Water, which seems to be a better solvent for
this polymerization, was used for these tests and thermal
RAFT was compared to the PI-process.

As previously found, the xanthate concentration had
little effect on the conversion for photo-polymerizations.
Also, dispersities were relatively unaffected by the nature of
radical generation with slightly decreased values for the
conventional process using an azo initiator. No distinct
decrease in conversion or dispersities at high xanthate
concentrations was detected. However, CTA concentrations
where conversion hinted toward increased reversible de-
activation (0.4 mol L™', Fig. 1) were unachievable when
maintaining a DP of 50.

To further probe the impact of reversible deactivation, a
similar set of experiments with the addition of NEt; was per-
formed. As demonstrated by the groups of Boyer** and Qiao,*?
the addition of a tertiary amine to a PET-RAFT or PI-RAFT
polymerization, respectively results in the formal reduction of

the thiocarbonylthio radical to an anionic species
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Fig. 2 Variation of CTA concentration in the polymerization of NAM and Xan using a constant targeted DP (50).
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(Scheme S17). This has been shown to prevent degradation of
the CTA end group when using methacrylic monomers. In the
present case, the removal of thiocarbonylthio radical species
from the equilibrium should lead to a decreased efficiency of
reversible deactivation. In the absence of an active chain-trans-
fer equilibrium, dispersities should increase if reversible de-
activation plays a significant role in the process. Indeed, dis-
persities are markedly increased when compared to a process
without addition of base. The effect is more pronounced at
higher CTA concentrations, as here also the NEt; concen-
tration is higher here (3 equivalents per CTA molecule were
used).

However, also in the case of thermal RAFT polymerization
under the addition of NEt; control over the polymerization is
lost as indicted by increased values for M, and D. It is likely
that the base is able to degrade the CTA to an extend or inter-
fers with the RAFT process in a different way than anticipated.

The essence of our initial findings is that reversible de-
activation is unlikely play a role the control of the polymeriz-
ation using the PI methodology at least for the monomer/CTA
system described here. While reversible deactivation is likely a
part of the mechanism, it is not able to produce defined poly-
mers without an interlinked chain-transfer process. However,
a significant advantage lies in the efficient re-initiation and
high end group fidelity of the method, when compared to a
conventional RAFT process. To probe these benefits and push
the limits of what can be achieved by a controlled radical
polymerization process, PI-RAFT was utilized to produce mul-
tiblock copolymers via repeated chain extension reactions.
Multiblocks are an ideal tool to probe livingness as dead
chains that can’t be reactivated cease to grow upon chain
extension, an effect that can be visualized via SEC. In detail, a
decreased livingness would result in a low molecular weight
tailing of the size distribution as for instance found in RAFT-
made multiblocks with a high number of blocks.**

While it is possible to produce multiblock copolymers via
conventional RAFT polymerization*®* this strategy has
certain limitations. In order to achieve near quantitative con-
version for each chain extension, while not unnecessarily sacri-
ficing livingness, the amount of initiator has to be optimized
carefully.”® Still, a high number of blocks can only be achieved
when the block length is kept relatively short (DP around 10)
to maintain a relatively high monomer concentration.
Otherwise, driving the reaction to quantitative conversion
requires higher amounts of initiator, resulting in dead chains.
On the other side, block length is also restricted on the lower
end, as if the monomer to (macro)-CTA ratio is too low, the
probability of every macromolecule re-initiating drops drasti-
cally.®® This then results in defects of the final structure in
terms of missing blocks for a share of macromolecules. Some
of these boundaries can be removed using sulfur-free RAFT in
an emulsion process.’* Here, slow propagating monomers can
be used and higher block length can be targeted, as irrevers-
ible termination is reduced. Similarly, PI-RAFT enables multi-
block copolymers with high block length (DP = 100) as illus-
trated by Qiao and coworkers.>* Multiblocks have also been

This journal is © The Royal Society of Chemistry 2022
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described in the context of PET-RAFT polymerization,>* but
even here, low molecular weight tailing, associated to dead
chains is detected.

In our case, initial experiments were performed using NAM
as monomer producing pseudo-block copolymers. The aim
was to produce multiblock copolymers in a one-pot process via
consecutive monomer addition after the previous block was
driven to high conversions. Thus, the monomer concentration
was checked after each extension step and illumination time
was adjusted to achieve high conversions (Tables S1-S37)
making in-between purification unnecessary. As we were able
to show that with the herein established PI-RAFT protocol,
high conversions can be achieved even at very low concen-
trations of xanthate it might be possible to achieve a high
number of blocks while simultaneously targeting relatively
high DPs for individual segments.

Our first goal was a multiblock copolymer with 20 consecu-
tive chain extensions and a DP of 50 per block in water (Fig. 3).
Conversion was probed vie NMR and irradiation time was
adjusted to achieve high conversions (Table S11). The poly-
mers were further subjected to SEC analysis to monitor the
level of control. Once viscosity increased to a point where stir-
ring was impossible, the reaction mixture was diluted with
water.

The chromatograms in Fig. 3 reveal a highly controlled
process with a shift in size distribution upon each chain exten-
sion. These shifts become less obvious for high block
numbers as here the addition of one block is a small change
to the overall molecular weight. Still distinct chain extension is
visible up to the ikosa block copolymer. More importantly, the
low molecular weight tailing that would be expected for a
process fuelled by an exogenous radical source is missing com-
pletely. Seemingly all chains are re-initiated, and the shape of
the distribution remains highly symmetrical. When M, is
plotted as a function of the number of blocks, a linear increase
of molecular weight upon chain extension is visible. One
reason for the deviation from the theoretical values could be
the relative SEC calibration (poly(styrene) (PS)). Impressively,
the dispersity decreases to 1.3 over the first chain extensions
and remains constant at this level, an effect which was also
observed in sulfur-free RAFT polymerization.>* As after 20
blocks, irradiation times were markedly increased compared to
the initial protocol and, also viscosity became very high, no
further extensions were attempted. In addition, it was increas-
ingly difficult to achieve high conversions as even after 6 h of
irradiation only 95% of monomer conversion was reached. The
cumulative DP calculated based on the signal of the end group
(Fig. S10%) points toward a highly living polymerization as it
fits well to the targeted values, even though the signal is rela-
tively weak. The final product with a targeted DP of 1000 and
20 individual chain extensions possessed a molecular weight
of 90100 g mol™" and a dispersity of 1.33 (SEC in THF, PS
calibration).

Intrigued by these results, a higher molecular weight
pseudo-multiblock was attempted as well. Here, the targeted
DP per block was set to 200 with otherwise same parameters

Polym. Chem., 2022,13,1537-1546 | 1541
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brated with poly(styrene). (A and C) SEC traces of pseudo-multiblocks with DP 50 and 200 respectively, (B and D) M,, and D of pseudo-multiblocks

with DP 50 and 200 respectively derived from SEC measurements.

and adjustments regarding viscosity and irradiation time. Also
in this case, an efficient chain extension was observed up to
block 10, after which the distribution broadened and dispersi-
ties increased. The cumulative irradiation time cannot be held
responsible for this finding as this value is lower compared to
the first multiblock with a DP of 50 per block (46.5 h for ikosa-
block (DP = 20 x 50) vs. 28.5 h for dodekablock (DP = 12 x
200)). As also the number of chain extensions is lower for the
second multiblock, the overall molecular weight of the
polymer seems to be the best possible explanation. Perhaps
inaccessibility of the end group and a resulting slow chain
transfer or activation is responsible for this effect.

To demonstrate the feasibility of the shown approach a real
multiblock copolymer, using different monomers was produced
(Fig. 4). Dimethyl acrylamide (DMA) and N-isopropyl acrylamide
(NiPAAm) were chosen in addition to the already established
NAM. Initial tests revealed that DMA is, in combination with
Xan and UV-light able to produce polymers with a low dispersity
(test reaction M, = 2900 g mol™" P = 1.21 for a targeted DP of

1542 | Polym. Chem., 2022,13,1537-1546

50). This effect has already been described by Sumerlin and co-
workers and was attributed to a positive influence of reversible
deactivation.”® To reference this to our initial system, the Ci
was determined using the before described methods for DMA/
Xan as well. The determined C, (0.89) is in the same range as
for the NAM/Xan combinations which hints towards a similar
chain transfer capability. Hence, control is likely provided by a
different mechanism like reversible deactivation. It seems unin-
tuitive that DMA in particular would enable a control via this
mechanism while for similar monomers like NAM or NiPAAm
this effect is at least strongly reduced.

However, the used method of determining the C, only gen-
erates information about the CTA consumption in the begin-
ning of the reaction and not directly about the RAFT main
equilibrium. It is further possible that macro-CTAs possess a
slightly increased chain transfer coefficient. However, it was
not possible to investigate this for the present systems.

The multiblock were created by a repeating sequence of
DMA, NiPAAM and NAM with varying chain length. For the

This journal is © The Royal Society of Chemistry 2022
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Fig. 4 Synthesis of multiblock copolymers from DMA, NiPAAm, and NAM with varying DP per block (25/50/100). SEC measurements were per-
formed in THF and calibrated with poly(styrene). SEC traces (A) were used to determine M,, and D (B). The final polymer was investigated via aqueous
SEC (0.3% formic acid, 0.1 mol L=* NaCl) using a MALS detector (blue diamonds).

first three blocks a DP of 25 per block was targeted and a DP of
50 for the subsequent three blocks, while after this, the tar-
geted block length was 100 for all following blocks. This was
done mainly to improve the tracking of multiblock copolymer
growth by SEC as for later blocks larger chain extensions are
beneficial for detection. But it also illustrates the control over
polymer architecture and the potential length of multiblocks
that can be created using this method.

The dispersity remains low throughout the process, and
due to the involvement of DMA, the overall values were lower
than for previous multiblocks (~1.2-1.3). Also, the increase of
molecular weight per block follows the trend observed before:
a linear increase when referenced to the targeted block
length but an offset to the expected molecular weight. This
can again be a result of the unfitting SEC calibration which
could be more intense here as the different blocks will
display different hydrodynamic behaviour based on their
solvatisation.

To probe the actual molecular weight of the final multi-
block copolymer, it was investigated via aqueous SEC using a
multi angle light scattering (MALS) detector (Fig. S9f). While
conventional calibration using a poly(vinyl pyridine) standard
results in an underestimation of the molecular weight, the
value obtained via light scattering is with M, = 162100 g
mol ™" very close to the expected value based on the targeted
DP. Also, dispersity is with ® = 1.04 significantly lower com-
pared to conventional calibration. While this value is likely
underestimated in this measurement it still underlines the
precision of the herein presented synthetic method.

Again, low molecular weight tailing, which would indicate
formation of dead chains is virtually absent from SEC traces.
However, also here necessary irradiation times increased with
higher block numbers indicating either a slower activation, or

This journal is © The Royal Society of Chemistry 2022

a slower propagation, or a combination thereof at higher
polymer lengths. Also decreasing concentration of Xan end
group in the reaction volume could be held accountable for
this observation.

Overall, a highly defined ikosablock copolymer could be
produced rapidly (51.5 hours of total irradiation, only 10 h for
the first 10 blocks) with impressive precision ((M, = 90300 g
mol™", P = 1.29). It should be emphasized that the used
method is simple, using only water as a solvent, a UV-lamp
that can be found in most synthetic laboratories and a one
necked flask with a rubber septum. Also, oxygen removal is
performed in a straightforward way by purging with nitrogen
after each new monomer addition. As conversion can be
probed after each step with the possibility to continue
irradiation if the result is not satisfying, no laborious optimi-
zations are required beforehand. The apparent high livingness
of the polymers could be a result of the persistent radical
effect, but also associated to rapid deactivation by the xanthate
radical.”®

One finding that sticks out from the described experiments
is that, apparently the definition of a polymer with a given tar-
geted DP can be improved when multiple chain extensions are
involved as opposed to one polymerization step. Indeed, when
comparing polymers with an overall targeted DP of 1000, the
molecular weight distribution of multiblock copolymers is
much narrower (and also the overall molecular weight is lower,
see Fig. S7t). This seems unintuitive but could be explained
with reversible deactivation. Since for multiblock copolymers
total irradiation times are much longer (>factor 20), much
more activation and deactivation cycles are involved. Whereas
speed of monomer addition for a single reaction step is mainly
governed by the k, of the monomer, for multiblock synthesis
monomer addition is segmented over the whole process. Thus,
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the number of reversible deactivation events per monomer
addition steps is much higher throughout the whole polymer-
ization for sequential addition of blocks.

To probe this hypothesis, we tested feeding the monomer
to the reaction mixture. If our assumptions are correct, disper-
sity should scale with feeding rate. Indeed, as shown in
Table 1 (SEC traces in Fig. S8f1), with slower addition of
monomer, dispersity values can be reduced significantly when
reducing the addition of monomer to 6.67 pL, min~" resulting
in an overall polymerization time of 5 h (as opposed to 1 h
under non-feeding conditions). However, monomer addition
can also be too slow as shown by increased dispersities for
10 h reaction time. Indeed, in the virtual absence of monomer
the CTA will degrade. This is illustrated by the absence of con-
version for a feeding rate of 1.11 uL min~" (30 h of addition).
In this case the signals of the CTA vanished from the NMR
spectrum of the product, degradation.
Consequently, as the ratio between activation and monomer
addition can be tuned up to a certain maximum of achievable
control, this seems also to be a trade-off in livingness as end
groups can potentially degrade in the absence of monomer as
also found in other reports.’®>” The partial success of the
feeding strategy could also be explained by another hypothesis:
when performing the polymerization in one (quick) step, the
low C CTA might be consumed slowly leading to a certain
continuing supply of small radicals throughout the process, as
not all CTA is consumed at the beginning of the reactions.
This is then resolved when the overall polymerization time is
extended via feeding. This however does not sufficiently
explain the success of the multiblock synthesis which should
show a strong low molecular weight tailing of the size distri-
bution, since re-initiation has to happen with each block
anew.

A different observation from feeding experiments is that the
overall molecular weight seems to decrease with feeding time,
which is also in accordance with observations from comparing
pseudo-multiblocks and polymers that were produced in one
step (Fig. S71). While it doesn’t seem to be a result of auto
initiation by the solvent (water, Fig. S471), we currently have no
explanation for this behaviour.

indicating

Table 1 Dependence of molecular weight distribution on monomer
addition. All experiments were performed at a CTA (Xan)/monomer
(NAM) ratio of 200, and a final monomer concentration of 0.5 mol L™ in
water

Feeding Feeding

rate time Irradiation ~ Conversion® M, ?

(ML min™")  (min) time (min) (%) (gmol™) p°
— 0 60 94.4 19 300 1.53
36.36 55 60 84.7 17 000 1.48
6.67 300 310 89.2 13 400 1.30
3.33 600 610 84.9 10200 1.42
1.11 1800 1810 0.7 — —

“ Determined via "H-NMR spectroscopy in D,0. ? Determined via SEC
chromatography in THF using a PS calibration.
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Conclusions

To probe the impact of reversible deactivation in PI-RAFT
polymerization we used the combination of an acrylamide
(NAM) and a xanthate as a benchmark system, since chain
transfer coefficients are relatively low (Cy; < 1) for this combi-
nation. Hence, a positive impact of the PI mechanism could
lead to increased control over the polymerization. In addition,
xanthates are well known for their efficient photochemistry. Our
experiments did not show a significant increase in control over
the molecular weight distribution of produced polymers. Even
though PI-RAFT seems slightly superior in achieving targeted
molecular weight at high DPs, it is still the RAFT chain-transfer
equilibrium which determined whether a polymer distribution
was narrow or not. In further experiments we could show that
dispersity could be lowered (down to a minimum of 1.3) by a
slow monomer addition, effectively increasing the number of
activation-deactivation events per monomer addition, which
seems still insufficient as basis for a controlled synthesis.

However, a significant advantage is posed by the high liv-
ingness associated with PI-RAFT. Indeed, in chain extension
experiments, dead chain usually associated with irreversible ter-
mination were virtually absent. Thus, it was possible to produce
multiblock copolymers with very high molecular weight (per
block and in total). For example, a repeating sequence of three
acrylamides with block length up to 100 repeating units and a
total number of 20 blocks was produced with impressive pre-
cision (M, = 90300 g mol™", P = 1.29). It should be noted that
the herein presented method is rapid (51.5 hours for the above
mentioned ikosa block) and easy to use (standard laboratory UV
lamp, reaction in water, degassing by N,-purging).

This study highlights the enormous potential of PI-RAFT in
the synthesis of polymeric materials, in particular for the pro-
duction of segmented macromolecules.
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