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Abstract: Even though it is a noble metal, silver will corrode in ambient atmospheres, predominantly
by reacting with sulfur-containing gases such as hydrogen sulfide (H2S) and carbonyl sulfide (OCS)
to form the silver sulfide (Ag2S) acanthite. Other aspects of the environment, such as relative
humidity and the presence of oxidizing species, also play a critical role. With the emergence of silver
nanoparticles for a range of technological and medical applications, there has been a revival of interest
in the corrosion behavior of this important metal. This article reviews the current understanding
of the atmospheric corrosion of silver in both the bulk and nanoparticle forms. Gaps in our current
understanding and areas for future investigation are identified.
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1. Introduction

For centuries, silver metal has played an integral role in human society, where it has
been widely used for tableware, coinage, jewellery, and decorative purposes. Silver is an
outstanding thermal and electrical conductor with high reflectivity, high malleability, and
low tarnishing rates when compared to many other metals. These beneficial properties
mean that silver technology remains relevant today for a diverse range of modern applica-
tions, such as in mirrors, as an electrical contact, as a coating for engine bearings, in brazing
and soldering, and many others [1]. Although silver is one of the more corrosion-resistant
metals, degradation upon exposure to the ambient environment will occur and needs to be
considered as a factor in many applications.

Recently, nanostructured and nanoparticle silver have been identified as the materials
of choice for the new field of plasmonics [2], in which they have diverse applications,
including chemical and bio-sensors, nano-photonic circuitry, tumour therapy, and photo-
catalytic and photovoltaic enhancement [3]. Silver nanoparticles have also been suggested
for applications in catalysis [4]. The large surface area of nanostructured silver means
that the deleterious effects of corrosion can occur rapidly and limit practical applications.
Accordingly, there is an ongoing search for materials with a plasmonic response equivalent
to silver but with superior stability [5,6].

The most widespread use of nanoparticle silver is as an anti-bacterial and sterilizing
agent [7]. In aqueous environments, silver releases Ag+ ions, and the interaction of these ions
with biological thiol groups is linked to antibacterial activity [8,9]. There is a long tradition
of the use of silver and colloidal silver for health-related applications [10,11], but this has
accelerated with the greater need for wide-spectrum antibacterial materials in an era of
increasing antibacterial resistance [12,13]. Silver in nanoparticle form has been demonstrated
to be effective for applications in wound and burn dressings, in fabrics for odour reduction,
in water treatment, and in medical instruments and implants [12,14,15]. However, the
effectiveness observed in in vitro laboratory experiments has not always translated to
improved outcomes in real world applications [13–16]. Furthermore, with their growing use
in a wide variety of antibacterial consumer products, there are concerns about the ecotoxic
effects of silver nanoparticles upon their later release into the environment [12,17].
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Any Ag+ ions released from bulk or nanoparticle silver can also react with other
chemical species in the environment to form other silver-based compounds. These processes
are important for both the effectiveness of the antibacterial products and the eventual fate
of silver nanoparticles in the environment. Alternatively, Ag+ ions can undergo a reduction
reaction back to silver metal, for example, by exposure to light. This last reaction is related to
the processes of photography using conventional film, although it has now been generally
superseded by digital imaging technologies. The release of Ag+ ions can also occur within
the adsorbed water layer found on surfaces in ambient atmospheres. The released ions
may then react with any other dissolved species in this layer, which can include dissolved
atmospheric gases. Thus, relative humidity (RH) is a critical aspect of the corrosion and
tarnishing of silver in air, as it controls the thickness and extent of the surface water layer.

Given the ubiquity of silver and silver nanoparticle applications, understanding the
corrosion processes is important for several reasons.

1. A thorough understanding of the corrosion mechanism can guide materials design
to slow or prevent the corrosion process and expand the options for technological,
medical, practical, or decorative applications.

2. Knowledge about the speed and mechanism of the corrosion of silver nanoparticles
can inform the extent to which we need to be concerned about their ecotoxic effect
upon release to the environment.

3. As both corrosion and antibacterial activity have a common link to the release of
Ag+ ions, understanding the corrosion process can provide insight into antibacterial
effectiveness.

4. An understanding of the corrosion of silver has importance in the conservation and
restoration of historical and cultural objects.

Silver corrosion has been the subject of extensive research over many decades. The
recent interest in new applications using silver in nanostructured forms has reinvigorated
this topic. Investigators studying the degradation of nanoparticle silver may not be familiar
with details of the literature on bulk corrosion, most of which is over 30 years old. Surpris-
ingly, for such a well-known and studied phenomenon, there remain significant questions
yet to be answered. Although there are many commonalities found in the corrosion of
the bulk and nanostructured forms, there are some important distinctions. This review
paper will synthesise and summarise the current knowledge on the atmospheric corrosion
of silver in both bulk and nanoparticle form and will identify important areas requiring
further investigation.

2. Corrosion of Bulk Silver

Anyone who has owned a piece of silver tableware or jewellery will be familiar
with the dark grey or black tarnish that develops over time and must be polished off if the
silverware is to retain its bright lustre. However, as silver is a very soft metal, these everyday
objects are usually made from sterling silver, in which silver has been alloyed with other
metals, most often copper. The corrosion of these other components will be a dominant
contribution to the tarnish [18,19]. Nevertheless, even pure silver will eventually tarnish
when exposed to corroding gas species found in the ambient atmosphere, as illustrated in
Figure 1.

As a noble metal, silver has a low affinity for oxygen, so, in contrast to most metals,
the corrosion product in indoor ambient air is usually not an oxide but is instead the sulfide
Ag2S [20]. Below about 180 ◦C, the stable phase of Ag2S is the orthorhombic acanthite
phase, and this is what is usually observed as the corrosion product. The crystal structure
of acanthite is described in Table 1 and shown in Figure 2. There have been reports of the
cubic argentite structure of Ag2S as well as Ag8S as corrosion products [21–23], but these
are inconsistent with the binary phase diagram and with most other studies.
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Figure 1. Pure silver sheet after exposure to ambient office and laboratory environments for a period 
of a couple of years (left) as compared to a couple of decades (right). 
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Table 1. Crystal structure of acanthite Ag2S [24]. 

Ag2S Space Group: P21/c (14) 
Unit Cell Parameters 
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α = 90° β = 125.48° γ = 90° 

Fractional Atom Coordinates (Wykoff site) 
Ag 0.0438 0.0169 0.3075 (4e) 
Ag 0.6465 0.3213 0.4362 (4e) 
S 0.2612 0.2383 0.1306 (4e) 

 
Figure 2. Crystal structure of acanthite Ag2S. Image generated using VESTA 3 [25]. 
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Table 1. Crystal structure of acanthite Ag2S [24].

Ag2S Space Group: P21/c (14)

Unit Cell Parameters
a = 4.231 Å b = 6.93 Å c = 9.526 Å

α = 90◦ β = 125.48◦ γ = 90◦

Fractional Atom Coordinates (Wykoff site)
Ag 0.0438 0.0169 0.3075 (4e)
Ag 0.6465 0.3213 0.4362 (4e)
S 0.2612 0.2383 0.1306 (4e)

The corrosion in outdoor environments is more complex, with a greater variety of
products observed, including chlorides, sulfides, sulfates, oxides, and carbonates, depend-
ing on the location [26–28]. As some of these corrosion products have high solubility,
whether they will be retained and observed will depend on the exposure conditions. The
formation of AgCl has been associated with the presence of chloride-containing species,
particularly NaCl, and is usually the dominant corrosion product outdoors [22,28–31].
Ultraviolet (UV) light, ozone, and RH have been found to play a role in the corrosion to
AgCl [32,33]. As most applications of silver are intended for indoor use, the question of
outdoor corrosion has not received as much attention in the literature, as has been the case
for some other metals.
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Indoor corrosion is usually attributed to a rapid reaction with atmospheric H2S,
although carbonyl sulfide (OCS) has also been identified as being involved [34,35]. It is
believed that the OCS molecule is first hydrolysed to H2S, so in both cases, it is the HS−

ion species involved in the conversion to Ag2S [36]. The presence of SO2 has a much
slower effect on silver tarnishing [34,37–39]. Corrosion by organic sulfur species has been
observed, and this occurred more rapidly in the presence of light [40]. Most studies have
demonstrated that RH plays a critical role in corrosion rates [37,39,41,42]. Silver corrosion
ceases when samples are transferred to a dry nitrogen environment [43]. However, at least
one study did not observe a dependence on RH [38]. As silver carbonate is highly soluble,
the role of atmospheric CO2 is expected to be to a small decrease in the pH of the surface
aqueous layer [36].

Even though the corrosion product is not an oxide, corrosion is enhanced by the pres-
ence of an oxidising agent such as ozone, NO2 or Cl2 [38,44,45], or even aerial oxygen [46].
It is believed that the role of these species is to promote the dissolution of the bulk silver.
In a similar way, the intentional sulfidation of silver immersed in a Na2S solution was
prevented when the dissolved oxygen was purged from the solution [41]. Silver oxides can
be produced in conditions with high ozone concentrations significantly exceeding typical
atmospheric concentrations [43].

One of the major challenges of studying the atmospheric corrosion of silver in any
systematic or quantitative fashion is that natural concentrations of the corroding gases are
very low and vary significantly depending on the local environment. This difficulty was
identified in the earliest studies of silver corrosion, where considerable variation in the
corrosion rate between samples placed in different locations was observed [44]. Natural
H2S concentrations in unpolluted areas may be as low as 0.02 ppb but can reach as high
as 30 ppb in particularly adverse conditions [37,45]. Indoor concentrations of H2S and
other reduced sulfur gases have been reported to be around 0.14–0.71 ppb [47]. In museum
environments, concentrations of between 0.086–0.6 ppb for H2S and 0.40–0.85 ppb for
OCS have been measured [48]. The H2S concentration in intestinal gas is 1–4 ppm, and
in exhaled breath, it can range from 1–100 ppb [45], meaning that the presence of the
experimenter themselves and other nearby individuals have the potential to influence the
outcome of the experiment. Similarly, whether any sulfur producing materials are stored
in the laboratory, as well as the nature of nearby industries and ecological or geological
systems, will also influence the outcome. Measuring the atmospheric composition for such
low concentrations of the corroding gases is not straightforward.

Many of the studies in the literature are performed in ambient conditions in a natural
or laboratory environment where the corroding gas concentrations are neither measured,
controlled, nor reported. RH, light, and NO2 concentrations can also influence the corro-
sion rate, and these are often not controlled or reported in ambient environments. The
disadvantage of studying corrosion in these ambient environments is the lack of system-
atic control, which may explain the discrepancies observed by different researchers. This
difficulty suggests the need for controlled environments. However, producing controlled
concentrations at such low values (sub ppb) is exceedingly difficult. When the corroding
gas concentrations have been controlled and reported in the literature, they are at concen-
trations significantly higher than those found naturally, such that accelerated corrosion
occurs. The conditions of accelerated corrosion may not be representative of what occurs
in ambient environments. These challenges of studying atmospheric corrosion processes
are not unique to the study of silver corrosion [49] but are exacerbated by the very low
concentrations of H2S that are usually responsible for silver corrosion.

One of the few quantitative investigations of the growth rate of the corrosion layer
on a silver surface exposed to laboratory air (of <0.2 ppb H2S) showed an initial growth
rate of about 0.1 nm/h for the first couple of hours, slowing to an average growth of
about 0.4 nm/day during the first week of exposure and slowing even further to about
0.15 nm/day after longer periods (15–60 days). Highlighting the sensitivity to the details of
the local environment, it was observed that the growth rate was found to vary depending
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on the number of people present in the laboratory (e.g., during the day versus the night) and
in which room the samples were located [42]. These values contrast to a much higher rate of
corrosion of approximately 2.5 nm per day, previously observed in a kitchen environment
where, presumably, higher H2S concentrations might be expected [44].

The surface reaction rate is very fast, and corrosion rates are expected to be limited by
the mass transfer of H2S to the surface at typical H2S concentrations and RH levels [50].
The corrosion layer forms rapidly and then shows a saturation-like behaviour, and it was
suggested that the rate-limiting step in the early stage is the diffusion of the gases to the
surface and in the later stage it is the diffusion of silver to the surface of the corroded
layer [35]. The role of RH is to provide an adsorbed layer of water on the surface, which
acts as a medium for the disassociation of atmospheric gases and for the dissolution of
solid silver into Ag+ ions. The dissolution rate of silver, and thus the corrosion rate, will
also be influenced by the precise chemical make-up of the adsorbed water layer, which
itself is influenced by the presence of species other than H2S in the environment. This
complex interplay between H2S concentrations, RH, and the presence of oxidising species
in the environment may account for some of the discrepancies between observations in
the literature.

The corrosion product forms as a discontinuous layer of particles, and the particles
increase in size but not in density over time [42]. The particulate nature of the corrosion
product can be seen in Figure 3, which shows electron microscopy images of the corrosion
layer formed after many years of exposure to ambient air. In accelerated corrosion environ-
ments, needle-like structures of Ag2S have been observed to form instead [40,51]. Corrosion
occurs more rapidly on surface steps and edges and at the intersection of defects with the
surface, such as stacking faults and dislocations [22,52,53]. It has also been observed that
corrosion occurs more easily on (100) surfaces than (111) surfaces [54]. These results can be
understood by recognising the higher reactivity and greater likelihood for Ag+ ion release
for sites with a lower coordination number.
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In addition to the formation of Ag2S as a corrosion product on bulk silver, there
have been reports of the formation of secondary metallic silver particles. This has been
observed to occur when bulk silver objects are in contact with another surface in humid
conditions and was extremely rapid when a water droplet was present and was allowed
to evaporate [55]. The formation of metallic silver particles as a corrosion product on
a silver surface has also been observed in environments where ozone and UV light are
present [29]. These observations can be understood as resulting from the release of Ag+

ions into the adsorbed water layer, followed by reduction back to metallic silver before the
reaction to form Ag2S can occur. As will be discussed later, this process is also important
for understanding the corrosion of nanoparticle silver.

3. Corrosion of Nanoparticle Silver

Although bulk silver has antibacterial properties, the release of Ag+ ions is relatively
slow, so whilst it might have historically found application for its medical and sterilizing
properties [10], in modern times, attention has switched to other forms. At the other
extreme, ionic silver compounds used in medicine, such as silver nitrate and silver sulfa-
diazine, release a high load of Ag+ ions on application, but the rapid reactions with other
species in the environment mean that this antibacterial load of Ag+ ions is not sustained.
The advantage of silver in the form of nanoparticles is that it acts as a reservoir for the
steady and controlled release of Ag+ ions in sufficient quantities to be an effective antibacte-
rial agent [56]. Their relatively high surface area, where lowered coordination for the silver
atoms is found, accounts for the enhanced Ag+ release and antibacterial activity of silver
nanoparticles when compared to bulk silver. Correspondingly, we would expect a strongly
enhanced corrosion rate for silver nanoparticles when compared to bulk silver, which is
indeed the case.

Silver nanoparticles are most commonly prepared by solution phase synthesis, mean-
ing the resultant product is a nanoparticle suspension in water or other solvent [52]. The
solution may include surfactants or capping agents. Such suspensions can usually be
stored for many months or even years [53], but as soon as the nanoparticles are exposed
to atmosphere, by depositing on a substrate for example, they will rapidly corrode. Silver
nanoparticles can also be prepared by electron or ion beam lithography techniques, and
these will corrode very rapidly after synthesis unless stored in an inert environment [57].

The first published study of the corrosion of silver nanoparticles showed that degra-
dation was observed within hours of exposure to laboratory air [57]. The corrosion was
detected and monitored by the shift in the surface plasmon response. The presence of sulfur
in the corrosion product was confirmed, and the corrosion rate increased with increasing
RH. A later study on a similar nanoparticle array confirmed the degradation to a sulfur-
containing product in laboratory air and that corrosion did not occur for nanoparticles
stored in a vacuum [58]. The images presented of the corrosion product indicated they
have a particulate appearance, similar to that seen in bulk corrosion.

Around the same time, detailed imaging and analysis of silver particles fabricated us-
ing solution phase synthesis and then exposed to laboratory air was able to unambiguously
identify the final corrosion product as Ag2S [59]. The corrosion product initially formed
as new particles located around the fabricated particles, evolving to an inhomogeneous
shell at longer times. Silver nanoparticles corroding to a sulfur-containing product with a
particulate nature, where particles are found attached to and in the vicinity of the original
nanoparticles, is a consistent result observed in the literature [60–65]. How closely the
corrosion products are associated with the parent nanoparticle is dependent on the RH; a
high RH allows for released Ag+ ions to migrate further over the substrate [62]. Typical mor-
phologies for the corrosion products are shown in Figure 4. More rapid corrosion of long
nanowires when compared to more regular nanoparticles was assumed to be connected to
the greater number of crystalline defects in the former [59].
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There are some studies of the corrosion of silver nanoparticles where an a priori
assumption was made that the corrosion product was an oxide and the possibility of Ag2S
as an explanation for the observed results do not appear to have been considered [66–69].
The oxidation of nanoparticles can be promoted using ozone concentrations greater than
normal atmospheric levels [70].

An important insight into the role of the adsorbed water layer on the mechanism for
corrosion of silver nanoparticles was provided by the work of Glover et al. [55], where
the formation of a large number of secondary particles appeared when the samples were
exposed to laboratory air at high RH but not at low RH. They identified the newly formed
particles as secondary silver nanoparticles and did not detect the presence of sulfur, in
contrast to earlier studies. It is not certain whether this is because the sulfur was below the
detection limit of their methods or because their laboratory atmosphere was particularly
low in H2S and OCS. There are some indications in their images of the distinctive bimodal
morphology (e.g., see Figure 4c,d) which are indicative of secondary silver nanoparticles
corroding to Ag2S [62,63]. They also found that exposure to light rapidly increased the
corrosion rate. The work of Glover et al. [55] suggests that the formation of secondary silver
nanoparticles, as an intermediary for the transformation to Ag2S, is an important aspect of
the mechanism of both bulk and nanoparticle corrosion.
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Many studies have investigated the behaviour of silver nanoparticles in solution, and
because corrosion in atmosphere is mediated by the adsorbed water layer, these studies can
assist with understanding atmospheric corrosion as well. It was shown that the dissolution
of silver nanoparticles in solution to Ag+ required both H+ and dissolved O2 [71]. Hence,
even though silver corrodes to a sulfide, not an oxide, storing samples in an oxygen-free
environment can slow or prevent corrosion (for both bulk and nanoparticle silver). It
was proposed that there are three forms of Ag in a colloidal solution: Ag0 in the form of
nanoparticles; Ag+ in solution; and Ag+ adsorbed on the surface of the nanoparticles.

Other authors have investigated the intentional sulfidation of nanoparticles using a
solution containing Na2S to convert all or a part of the particles to Ag2S [72–76]. With the
aid of sulfidation experiments in Na2S solutions, Liu et al. proposed that two processes
are possible for the sulfidation of silver nanoparticles: oxidative dissolution of Ag to Ag+

followed by precipitation as Ag2S; or direct conversion to Ag2S, where the former would
dominate at low sulfur concentrations and the latter at high concentrations [41]. As shown
by Yu et al., in a complex aqueous environment, there is a dynamic process involving
the simultaneous release of Ag+ ions, precipitation of new smaller metal nanoparticles,
and reactions with other species present [77]. These observations can be expected to have
parallels in atmospheric corrosion at high RH. There is evidence that the precipitation of
secondary silver nanoparticles occurs for silver nanoparticles in normal atmospheres and
that corrosion of these secondary particles to Ag2S is an important aspect of the corrosion
process [62,63]. Thus, a third possible mechanism can be added: the oxidative dissolution
of Ag to Ag+ followed by precipitation to nanoparticulate Ag, then followed by conversion
to Ag2S.

The high reactivity of silver nanoparticles to H2S and their strong plasmonic response
have led to them being proposed as atmospheric gas sensors by monitoring the change in
the surface plasmon peak intensity with exposure [78]. In contrast to other studies [61,66,79],
these authors didn’t see an effect of RH and oxygen on the reaction rate. However, they
were operating at accelerated corrosion rates (ppm concentrations of H2S), giving credence
to the idea that direct conversion to Ag2S is the corrosion mechanism that dominates at
high exposures, in which case RH and the associated Ag+ ion release might not be expected
to play a significant role.

In a related experiment, a decrease and shift of the surface plasmon peak was mon-
itored, but with exposure to ambient air rather than at elevated H2S concentrations [69].
Exposure to UV light was necessary for the corrosion to continue, and in this case, oxygen
flow did enhance the observed corrosion. The RH was not reported. The changes in the sur-
face plasmon energy were associated with the appearance of secondary particles attached
to and in the vicinity of the exposed nanoparticles. Unfortunately, this is an example of
a silver corrosion study where it was assumed that the corrosion product was an oxide,
and the possibility of a sulfide to explain the observed results does not appear to have
been considered.

On the other hand, oxygen, and not sulfur, was detected in an X-ray photoelectron
spectroscopy (XPS) study of a nanoparticulate thin film of silver after exposure to laboratory
air, except for one sample intentionally exposed to a high S environment (Oates et al., 2013).
However, the composition and RH of the laboratory environment was not reported, and
a low RH can suppress silver corrosion. Furthermore, XPS reports the composition and
valence of the top few atomic layers, and the observations may represent either the adsorbed
oxygen-containing species on the surface or the monolayer of AgO that has been proposed
to be associated with the transformation of silver in aqueous environments (Johnston et al.
2019). Another XPS study on a silver film also observed the presence of oxygen, rather than
sulfur [80], but then assumed the observed corrosion product of silver nanoparticles was an
oxide without performing a direct verification. As the corrosion of nanoparticles to Ag2S is
strongly enhanced when compared to bulk, this assumption may not be warranted, and
the appearance of the corroded nanoparticles resembled those seen for an Ag2S corrosion
product. However, it cannot be excluded that in these two studies, an unusually low
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concentration of H2S and OCS in the ambient air inhibited the formation of Ag2S and a thin
oxide layer was formed instead. Another study of silver nanowire electrodes observed no
degradation in ambient air after two and a half years [81]. These examples highlight some
of the contradictions that exist in the literature when studying corrosion in uncontrolled
and unknown ambient atmospheres.

In keeping with the observations from bulk silver that crystal defects are likely to be
associated with more rapid corrosion, a number of studies have noted that the antibacterial
effectiveness of nanoparticles is enhanced for nanoparticles with more defects [64,82,83]. In
some of these cases, enhanced Ag+ ion release with defected structures was also measured.
Although it has been noted that inhomogeneous corrosion and the higher corrosion of rods
may be associated with defect-enhanced corrosion [59], there has not been any systematic
investigation of the role of defects in nanoparticle corrosion. It should be noted that the
secondary silver nanoparticles produced by the reduction of Ag+ are often polycrystalline
and highly defected when compared to the parent nanoparticle (see Figure 4c,d) and also
appear to be corrode very rapidly.

4. Corrosion in Other Environments

The transformation of silver nanoparticles in biological and ecological systems is of
considerable interest, and there have been many studies of the fate of silver nanoparticles in
relevant environments. As observations in any aqueous environment may have relevance
to atmospheric corrosion at elevated humidity, it is worth describing some of the research
in this area.

In most environments, transformation to Ag2S is observed, as is the case for atmo-
spheric corrosion. For example, antimicrobial silver nanoparticles in a titanium implant
were transformed to Ag2S and located in the newly regenerated bones of rats [84]. The
corrosion of silver nanowires to small particles, identified as containing sulfur, occurred
in human alveolar epithelial cells (in vitro) [85]. These particles were observed within
one hour of exposure, and further decay of the morphology of nanowires occurred up
to seven days later. The particle formation appeared to occur more at the tip of the wire,
and shell-like structures appeared after longer times. It was proposed that the early stages
involved the release and migration of Ag+ ions and re-precipitation as Ag2S and the later
stages involved direct transformation at the surface of the particles. It was suggested the
rapid transformation to Ag2S would limit the toxicity, alleviating concerns regarding the
effect of silver nanoparticle ingestion on human health.

In contrast, X-ray absorption spectroscopy (XAS) of the fate of silver in rat lungs
after an inhalation exposure to silver nanoparticles showed that it partially remained in
the form of metallic silver and also suggested the formation of small, secondary silver
nanoparticles [79]. An examination of silver nanowires incubated in lung lining fluid (LLF)
showed the formation of small secondary nanoparticles and the Ag+ dissolution rates
varied with pH and LLF components [86].

The potential of introducing artefacts due to the sulfidising effects of some cell culture
media have been noted [87]. A comparison of the sulfidation of silver nanowires under
incubation in a variety of cell-culture media showed the formation of Ag2S particles in a
shell-like structure on surface of the wires in short time frames [82]. Similarly, some sample
preparation protocols can enhance the reduction of Ag+ ions back to silver [87].

With the introduction of a variety of consumer products containing antibacterial silver,
there have been a number of studies of silver nanoparticles in sewer and wastewater
treatment plants. The high availability of sulfur-containing materials in these environments
mean that corrosion to Ag2S occurs very readily [83,88–92]. These results may help to
alleviate concerns regarding the potential ecotoxic effects of silver nanoparticles upon
environmental release. With the high sulfur concentrations, the direct transformation
mechanism has been implicated in these environments [90].

A study of commercially available silver containing textiles showed that different
textiles produce different nanoparticle products after washing, and these included AgCl,
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Ag2S, and silver nanoparticles [93–95]. Some of these will have been released directly from
the textile in the process of washing, and others produced from released Ag+ have been
precipitated out from solution during the washing process.

The observations in natural water and soil environments are complex. In a simulated
large-scale freshwater wetland it was found that silver nanoparticles were transformed to
Ag2S and Ag-sulfhydryl compounds, but silver still remained in significant bio-available
quantities after eighteen months [96]. Similarly, it was observed that bioavailable silver
remained for an extended period after spiking soil with uncoated silver nanoparticles [97].
The deployment of silver nanoparticles in freshwater and marine environments showed a
complex behaviour [98] with the fate of the nanoparticles, depending on the location. The
transformation of silver nanoparticles in soil was found to be predominantly to Ag2S under
anaerobic conditions, but they persisted under aerobic conditions [99].

These few examples illustrate that many of the themes for the atmospheric corrosion
of silver also appear in other environments: the high reactivity of silver to sulfur species;
the important role of Ag+ ion release in silver transformation; the formation of secondary
silver nanoparticles under certain conditions; and the challenges in understanding the
corrosion processes in such complex and variable environments.

5. Summary and Areas for Future Research

Silver corrosion in indoor environments, for both bulk and nanoparticle forms, is
dominated by transformations to Ag2S. Although rare, there are a sufficient number of
reports of oxide formation for further investigation into whether an oxide layer can appear
after extended periods in ambient environments with low H2S, OCS, and/or high ozone
concentrations is warranted.

There are three proposed mechanisms for silver corrosion:

1. direct conversion to Ag2S;
2. oxidative dissolution of Ag to Ag+ followed by precipitation as Ag2S; and
3. oxidative dissolution of Ag to Ag+ followed by precipitation as nanoparticulate Ag,

then followed by conversion to Ag2S.

The literature is suggestive that direct conversion predominates at high H2S concentra-
tions, but this has not been systematically studied. The other two mechanisms rely on RH
and the presence of oxidising species to facilitate the release of Ag+ ions. In general, our
understanding what conditions determine which of the three processes occur is not well
developed. Studies of silver corrosion have generally relied on unknown and uncontrolled
ambient environments or have been performed under accelerated corrosion conditions.
In my experience, which has involved studying nanoparticle corrosion in three different
laboratories and two different office environments, it is not possible to obtain consistency
in the corrosion behaviour from uncontrolled ambient environments.

Given that the mechanism may be different at elevated concentrations of corroding
gases, there is a clear need to perform systematic studies of the corrosion behaviour in
controlled atmospheric environments, where the H2S (and/or OCS) concentrations are
similar to those found in ambient environments (between 0 to ~2 ppb). This presents
a considerable technological challenge. The control of H2S concentrations needs to be
coupled with the control of RH, which is thankfully much more straightforward. Ideally,
controlled concentrations of ozone and NO2 would also be investigated to explore the role
of oxidising species and the extent to which aerial oxygen alone can play this role.

A consistent picture in the literature as to whether exposure to light enhances silver
corrosion has not emerged. Some studies indicate enhanced corrosion, and others do not.
The role of UV light is complicated by the different roles that it might play in separate
aspects of the corrosion process. UV light can assist in the generation of oxidising species by
decomposing the associated molecules and therefore increase corrosion rates by enhancing
the release of Ag+ ions. On the other hand, UV light can promote the photoreduction of
Ag+ ions to metallic silver, potentially slowing corrosion rates. A third complicating aspect
is that the secondary nanoparticles produced by photoreduction will be small and possibly
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highly defective and therefore will corrode more quickly than bulk silver or the original
nanoparticle. The role of light illumination and its interplay with oxidising species, H2S
and OCS concentrations and RH is an area that warrants further systematic investigation.

As nanoparticles corrode much more quickly than bulk silver and are readily imaged
and analysed using advanced electron microscopy methods, the corrosion processes in
nanoparticles are more amenable to investigation than is the case for bulk silver. There
is also significant technological interest in nanoparticle corrosion. Furthermore, many of
the themes in silver corrosion are common to both bulk and nanoparticle forms. However,
the appearance of small, secondary silver nanoparticles is a key factor in nanoparticle
corrosion, and there are some indications that it may also occur for bulk silver. Given the
advances that have occurred in imaging and analysis since bulk silver corrosion was first
investigated in earlier decades, there is an argument that the atomistic mechanisms of bulk
silver corrosion should be revisited.

Further analysis of the role of defects such as stacking faults, dislocation, edges, steps,
and grain boundaries using high resolution imaging and analysis would also be valuable.
Finally, the outdoor corrosion of silver has received only limited attention to date and is
another area worthy of more detailed study.
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