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Mechanochemical approach to
polymer-functionalized black phosphorus
nanomaterials for precious metal recovery+

Obida Bawadkji, ©@ Peng Tang,? Christian Muller*° and Rainer Haag () *?

Rapid and sustainable methods for precious metal recovery are urgently needed to support circular
economy initiatives. Herein, we introduce a one-pot mechanochemical route to synthesize a black phos-
phorus—polyglycerol (BP—PG) nanohybrid with enhanced interfacial reactivity for selective gold ion
reduction. The process transforms inexpensive red phosphorus directly into amorphous BP and, sub-
sequently, into BP—PG via planetary ball milling, thereby eliminating high temperatures, extended reaction
times, and toxic solvents commonly used in conventional functionalized-BP nanomaterial syntheses. This
“grafting-from” polymerization of glycidol onto BP yields a uniform, hydrophilic hybrid that can rapidly
and selectively reduce gold ions to stabilized gold nanoparticles. Notably, BP—PG recovers more than
three times its own weight in gold, far surpassing previously reported materials, while leveraging a scal-
able, cost-effective, and green production method. These findings underscore the critical role of syn-
thetic strategy and material architecture in achieving high-performance nanohybrids, offering promising
opportunities for precious metal recovery and broader interface-driven applications.

1. We developed a solvent-free, mechanochemical route to synthesize a black phosphorus-polyglycerol nanohybrid, effectively eliminating harmful solvents

and reducing energy use and reaction times, for the recovery of gold from e-waste. This method aligns with green chemistry principles by promoting resource

recovery while minimizing environmental impact through selective recovery of precious metals.

2. Our key achievement is a one-pot synthesis that circumvents toxic solvents, requires no high-temperature chemical vapor transport, and achieves remark-

able gold uptake, exceeding three times the material’s weight. The resulting biodegradable nanohybrid prevents long-term ecological harm.

3. Future efforts could focus on scaling up ball-milling process and adopting bio-based glycidol sources. Although mechanochemistry offers scalability poten-

tial, further research could explore optimizing the mechanochemical process to enhance throughput. Moreover, investigating the use of bio-derived precur-

sors for glycidol could improve the sustainability of the starting materials.

Introduction

The increase in global electronic waste and mining activities
necessitates sustainable methods to recover precious metals
like gold, palladium, and platinum from electronic waste lea-
chate and mining wastewater."”” These metals are extensively
used in industries such as electronics, catalysts, and jewelry,
resulting in waste containing complex mixtures of precious
metals and toxic contaminants.® Traditional hydrometallurgi-
cal processes use leaching agents like cyanide and involve
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recovery techniques such as electrodeposition and solvent
extraction but are limited by high costs and hazardous
byproducts.” > They also tend to produce bulk gold, which
requires additional processing steps to obtain gold nano-
particles of catalytic or biomedical importance.’

Black phosphorus (BP) nanomaterials provide a sustainable
and efficient solution for recovering and reducing gold ions due
to their high surface area and abundant active sites for metal ion
adsorption.”*™” Phosphorus atoms in BP reduce gold ions (Au®")
to elemental gold (Au®) under mild conditions without external
reducing agents, leading to the spontaneous formation of gold
nanoparticles on BP nanosheets."*"® This dual functionality sim-
plifies the recovery process and reduces chemical consumption,
making it environmentally friendly and cost-efficient."® BP is also
biodegradable, degrading into benign phosphates,’® and it
exhibits high selectivity for gold ions over other metals.'*"?
Zhang et al functionalized black phosphorus with poly(N-iso-
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propylacrylamide) (PNIPAM) to create a responsive material (BP-
P) that enables rapid, highly selective extraction of precious
metals like gold, silver, and palladium under mild conditions,
with potential applications in hydrogen evolution reactions.'>*°

However, current methods for producing BP nanomaterials
face significant limitations such as high cost, complexity, tox-
icity, and lack of scalability. Typically, BP nanomaterials are
derived from liquid exfoliation of BP crystals produced via the
expensive, toxic, and non-scalable chemical vapor transport
(CVT) method, which utilizes heavy-metal iodides, costs
570-700 € per g and requires over 18 hours to complete.*'
Producing and functionalizing BP nanomaterials involves
further steps like mechanical crushing and ultrasonication in
toxic solvents, use of hazardous activating agents, and requires
costly purification procedures.**® Alternative solvothermal
techniques have been developed but are also economically and
ecologically non-feasible due to the use of toxic materials and
are suitable only for obtaining small amounts of BP.*”?®
Additionally, pure BP nanomaterials aggregate in aqueous
solutions,* so they require covalent functionalization with
hydrophilic materials like polyglycerol (PG).***°*! However,
polymer functionalization is typically achieved through chal-
lenging, costly, and often toxic solvent-based methods.'>?%3"
These processes encapsulate the nanomaterial, limiting its
interaction with surroundings and reducing performance in
interfacial applications.'®?%3? Exfoliating expensive BP crystals
using techniques like sonication yields low amounts of few-
layered nanosheets with minimal defects and pores, resulting
in a lower surface area compared to amorphous structures.>*>°
Gold nucleation on BP nanosheets primarily occurs at defects
or edges, promoting the growth of gold nanoparticles.'*?
While BP nanosheets can be fixed onto solids with higher
surface areas, such as covalent organic frameworks or porous
spherical montmorillonite, this adds expense and complexity
to the functionalization process.***

A more sustainable, green, and rapid method for producing
functional BP nanomaterials is mechanochemistry.’**” In the
context of BP synthesis, mechanochemical methods enable the
direct transformation of RP into BP under ambient
conditions.’® *® eliminating the need for high temperatures, high
pressures, toxic reagents, enhances energy efficiency, significantly
reduces synthesis times, and allows better control over particle
size and crystallinity, which is crucial for high-quality BP
materials.’* ***®  Regarding BP nanomaterial production,
mechanochemical processes under the right conditions can
directly form nanomaterials without further processing, addres-
sing challenges of traditional exfoliation techniques,® as well as
allowing subsequent surface functionalization to improve BP’s
dispersibility in aqueous solutions and stability under ambient
conditions, enhancing its performance in various applications.*?

Here, we introduce a solventless, mechanochemically syn-
thesized black phosphorus-polyglycerol (BP-PG) nanohybrid
as a high-capacity selective precious metal recovery agent
(Fig. 1). This rapid, eco-friendly method aligns with green
chemistry principles, and the biodegradability of black phos-
phorus ensures minimal environmental impact.*”~*° This work

6814 | Green Chem., 2025, 27, 6813-6824

View Article Online

Green Chemistry

Electronics

Electronic Waste Leachate

Fig. 1 BP-PG as a recovery agent for Au from electronic waste, contri-
buting to a circular economy. Al-generated nanomaterial image.

pioneers the first successful mechanochemical polymerization
of glycidol into polyglycerol using a “grafting-from” technique,
representing an advancement in mechanochemical polymeriz-
ations as low-functional liquid epoxides do not polymerize so
easily mechanochemically.>® Our approach creates a true nano-
hybrid by combining a solid inorganic nanomaterial (BP) with
a liquid organic nanomaterial (PG) in a one-pot process start-
ing from red phosphorus (RP) and glycidol, both relatively in-
expensive starting materials.’>> The resulting highly hydro-
philic nanomaterial is ideal for aqueous environments. BP
serves as an efficient gold-reducing agent, while PG functions
as both a stabilizer for gold nanoparticles (AuNPs) and a
hydrophilic component that ensures uniform distribution and
prevents aggregation.>® Previous syntheses relied on toxic sol-
vents and suffered from low yields and time-consuming purifi-
cation.”® In contrast, our solventless approach retains both
components’ properties, enabling selective recovery of gold
ions under complex acidic conditions and directly producing
mesodisperse stabilized AuNPs.

Results & discussion
Synthesis and characterization of BP and BP-PG

The benefits of mechanochemically obtained BP-PG, utilizing
high-energy planetary ball-milling (HEPBM) as the mechano-
chemical method, were thoroughly assessed in comparison to
nanoparticles obtained via a traditional solvent-based
approach (BP@PG), previously reported by our group
(Fig. 2a).>® Motivated by the limitations of traditional BP syn-

This journal is © The Royal Society of Chemistry 2025
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(@) Scheme and (b) overview of the nanomaterials in this study. (c) Average normalized spectra derived from Raman maps and (d)

31p_MAS-NMR spectra obtained from analysis of RP, mBP, cBP, and sBP showing the high quality of the mechanochemically produced mBP. (e)
Images of cBP, sBP, and mBP. Spectroscopic characterization of BP—PG and/or BP@PG by (f) 3'P-MAS-NMR, (g) *H-NMR, (h) FT-IR, and hi-res (i) P2p
and (j) Cls XPS, all indicating a high degree of functionalization. (k) ZP, (1) DLS, and (m) TG measurements of mBP, BP—PG, and BP@PG. Al-generated

nanomaterial image.
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thesis methods, we aimed to develop a more efficient and
environmentally friendly approach for producing BP nano-
particles. We adopted a mechanochemical synthesis involving
planetary ball milling of red phosphorus under an inert atmo-
sphere, facilitating the conversion to black phosphorus
through continuous mechanical activation. Subsequently, the
produced BP was functionalized with PG via a mechanochem-
ical process, yielding BP-PG nanohybrids with enhanced
surface area and improved dispersibility. To assess the quality
and potential advantages of the mechanochemically syn-
thesized BP nanoparticles (mBP), we systematically compared
them with BP nanoparticles obtained via solvothermal (sBP)
and chemical vapor transport (cBP) methods. This comparison
was conducted using Raman spectroscopy, phosphorus magic
angle spinning solid-state nuclear magnetic resonance
(*'P-MAS-NMR), and powder X-ray diffraction (PXRD).
Although mechanochemical methods have shown promise
as a green and cost-effective route to black phosphorus, achiev-
ing consistently high-quality yields and large-scale production
remains an active area of research.*>*%>* Therefore, obtaining
sufficient amounts of high-quality BP within a reasonable pro-
cessing time via a green, non-expensive and facile method is a
key requirement for achieving realistic implementation of BP
for different applications. To obtain high quality BP mechano-
chemically within a reasonable amount of time, a relatively
high ball-to-powder ratio (BPR) of >25:1 is necessary (Fig. 2b
and ESI 1}). Depending on the available ball-mill apparatus,
gram-scale yields of high-quality BP nanoparticles can be
obtained within a few-hour of milling time (Fig. 2e). The
Raman spectrum of the formed BP nanoparticles (mBP) using
HEPBM shows a high allotropic conversion mainly seen by the
pronounced generation of the B, and the Aé black phos-
phorus vibrational peaks at 435 cm™" and 463 cm™", respect-
ively, and the strong depletion of the broad band between
368-425 cm™'. Additionally, a blue shift of the B, red phos-
phorus peak at 350 cm™ to the Azlg black phosphorus peak at
~360 cm ™" (Fig. 2c and ESI 17) can be observed, which closely
resembles the vibrational bands of cBP obtained via CVT.
Comparatively, these vibrational features from sBP are not
clearly indicated even after heating at 170 °C. Raman maps
obtained from mBP show a narrow distribution of the BP
Raman vibrational bands (ESI 17), which indicates an excep-
tional uniformity in quality. Moreover, dynamic light scatter-
ing spectroscopy (DLS) of an mBP dispersion (Fig. 21) reveals
nano-sized particles. We therefore anticipate that our
suggested mechanochemical approach can produce high-
quality mBP nanoparticles in a single step. Although the CVT
method resulted in a high allotropic conversion for cBP, the
solvent-based exfoliation did not produce BP nanoparticles
with a uniform morphology, which can be concluded by the
broader distribution of Raman vibrational bands in the
acquired Raman map (Fig. 2c and ESI 1%). In such a procedure,
it is typical to separate the bulky particles from the exfoliated
nanoparticles via centrifugation, which leads to a high loss in
BP yield.”® The Raman map from sBP reveals a low allotropic
conversion, which can be attributed to the hindered access of
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the ethylenediamine solvent to the inner core of the RP par-
ticles throughout the synthesis, leading to an allotropic conver-
sion mostly on the surface of the treated particles (Fig. 2c and
ESI 17). Likewise, *'P-MAS-NMR spectroscopy of sBP indicates
a heterostructure of red and black phosphorus, whereas mBP
shows a clear single broad signal at § = ~19.0 ppm, that indi-
cates amorphous BP (Fig. 2d). The amorphous nanoparticle
morphology of the produced mBP, which results from the
process of HEPBM, is also obvious by the lack of diffraction
pattern of BP, which are present in the layered crystal structure
of cBP (ESI 17). This amorphous morphology is desired for its
application as a recovery agent, as the surface area is higher
than that of few-layer BP nanosheets.

Considering the high quality of the produced BP nano-
particles, which were obtained in a quick, facile, and environ-
mentally friendly approach, mBP was used for further
functionalization with PG (Fig. 2a and b). The benefits of
mechanochemically produced BP-PG were assessed in terms
of synthesis, hybridity of properties, environmental-friendli-
ness, production cost, and its ability to selectively recover gold
in the form of AuNPs with a high recovery capacity from an
ionic mixture of metals.

BP-PG was obtained via a HEPBM approach by combining
a 1:1 w/w ratio of mBP and glycidol in a stainless-steel
chamber together with a stainless-steel ball-mill medium and
treating both reagents at a high milling energy under inert
atmosphere. Thus, BP-PG can be obtained in a one-pot two-
step process starting from only RP and glycidol. On the other
hand, BP@PG was obtained by adapting a similar procedure
previously reported from our research group, but using the
same produced mBP and mBP/glycidol w/w ratio of 1:1 for a
comparative assessment.’® Both reagents were dispersed in
NMP and treated at 120 °C for 72 hours under inert atmo-
sphere before purification of the nanoparticles to finally
obtain BP@PG. Regarding BP-PG, a successful polymerization
of glycidol to PG and functionalization of the BP nanoparticles
can occur within 15 minutes at high milling energies as seen
by the development of the polyglycerol multiplet between § =
3.4-4.0 ppm in the 'H-NMR spectra® (Fig. 2¢ amd ESI 2bt),
whereas only a weak signal appears for PG even after 72 hours
of heating at high temperatures (ESI 2at). *'P-MAS-NMR shows
a sharp intense signal at § = ~0.0 ppm, that indicates P-O
bonds arising from a high-degree functionalization of BP by
glycidol monomers which polymerized onto BP nanoparticles
(Fig. 2f). BP@PG, however, was functionalized to a much
lesser degree as indicated by a very broad signal around ¢ =
~0.0-10.0 ppm, which is typical for P,O, species (ESI 2cf).
Fourier transform infrared spectroscopy (FT-IR) reveals intense
signals for BP-PG at 1240 cm™ " and 978 cm™", that corres-
ponds to the P-O-C asymmetric and symmetric stretches,
respectively, as well as all the characteristic PG stretches for
the O-H, C-H, and C-O-C bonds at 3000-3600 cm™*,
2877 em™', and 1045 cm™', respectively (Fig. 2h).”> These
signals are not noticeable for BP@PG. Similarly, Raman
vibrational bands for BP@PG are relatively attenuated in com-
parison to BP and BP-PG as seen by the broadness of the Aé,

This journal is © The Royal Society of Chemistry 2025
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By, A; peaks (ESI 2df) because the polymer coverage scatters
the incoming laser light and absorbs part of the scattered
Raman light. The X-ray photoelectron spectroscopy (XPS) P2p
spectrum shows P-P bonds from the BP component at
130-131 eV and P-O and P-C bonds from the BP-PG covalent
functionalization at 134-135 eV (Fig. 21 and ESI 31). The C1s
spectrum (Fig. 2j and ESI 3%) indicates C-O bonds mainly
from the PG component at 286 eV and C-P and O-C-O bonds
from the BP-PG covalent functionalization at 284 eV and 287
eV, respectively. On the other hand, XPS analysis of BP@PG
revealed functionalization to a lesser degree indicated by the
smaller P-O and P-C peak in the P2p spectrum (ESI 37), and a
smaller C-O peak in the C1s spectrum. This is also indicated
by the higher carbon-to-phosphorus atomic ratio derived from
the survey spectra (ESI 3t) of BP-PG (~4.72) as compared to
that of BP@PG (0.32). Based on our results, we propose that
the epoxide ring of glycidol undergoes nucleophilic ring-
opening by the phosphorus atoms in BP, initially forming P-C
bonds. Subsequently, the oxygen sites of the growing polygly-
cerol chains can further react with BP to establish additional
P-O linkages, thereby building the integrated BP-PG network.
Varying the BP-to-glycidol weight ratio, especially by redu-
cing it, in the mechanochemical process hindered successful
polymerization into polyglycerol-functionalized BP nano-
particles (ESI 4a and ct). This likely resulted from insufficient
BP substrate, as glycidol, a low-molecular-weight liquid
epoxide, could require ample reactive surface sites, like those

View Article Online
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on BP, to initiate polymerization effectively. The resulting pro-
ducts were characterized by FTIR and 'H-NMR, revealing that
sufficient BP surface is essential for an effective mechano-
chemical ring-opening of glycidol, which otherwise remains
largely unpolymerized at high glycidol/bulk BP ratios.
Conversely, a very high BP content can limit polyglycerol for-
mation, affecting the final materials’ dispersibility and
performance.

Regarding production time, the mechanochemical
approach can be used for both a rapid allotropic conversion of
BP and a high-degree functionalization with PG via anion ring
opening polymerization of glycidol in a one-pot two-step
process, standing out as the favorable approach in practical
scenarios (Fig. 3). Attempting a single-step reaction between
RP and glycidol lead to various chemical species different than
that obtained by the 2-step approach that yields BP-PG (ESI 4b
and dt), likely due to various side reactions between RP and
glycidol that hinder the allotropic transformation of RP to BP
and its functionalization with polyglycerol thereafter.

Physicochemical properties of BP-PG

After the successful functionalization and homogeneous distri-
bution of BP-PG’s molecular components, we were interested
in investigating the properties of both BP and PG. The zeta
potential (ZP) measurements reveal a negative charge of
—43.5 mV for BP and —39.4 mV for BP-PG, which is mainly
due to the presence of phosphorus lone-pairs in the BP
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Fig. 3 Production time and GHS safety symbols accompanying reagents (apart from RP and glycidol) required to produce (a) cBP, sBP, mBP, (b)
BP@PG, and BP—PG. The total time to produce BP—PG mechanochemically is approximately 5 hours. Al-generated nanomaterial image.
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(Fig. 2k). On the other hand, the surface coverage that dec-
orates BP@PG that results from the solvent-based approach,
diminishes this negative charge and is only —25.2 mV, which
can lead to aggregation of the nanoparticles as the negative
repulsive forces are not strong enough to keep the nano-
particles dispersed in aqueous environments. Indeed, DLS
analysis reveals a greater diameter of 344 nm for BP@PG that
results from aggregation as compared to 208 nm for BP-PG
(Fig. 21). The more negative surface charge of BP-PG indicates
a higher concentration of BP on the nanoparticle surface. This

View Article Online
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increased surface of BP in BP-PG, compared to its solvent-
based polymer-encapsulated counterpart BP@PG, enhances its
effectiveness, as the high negative surface charge exhibits
improved stability in suspension due to stronger electrostatic
repulsion, which helps prevent aggregation.>® This allows for
greater surface availability, making BP-PG more effective for
interactions with target ions, such as in ion recovery and
adsorption applications.’®”” Regarding the dispersibility of
the nanomaterials in aqueous systems, both BP-PG and
BP@PG reveal higher dispersibility as compared to bare mBP

a
To wastewater
treatment
Gold
Nanoparticles
Recovery
_ >
Oxidation (H:0., etc...)
or
Degradation
AuNP@BP-PG
d e Fermi Level f
120 - 18 -
» —— Oxidation
R 164 Reduction|
10 i 14
s 124
§ & 10
k= zn"  Cc™ =
T S L e T
= | Nt = 6]
g % g,’ SHE Fe" — o]
g w Cu 5
8§ — of —
| CIEe] - -
At =]
0 > .
Au Cr Cu Fe Zn Ni L AUC|‘ +3e ::AU“"’4C|' (+1002VVS SHE) 00 02 04 06 08 10 12
Metal v Vvs. Ag/AgCI2 (mV)
g h i
046
044 AuNP AuNP@BP-PG Aﬁ?
B //‘\\ Au’ 4f AU’ 4f /

o
8

Absorbance (a.u.)
°
8
Intensity (Counts)

400 450 500 550 800 850 94 92 90
Wavelength (nm)

Fig. 4

88 86 84 82
Binding Energy (eV)

HO, ..
- - :

(a) Overall scheme of AuNP production and recovery from EWL treated with BP—PG. SEM images of (b) AuNP@BP—-PG and (c) AuNPs recov-

ered from BP—PG. (d) AAS analysis of metals present in solution after treatment with BP—PG indicating high selectivity for Au. (e) Work functions of
the metals in EWL giving insight to the selective BP—PG/AuCl*~ redox pair formation.®® (f) CV analysis of BP—PG showing irreversible oxidation of
the nanomaterial. (g) UV-Vis and (h) Au 4f XPS analysis of the AuNPs formed from treatment of EWL with BP—PG, both indicating reduced zero-
valent Au species. (i) Treatment of AUNP@BP—-PG with H,O, to oxidize the BP—PG component to finally recover the AuNPs. Al-generated nano-
material image.

6818 | Green Chem., 2025, 27, 6813-6824 This journal is © The Royal Society of Chemistry 2025


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d5gc00274e

Open Access Article. Published on 27 May 2025. Downloaded on 4/25/2026 12:15:17 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

[{ec

View Article Online

Green Chemistry Paper
a 35+ b
AuIII
S 307} J. l Homogeneous . Mesodisperse AuNPs
E 254 BP-PG
g ) : Au'
%' 2.0 i ) Surface Covered 0 Polydisperse AuNPs
§ i BP@PG
O 154 Au
g .
§ 104 Amorphous . # “ Polydisperse AuNPs
; mBP
& £
0.5 Au
Crystalline Bulk Au
0.0 T T T T T T BP
BP-PG mBP  BP@PG BP+PG cBP AC <
C —— mBP Intrusion —— RP Intrusion B Log Difierental Intrusion — RP Log Diferental Intusion
e - mBP Extrusion - - - - - RP Extrusion ==-mBP Cumulative Intrusion - - - RP Cumulative Intrusion
—BP@PG 08 Au* BP-PG BP@PG  mBP cBP
——mBP
Lo o §o 7 07 5
Eo06 06
z Eoe = 2|
H - g 05 05 §
o4 i 04 04 g
\ 5 o3 E 03 03 §
| H 3 3 = - - -
| g0z % 02 02 'E
L . 014 014 o1 Top View
I " N
50 100 150 200 250 300 350 400 0.001 001 01 1 10 100 1000  0.001 001 01 1 10 100 1000 Dispersed Aggregated
Diameter (nm) Pressure (MPa) Pore size Diameter (um)
Median Pore Median Pore Average Pore " .
f Sample VOTSEL F(’r?]'f/ ) Total(ic:/re)}\rea Diameter Diameter (Area) | Diameter (4V/A) BU|(k /[r)f{')s ity Appa;em]le)e nsity Porosity (%)
9 9 (Volume) (um) (um) (um) 9 9
RP 0.6997 2.718 22.793 0.0038 1.0297 0.8750 2.2564 61.22
mBP 0.7687 8.403 2.901 0.0048 0.3659 0.7792 1.9428 59.89
g BP-PG cBP

Material with Au® Material

Recovered Au®

BP@PG

mBP

Fig. 5 (a) Au recovery capacity of BP—PG, mBP, BP@PG, BP + PG, cBP, and AC. (b) Scheme depicting the influence of the produced nanomaterials’
impact on recovered Au® morphology. (c) Size distribution analysis of recovered Au® species derived from SEM micrographs. (d) Cumulative intrusion

vs. pressure and log differential intrusion vs. pore size analysis of mBP. (e) Images of Au

solutions after treatment with BP—PG, mBP, BP@PG, and

cBP. (f) Hg porosimetry of RP and mBP. (g) SEM images of produced nanomaterials before and after treatment of EWL, and the Au® species after
recovery. Al-generated nanomaterial image.
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indicated by the more pronounced absorbance of UV-Vis radi-
ation 15 min after dispersion of the nanomaterials (ESI 2e¥).
The very high dispersibility of BP-PG in aqueous environments
is due to the high incorporation of the hydrophilic PG com-
ponent into the nanohybrid in comparison to BP@PG, as
revealed by thermogravimetric analysis (TGA) (Fig. 2m), as well
as the negative surface charge (Fig. 2k). As indicated by the
TGA data, ~30% of the total weight of BP-PG is attributed to
the PG component, as compared to only ~10% for BP@PG.
The high incorporation of both components, BP and PG
(Fig. 2m), a solid material with a polymer, can be easily
achieved mechanochemically, whereas the solvent-based
approach fails to yield a nanohybrid with a balanced w/w ratio
of the components. In the case of Au™ conversion to AuNP,
the high degree of BP leads to high recovery capacity, whereas
the high degree of PG leads to more AuNP stabilization. The
advanced nanohybrid properties of BP-PG compared to
BP@PG indicates a material that is highly functionalized,
resulting in a robust incorporation of its components. This
leads to a more homogeneous architecture with a uniform dis-
tribution of both BP and PG elements. Such a structure prom-
ises superior performance in applications that leverage the
unique properties of both BP and PG, enhancing efficiency
and effectiveness across a wide range of uses.

Selective reduction of gold ions to gold nanoparticles using
BP-PG

As already mentioned, BP nanomaterials have recently been
explored for their ability to selectively interact with certain
metal ions in solution, such as Au™, and to reduce them to
zero-valent solids that precipitate out of solution.'®*>*$3% Bp-
PG’s ability to selectively recover Au™ in the form of AuNPs
was tested against a simulated EWL (Fig. 4a) and was analyzed
via scanning electron microscopy (SEM, Fig. 4b and c), atomic
absorption spectroscopy (AAS, Fig. 4d), ultraviolet-visible spec-
troscopy (UV-Vis, Fig. 4g), and XPS (Fig. 4h).

BP-PG’s selectivity towards metals most found in EWL was
tested (Fig. 4d), specifically Au™, Fe™, Cu™, Ni", Zn", and Cr™,
in acidic solutions (pH 1.0) as commonly derived from elec-
tronic waste. To concentrated metal chloride and nitrate solu-
tions (0.5 mg mL™" of each), BP-PG was added (1 mg mL™")
and the mixtures were treated for 30 minutes before letting the
nanoparticles sediment over 30 minutes, in which the super-
natants were collected and analyzed by AAS. None of the
metals apart from gold were reduced by BP-PG (Fig. 4d). To
gain a mechanistic insight into the interaction between BP-PG
and these metals, a cyclic voltammogram (CV) of a BP-PG dis-
persion was obtained (Fig. 4f) that reveals an irreversible oxi-
dation of the phosphorus component from P° to P** and P>,
which are finally converted to H;PO,, indicated by the peak at
+630.4 mV vs. Ag/AgCl (or 835.4 vs. standard hydrogen elec-
trode (SHE)).*>*"®> As the reduction potential of [AuCl,]” to
zero-valent Au® is +1002 mV vs. SHE, which is higher than the
work function of BP-PG (+835.0 mV vs. SHE), an electron
transfer from BP-PG to [AuCly]” can occur spontaneously
without the need of external energy/activation.'*'*>° On the
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other hand, all other metal ions have work functions lower
than that of BP-PG (Fig. 4e).®* Therefore, an interaction
between BP-PG and [AuCly]” leads to the formation of the
redox pair BP-PG/AuCIl*~, where the BP-PG reduces the metal
cation to the zero-valent state, thereby oxidizing the BP com-
ponent of BP-PG. After treatment of EWL with BP-PG, the
zero-valent gold is reduced onto BP-PG in the form of nano-
particles. The gold-loaded nanohybrid (AuNP@BP-PG, Fig. 4b
and 52) can sediment from the mixture within a short amount
of time (<1 hour), which allows the transfer of the gold-free
EWL to waste-water treatment. To recover the AuNPs from
AuNP@BP-PG, the BP component can be oxidized to H;PO,.
This can be done naturally under ambient conditions where
the BP component is oxidized by oxygen or can be done on
demand by using a stronger oxidizing agent such as hydrogen
peroxide (Fig. 4i). In both cases, the degradation of the BP-PG
nanoparticles will release the AuNPs to form a pink-red dis-
persion of gold nanoparticles (Fig. 4i and ESI 6}). SEM images
show mesodisperse gold nanoparticles with a size of ~50 nm
(Fig. 4c, 5d and g). UV-Vis analysis of these dispersions reveals
the characteristic absorbance of gold nanoparticles at
~537 nm (Fig. 4g). High-resolution Au 4f XPS analysis indi-
cates zero-valent Au® species, proving the reduction of Au™ to
AuNP, as well as a small portion of Au' species. Moreover, Cu
2p3/2 XPS analysis indicates adsorption of Cu ions onto the
surface of BP-PG due to the known ability for copper-ions to
interact with BP and oxidize it (ESI 5t), although only in negli-
gible amounts as proven by AAS (Fig. 4d).°* SEM images of the
AuNPs derived from mBP reveal a non-uniform morphology
(Fig. 5g2), which may be a result of the lack of a stabilizing
agent such as PG (Fig. 5b). This implies that composition of
BP-PG is favorable for the formation of spherical mesodis-
perse gold nanoparticles which could be stabilized by the poly-
meric PG component.

Impact of material architecture on Au recovery

Typically, nanomaterials are produced at a high-cost due to the
use of advanced production methodologies that yield materials
with precisely defined and desirable properties.®> However, in
this case, the lower-cost mechanochemical approach leads to
the formation of both a high-quality amorphous BP platform
(mBP) and its subsequent mechanochemical functionali-
zation, that results in a true nanohybrid (BP-PG) that outper-
forms a nanohybrid derived from a solvent-based procedure
(BP@PQG) in interactive applications, as demonstrated by the
enhanced properties discussed above. Moreover, a homo-
geneous distribution of BP and PG within the BP-PG material
should lead to a formation of a high-quality mesodisperse
stabilized AuNPs, which are far more desirable than bulk gold
due to their unique physicochemical properties that enable
advanced applications in electronics, medicine, and
catalysis.®®®”

To validate this, the gold recovery capacity from EWL of
mBP, ¢cBP, BP-PG, BP@PG, BP + PG, and activated carbon (AC)
was assessed (Fig. 5e). As mentioned earlier, mBP was used for
the preparation of BP-PG, BP@PG, and BP + PG to achieve
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comparable results. Specifically, amorphous mBP was com-
pared to its expensive crystalline counterpart ¢cBP, and BP-PG
was compared to its expensive solvent-derived counterpart
BP@PG. This comparison aimed to evaluate the impact of the
materials’ architectures on Au™ reduction. Both mechano-
chemically-derived BP-PG and mBP demonstrated the ability
to reduce gold ions more than 3 times their weight—nearly
triple the capacity of previously reported nanomaterials.'*%773

A significant impact on the quality and the capacity of the
produced Au’® species is determined by the architecture and
distribution of the reducing-agent (BP) and nanoparticle stabi-
lizing polymer (PG) of a recovery platform (Fig. 5a, d, g and ESI
71). Studies have shown that dendritic polyglycerol (dPG) can
be used to stabilize and functionalize AuNPs, that enhances
their dispersibility and stability in aqueous environments. The
hydrophilic nature of polyglycerol improves the uniform distri-
bution of AuNPs, preventing aggregation.’® As the PG com-
ponent in BP-PG is uniformly embedded within the BP com-
ponent (Fig. 5a and g), mesodisperse AuNPs (<100 nm) are
formed (Fig. 5d and g). On the other hand, the PG component
in BP@PG is more separated by covering parts of the BP
surface (Fig. 5a and g), that results in a lower Au recovery
capacity (Fig. 5e). Also, with less PG in BP@PG (Fig. 2m), large
polydisperse AuNPs are formed as shown in Fig. 5d and g.
Without any PG to stabilize AuNPs in amorphous mBP, AuNPs
with various morphologies are formed (Fig. 5g). Crystalline
few-layered c¢BP nanoflakes produce less-desirable large non-
dispersible bulk gold structures (Fig. 5g2). The lower surface
area attributed to a few-layer tightly stacked crystalline struc-
ture consequentially leads to a much lower recovery capacity
by cBP (~1/3) as compared to mBP and BP-PG (Fig. 5e). It is
crucial to highlight that the amorphous structure of the BP
component in mBP, BP-PG, BP@PG, and BP + PG, confirmed
by solid-state NMR spectroscopy (Fig. 2d) and PXRD analysis
(ESI 17), contributes to an increased surface area compared to
the reported exfoliated BP two-dimensional nanoflakes. Thus,
mercury intrusion porosimetry (MIP) measurements reveal a
three-fold increase in the total pore area, or specific surface
area (SSA), after mechanochemical treatment to 8.4 m> g~* for
mBP as compared to 2.7 m> g~ for its precursor, RP (Fig. 5c, f
and ESI 91). Such a substantial SSA is beneficial for appli-
cations that rely on surface interactions, such as ion-reduction,
catalysis, adsorption, and sensor technologies, as a higher SSA
means more surface area is available for these
interactions.”*”® The increased porosity induced by HEPBM is
advantageous for the nucleation and subsequent growth of
gold nanoparticles (AuNPs), as these pores serve as primary
seeding sites facilitating AuNP formation.'*** Moreover, the
average pore diameter for mBP was decreased down to
0.366 pm from 1.03 pm for its RP precursor (Fig. 5f and ESI
9f). These small nanosized pores are favorable for the
reduction of Au™ to small and highly-desirable AuNPs, as
shown in Fig. 5g. Finally, the superior dispersibility of BP-PG,
also attributed to the hydrophilic nature of PG, ensures
uniform nanomaterial distribution in aqueous environments.
This contrasts sharply with mBP’s tendency to agglomerate,
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that reduces its dispersibility and complicating its application
by necessitating additional steps to disperse it in aqueous
systems (Fig. 5b and ESI 87).

Palladium and platinum recovery

With respect to Pd and Pt, UV-Vis analysis of palladium(u)
chloride and hexachloroplatinic acid before and after treat-
ment with BP-PG both indicate interaction between BP-PG
and the dissolved metal ions (ESI 10t). A stronger interaction
seems to take place between Pd" ions and BP-PG than with
Pt" and BP-PG. The reduction potential of Pd" (0.951 V vs.
SHE) is higher than that of BP-PG’s work function (0.835 V vs.
SHE), allowing the formation of the BP-PG/Pd" redox pair. On
the other hand, the reduction potentials of [PtCls]>~ and
[PtCL,)*~ (0.680 V and 0.755 V vs. SHE, respectively) are slightly
lower than BP-PG’s work function. Hi-res XPS analysis of
adsorbed Pt and Pd species suggests that in the case of Pt, Pt"
ion adsorption onto BP-PG is dominant, whereas for Pd,
reduction to Pd° is favored. This is further indicated by UV-Vis
analysis.

Conclusion

Here, we demonstrate that the architecture of a multi-com-
ponent black phosphorus nanohybrid plays a significant role
in its interfacial capabilities. We achieved this by mechano-
chemical preparation of BP-PG in a ball-mill by a combination
of an inorganic solid and an organic hydrophilic polymer, and
showed its superior performance against a solvent-derived
nanomaterial towards the selective reduction of gold ions from
an ionic mixture. BP-PG, featuring an amorphous structure
with high SSA and nanosized pores, can recover AuNPs exceed-
ing 3 times its weight, a recovery capacity almost 3 times
higher than other reported nanomaterials. The recovered Au’
species are mesodisperse <100 nm AuNP’s stabilized by the PG
polymer. Furthermore, we polymerize glycidol, a low-func-
tional liquid epoxide, to polyglycerol mechanochemically. In
order to acquire such a nanohybrid, we utilized PBM for its
ability to continuously generate fresh reactive surfaces through
the peeling and recombination of the nanomaterial’s com-
ponents. This process results in a homogeneous architecture
that is beneficial for interfacial applications, as compared to
solvent-based approaches which generate surface coverage that
hinders contact and the formation of AuNPs. Here, we
observed the importance of addressing a material’s distri-
bution of its functional components for optimizing its per-
formance in interfacial applications, thereby circumventing
the need for expensive additional steps such as fixing the
material onto porous high-surface-area materials like covalent
organic frameworks. Moreover, such a procedure benefits from
being able to generate high energies without the use of high
temperatures, long reaction times, strenuous procedures, toxic
solvents, and dangerous activation agents typically used for
the functionalization of BP. This study underscores the impor-
tance of considering the synthetic approach of a nanohybrid,
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how it affects its architecture, and how that in turn can influ-
ence its performance in applications where surface inter-
actions are important, such as catalysis, adsorption, or ion-
reduction.

Abbreviations

AC Activated carbon
AAS Atomic absorption spectroscopy

AuNP Gold nanoparticle

AuNP@BP-  Gold-loaded black phosphorus-polyglycerol

PG

BP Black phosphorus

BP-PG Black phosphorus-polyglycerol nanohybrid

BP@PG Solvent polyglycerol-functionalized BP
nanoparticles

BPR Ball-to-powder ratio

cBP Crystalline black phosphorus (via CVT)

CVT Chemical vapor transport

Ccv Cyclic voltammetry

DLS Dynamic light scattering

dPG Dendritic polyglycerol

EWL Electronic waste leachate

FT-IR Fourier transform infrared spectroscopy

(HE)PBM (High-energy) planetary ball milling

MIP Mercury intrusion porosimetry

mBP Mechanochemically derived black phosphorus

NMP N-Methyl-2-pyrrolidone

PG Polyglycerol

PXRD Powder X-ray diffraction

RP Red phosphorus

SEM Scanning electron microscopy

SBP Solvothermally derived black phosphorus

SSA Specific surface area

TGA Thermogravimetric analysis

XPS X-ray photoelectron spectroscopy

yAY Zeta potential
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