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en bubbles forming nanotube
embryos in porous anodic oxides

Tianle Gong,† Chengyuan Li,† Xin Li, Hangyu Yue, Xufei Zhu, * Ziyu Zhao,
Renquan Lv and Junwu Zhu *
Anodic TiO2 nanotubes have been studied widely for two decades

because of their regular tubular structures and extensive applications.

However, the formation mechanism of anodic TiO2 nanotubes

remains unclear, because it is difficult to find convincing evidence for

popular field-assisted dissolution or field-assisted injection theories

and the oxygen bubble model. Here, in a bid to find direct evidence

that oxygen bubbles formnanotube embryos, a newmethod is applied

to handle this challenge. Before nanotube formation, a dense cover

layer was formed to make nanotubes grow more slowly. Many

completely enclosed nanotube embryos formed by oxygen bubbles

were found beneath the dense cover layer for the first time. The

formation of these enclosed and hollow gourd-shaped embryos is

convincing enough to prove that the nanotubes are formed by the

oxygen bubblemold, similar to inflating a football, rather than by field-

assisted dissolution. Based on the ‘oxygen bubble model’ and ionic

current and electronic current theories, the formation and growth

process of nanotube embryos is explained clearly for the first time.

These interesting findings indicate that the ‘oxygen bubble model’ and

ionic current and electronic current theories also apply to anodization

of other metals.
1. Introduction

Porous anodic oxides (TiO2, Al2O3, Fe2O3, Ta2O5, etc.) have
attracted much attention because of their unique nanoscale
ordered structure and wide application.1–8 Although porous
anodic alumina and anodic TiO2 nanotubes have been studied
for decades, the formation mechanism of these porous nano-
scale structures remains controversial.1,9–15 First of all, is there
any connection or difference between the porous structure and
the nanotube structure? There is a main difference in the
porous structure of porous anodic alumina and anodic TiO2
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nanotubes. The nanotube structure is created by oxide forma-
tion and dissolution due to the presence of uoride ions.15 As
a result, a TiF4 layer instead of a TiO2 layer forms at the metal/
oxide interface.15 The solubility of the cell walls in anodizing
electrolyte is the key factor that decides whether the oxide
nanotube structure or porous structure is formed.15 Therefore,
the uoride ions and water play a crucial role in the formation
of nanotubes or porous structure.15 But Huang et al.16 obtained
both the nanotube structure and the porous structure of TiO2 by
anodizing in the exact same NH4F electrolyte.16

Secondly, the formation mechanisms of popular porous
anodic oxides are all developed from the eld-assisted disso-
lution theory of porous anodic alumina. For example, the eld-
assisted reaction of porous anodic alumina is Al2O3 + 6H+ /

2Al3+ + 3H2O.9,10 The eld-assisted reaction of TiO2 nanotubes is
TiO2 + 6F� + 4H+ / [TiF6]

2� + 2H2O.12,15,17 The eld-assisted
reaction of Ta2O5 nanotubes is Ta2O5 + 10H+ + 14F� / 2
[TaF7]

2� + 5H2O.18 The eld-assisted reaction of Fe2O3 nano-
tubes is Fe2O3 + 12F� + 6H+ / 2[FeF6]

3� + 3H2O.19 Although
these reactions have been repeatedly cited to explain the
mechanism of nanopore formation, it has never been reported
that any of these dissolution reactions actually exist.9–12,20On the
contrary, in recent years there have been a number of articles
denying the eld-assisted dissolution reaction.20–23 Skeldon
et al.21 demonstrated that the acid dissolves alumina weakly,21

which could not sustain the growth of the pores. Many
researchers also demonstrated that the dissolution of titanium
oxide by the uoride ion is also weak.22–25 Why is the formation
mechanism of porous anodic oxides still controversial until
now? We believe that the main reason is that the relationship
between the above eld-assisted dissolution reactions and
anodizing current has not been clearly understood.26–29 Why
does the growth rate of nanotubes increase with the increase of
anodizing current in the electrolyte with the same concentra-
tion of the uoride ion?30 The relationship between the eld-
assisted dissolution reaction of the uoride ion and the total
anodizing current has not been explained until now.30–32

Thompson et al.9 clearly pointed out that the above eld-
Nanoscale Adv., 2021, 3, 4659–4668 | 4659
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assisted dissolution reaction is a pure chemical reaction,
independent of the applied electric eld.9 In summary, the
limitation of the above eld-assisted dissolution reaction is that
the physical meaning of electric eld is not clear. How the
electric eld acts on the above dissolution reaction to assist the
growth of nanotubes is also vague.1,10–15,33–35

The third controversy is about the two modes in which
nanotubes grow, whether they grow in the “top-down digging
mode” on the surface of the oxide lm or in the “bottom-up ow
mode” around the oxygen bubble under the oxide lm.1,10–12 It is
well known that the three traditional theories of eld-assisted
dissolution, eld-induced injection, oxide growth and dissolu-
tion equilibrium suggest that the growth of nanopores is in
accordance with the “top-down digging mode”.33–42 However,
the oxide viscous ow model and the ‘oxygen bubble model’
suggest that nanopores grow from the bottom to the top.26,43,44

The ionic current causes the barrier oxide layer to grow upward
around the oxygen bubble mold, creating the nanotube
walls.45–50

Garcia-Vergara et al.43 concluded that the viscous ow model
and eld-assisted dissolution theories are completely opposite
in the way of the pore or nanotube formation.43 However, there
is little direct evidence on whether nanotube embryos are
formed by eld-assisted dissolution or by the ‘oxygen bubble
model’. Herein, a new approach was used to study the forma-
tion mechanism of nanotubes in order to identify whether the
nanotubes originated from eld-assisted dissolution or the
oxide ow around the oxygen bubble mold. The substrate is
rstly anodized in uoride-free electrolyte to obtain a pre-
formed dense cover layer. The second layer is anodized in
uoride-containing electrolyte to form the nanotubes. In this
way, the preformed dense cover layer can work as a barrier to
the inltration of the electrolyte, which could eliminate the
inuence of eld-assisted dissolution. Also, it is hard for the
oxygen bubbles to be released from the lm surface. The pre-
formed dense cover layer makes it easier to see the structure of
TiO2 nanotube embryos from the FESEM images. It can work as
direct evidence to verify the ‘oxygen bubble model’. Porous or
nanotube embryos are also found in anodization of Al and Zr.
Based on ionic current and electronic current theories, the
formation of porous or nanotube embryos is given a new
explanation.
2. Experimental details

The experiment is divided into four parts. The details are pre-
sented as follows.
2.1. Part 1: the normal anodization process of Ti (no TiO2

nanotube embryos)

Titanium foil (100 mm thick, purity 99.5%) was cut into 1.0 cm�
6.0 cm pieces. Before anodization, they were polished with
a mixed solution of HF, HNO3 and deionized water (1 : 1 : 2 by
volume) for 15 s. The samples were then rinsed thoroughly with
deionized water and dried in air. The titanium foil was the
anode and a graphite plate served as the cathode. The
4660 | Nanoscale Adv., 2021, 3, 4659–4668
anodization area was kept at 1.0 cm � 2.0 cm � 2 sides. The
titanium foil was anodized in ethylene glycol electrolyte con-
taining 0.5 wt% NH4F, 2 wt% H2O and 2 wt% H3PO4 at constant
50 V. The anodizing times were 30 s, 60 s and 500 s. In Part 1,
there were no TiO2 nanotube embryos seen. Only anodic TiO2

nanotubes could be seen from the FESEM images.

2.2. Part 2: the two-step anodization process of Ti (the dense
cover layer and TiO2 nanotube embryos)

The cutting and polishing process is the same as that in Part 1.
During the anodization, the titanium foil was the anode and
a graphite plate served as the cathode. The anodization area was
kept at 1.0 cm � 2.0 cm � 2 sides.

The rst step of anodization was conducted in ethylene
glycol electrolyte containing 5 wt% H3PO4 at 60 V for 300 s in
order to form the dense cover layer. The second step of anod-
ization was conducted in ethylene glycol electrolyte containing
0.5 wt% NH4F, 2 wt% H2O and 2 wt% H3PO4 at 70 V for 200 s
and 300 s to form the TiO2 nanotube embryos under the dense
cover layer.

2.3. Part 3: the two-step anodization process of Al (the dense
cover layer and porous anodic alumina embryos)

The aluminum sheets (0.2 mm thick, purity 99.99%) were cut
into 1.0 cm � 6.0 cm pieces. Then, the aluminum sheets were
dipped into aqueous solution containing 6 wt% H3PO4 at 40 �C
for 30 minutes for polishing. Aer that, the samples were rinsed
thoroughly with deionized water and dried in air. The
aluminum sheet served as the anode and a graphite plate was
employed as the cathode. The anodization area was kept at 1.0
cm � 2.0 cm � 2 sides. The rst step of anodization was con-
ducted in aqueous solution containing 10 wt% ammonium
hypophosphite at constant 40 V for 300 s to form the dense
cover layer. The second step of anodization was then conducted
in aqueous solution containing 6 wt% H3PO4 at 70 V for 200 s
and 300 s to form the porous anodic alumina embryos under
the dense cover layer.

2.4. Part 4: the normal anodization process of Zr (ZrO2

nanotube embryos)

Zirconium foil (100 mm thick, purity 99.5%) was cut into 1.0 cm
� 6.0 cm pieces. Before anodization, they were polished with
a mixed solution of HF, HNO3 and deionized water (1 : 1 : 2 by
volume) for 5 s. The samples were then rinsed thoroughly with
deionized water and dried in air. The zirconium foil was the
anode and a graphite plate served as the cathode. The anod-
ization area was kept at 1.0 cm � 2.0 cm � 2 sides. The zirco-
nium foil was anodized in ethylene glycol electrolyte containing
0.5 wt% NH4F, 2 wt%H2O and 2 wt%H3PO4 at constant 30 V for
600 s. As a result of the special structure of ZrO2 nanotubes,
ZrO2 nanotube embryos were also seen in Part 4.

2.5. Extra details of part 1, 2, 3 and 4

The anodizing temperature was maintained at 15 �C via water
bath cooling. The current–time curves of all the samples were
© 2021 The Author(s). Published by the Royal Society of Chemistry
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recorded using a computer system. Aer anodization, all the
samples (Ti, Al, Zr) were rstly soaked in plenty of deionized
water for an hour. Then they were rinsed using deionized water
and dried in air to remove the solute remaining on the surface
of the oxide lm. Finally, to see the cross-sections of the oxide
lm on the substrate, the samples were bent into a U shape. A
lot of cracks were caused to observe the nanotube embryos
clearly. All the samples were characterized by FESEM (Zeiss
Supra 55).
3. Results and discussion
3.1 The normal anodization process of Ti (no TiO2 nanotube
embryos)

Fig. 1a–c, show the FESEM images of the anodic oxide lm of Ti
anodized for 30 s, 60 s and 500 s. Fig. 1d shows the corre-
sponding current–time curve (500 s) in Part 1. When Ti was
anodized for 30 s, no TiO2 nanotube embryos could be seen
from the images and there were some little holes on the surface
of the oxide lm (Fig. 1a). However, when the anodizing time
reached 60 s, the cross section of nanopores can be seen clearly
(Fig. 1b). At the same time, the corresponding pits of nanopores
are le on the Ti substrate (Fig. 1b). Fig. 1c shows a clear picture
of the nanotubes anodized for 500 s. The pits on the Ti substrate
at the bottom of the nanotubes are clearly visible. From the
FESEM images of Fig. 1, it is hard to directly decide if the anodic
TiO2 nanotubes originated from the eld-assisted dissolution or
the ‘oxygen bubble model’.

The curve of Fig. 1d displays three typical stages as re-
ported.23,30,47 Herein, we give the explanation of three stages
based on eld-assisted dissolution theory and the oxygen
bubble model, respectively. According to the “top-down digging
mode” of the eld-assisted dissolution theory,1 oxide is grown at
Fig. 1 FESEM images of anodic TiO2 nanotubes anodized for (a) 30 s; (b

© 2021 The Author(s). Published by the Royal Society of Chemistry
both the electrolyte/oxide interface and the Ti/oxide interface in
the stage (I) in Fig. 1d. Both interfaces grow oxides at the same
time, so the thickness of the oxide lm increases rapidly.
Therefore, the total anodizing current also decreases rapidly to
the lowest point and enters stage (II).51–53 In stage (II), the eld-
assisted dissolution reaction leads to digging into nanotube
embryos. The overall thickness of the oxide lm becomes thin at
the dissolved site (the surface hole on the oxide lm in Fig. 1a
and b). As a result, the anodizing current increased again in
stage (II). In stage (III), aer the formation of the nanotube
embryos, the electrolyte enters the bottom of the nanotubes.
The oxide growth at the bottom of the nanotubes occurs only at
the Ti/oxide interface. At the electrolyte/oxide interface, only the
eld-assisted reaction occurs at the bottom of the nanotube,
causing the pores to grow downward in the “top-down digging
mode”.

There are many limitations of eld-assisted dissolution
theory in explaining the formation process of nanotubes. For
example, in stage (I), the oxide growth occurs at both interfaces.
However, in stage (III), the growth of oxide only occurs at the Ti/
oxide interface. Also, the oxide lm formed in stage (I) is
a complete whole (Fig. 1a). According to the “top-down digging
mode” of eld-assisted dissolution theory, it is impossible to
form independent nanotubes in Fig. 1c. The gap between
nanotubes cannot be explained according to eld-assisted
dissolution theory.34 Also, the eld-assisted dissolution reaction
was denied by the ow model of the porous anodic lm.51 It has
been conrmed that equilibrium between oxide growth and
dissolution is impossible.10,19

However, based on ionic current and electronic current
theories31,52,54–58 and the ‘oxygen bubble model’,24,59–62 the three
typical stages in Fig. 1d can be given a clear explanation.

The following formulas can be dened:27,29,54
) 60 s; (c) 500 s and (d) the corresponding current–time curve.

Nanoscale Adv., 2021, 3, 4659–4668 | 4661
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Jion ¼ A exp(bE) ¼ A exp(bU/d) (1)

Je ¼ J0 exp(ad) (2)

Jtotal ¼ Je + Jion (3)

In these three formulas, Jion is the ionic current, Je is the elec-
tronic current, Jtotal is the total current during the anodization,
and J0 is the primary electronic current.54 a is the impact ioni-
zation coefficient of the avalanche. b and A are temperature
dependent constants. E is the electric eld strength, U is the
applied voltage and d is the thickness of the barrier oxide layer.
From the above formula, it can be seen that the electronic
current decreases with the increase of oxide thickness. During
the anodization process, it is surprising that the electronic
current does increase with increase of oxide thickness.

In stage (I), the oxide lm is formed rapidly with Jtotal
decreasing dramatically. The driving force of the oxide growth is
the ionic current. The new oxide grows at both the metal/oxide
interface and the electrolyte/oxide interface.20 At this stage, Jtotal
is almost equal to the ionic current. The oxide lm which is near
the electrolyte will become an anion contaminated layer and the
one which is near the Ti substrate will become a barrier oxide
layer.27,29,54 The ionic current decreases and the thickness of the
barrier oxide layer becomes larger; according to Je ¼ J0 exp(ad),
the magnitude of the electronic current becomes larger. When
the barrier oxide layer reaches the critical thickness so as to the
large amounts of electronic current generation. Then the
process entered the stage (Ⅱ). Therefore, stage (I) in Fig. 1d is
dominated by the ionic current, and the lowest current (6 mA) is
the ionic current in the subsequent anodization process.

In stage (II), Jtotal starts to climb because of the increase of
the electronic current and oxygen bubbles start to release
between the interface of the anion contaminated layer and the
barrier oxide layer.16,63 Under the pressure of the anion
contaminated layer and the electrolyte, oxygen bubbles are not
able to release from the surface at once. Thus, oxygen bubbles
serve as a mold. The viscous ow of oxide grows around oxygen
bubbles, leading to the formation of TiO2 nanotube embryos.
An appropriate ionic current is used to form new oxide around
the growing oxygen bubbles and the sufficient electronic
current causes the expansion of oxygen bubbles. Eventually,
oxygen bubbles break through the overlying anion contami-
nated layer and evolve from the surface.16,63 In stage (II), the
increasing current is the electronic current (about 5 mA).

In stage (III), oxygen bubbles evolve from the bottom of the
nanotubes and the electrolyte reaches the bottom of the nano-
tube. The ionic current and the electronic current are deter-
mined by the thickness of the barrier oxide layer. As a result of
the constant thickness of the barrier oxide layer at the bottom of
the nanotubes, the ionic current and the electronic current
remain stable, at 6 mA and 5 mA in stage (III), respectively. The
constant ionic current maintains oxide growth and the constant
electronic current maintains oxygen evolution. The newly grown
oxide promotes the upward growth of the tube wall in a viscous
ow pattern around the oxygen bubble mold at the bottom of
the nanotube.
4662 | Nanoscale Adv., 2021, 3, 4659–4668
3.2 TiO2 nanotube embryos obtained under the preformed
dense cover layer

In order to verify that the formation of nanotube embryos is not
directly related to the surface dissolution reaction of uorine
ions, we designed two-step anodic oxidation experiments (Part
2). In the rst step, the substrate is rstly anodized in uoride-
free electrolyte to obtain a preformed dense cover layer. The
second layer is anodized in uoride-containing electrolyte to
form the nanotubes. As a result, we nd countless nanotube
embryos formed by oxygen bubbles under the complete dense
cover layer.

Fig. 2a shows the FESEM images of the dense cover layer. In
the uoride-free electrolyte, there is hardly any electronic
current, so only the dense lm without holes can be formed.
Thus, the dense cover layer can work as a barrier to the invasion
of the electrolyte. Fig. 2b shows the TiO2 nanotube embryos,
which are formed in the second anodization, under the warped
dense cover layer. The warping of the dense cover layer is caused
by articial bending in order to see the TiO2 nanotube embryos
more clearly. It can be speculated that there are TiO2 nanotube
embryos under the unwarped dense cover layer. According to
eld-assisted dissolution theory, the formation of anodic TiO2

nanotubes is a result of the eld-assisted dissolution of the
oxide.12 Obviously, the experimental results take the opposite
position: with the preformed dense cover layer, it is impossible
for the electrolyte containing uoride ions to dig, thus forming
the TiO2 nanotube embryos. This result therefore puts eld-
assisted dissolution theory into question.

According to ionic current and electronic current theo-
ries,31,52,54–58 the formation of anodic TiO2 nanotubes is a result
of the oxide ow around the oxygen bubble. Zhou et al.20 sug-
gested that when the growth of oxide exceeded the rate of the
evolution of oxygen bubbles, the viscous ow of oxide around
the oxygen bubbles led to the formation of the nanotube
embryos.20 Experiencing a short time of anodization, oxygen
bubbles which grow between the interface of the barrier oxide
layer and the anion contaminated layer have not yet evolved
from the surface. Therefore, TiO2 nanotube embryos, which are
shaped like a bottle gourd, are formed according to the ‘oxygen
bubble model’.

Fig. 3 shows the FESEM images of TiO2 nanotube embryos.
Fig. 3a shows TiO2 nanotube embryos under the surface of the
dense cover layer. There is no pore on the surface of the dense
cover layer, but the nanotube embryos can be seen from the big
cracks. Originally a complete dense cover layer covered the top
of the nanotube embryo. In order to see the TiO2 nanotube
embryos below the dense cover layer, the samples were sub-
jected to articial destruction during the FESEM sample prep-
aration. The microstructures of TiO2 nanotube embryos viewed
from the side in Fig. 3b show that the TiO2 nanotube embryos
under the dense cover layer are almost all sealed, which means
that it is hard for the electrolyte to dig into them to cause eld-
assisted dissolution. The morphology of the warped dense cover
layer in Fig. 3c is similar to that in Fig. 2a. It can be reckoned
that there are TiO2 nanotube embryos under the unwarped
© 2021 The Author(s). Published by the Royal Society of Chemistry

http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d1na00389e


Fig. 2 FESEM images of (a) the TiO2 dense cover layer formed by the first anodization; (b) the TiO2 nanotube embryos under the artificial warped
dense cover layer.
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dense cover layer, which eld-assisted dissolution theory
cannot explain.

Fig. 3d is a local magnication diagram of sealed nanotube
embryos in Fig. 3c. Fig. 3d shows that most of the TiO2 nano-
tube embryos are sealed. That is to say, no corrosive electrolyte
enters these sealed TiO2 nanotube embryos and eld-assisted
dissolution cannot occur within the TiO2 nanotube embryos.
Therefore, these TiO2 nanotube embryos are not formed by the
eld-assisted dissolution. We propose that the oxide ow
around the oxygen bubbles forms the TiO2 nanotube
embryos.24,60 The ‘oxygen bubble model’ suggests that the
electronic current leads to the expansion of oxygen bubbles and
TiO2 nanotube embryos are formed with the growth of the oxide
ow around oxygen bubbles in the “bottom-up ow mode”.
These hollow sealed TiO2 nanotube embryos are seen more
clearly in Fig. 4.

Fig. 4 shows the FESEM images of TiO2 nanotube embryos
and cavities in the dense cover layer. There was a clear spherical
bottom morphology of the TiO2 nanotube embryos as seen in
Fig. 4a, which signicantly deviates from the expectation of
Fig. 3 FESEM images of TiO2 nanotube embryos under the artificial war

© 2021 The Author(s). Published by the Royal Society of Chemistry
eld-assisted dissolution theory. The dissolution of the elec-
trolyte should be random and the bottom morphology of TiO2

nanotube embryos cannot be the same. Also, the hemispherical
pits on the substrate of Ti aer articial warping of TiO2

nanotube embryos in Fig. 4b also puts the eld-assisted disso-
lution theory into question. The “top-down digging mode” of
dissolution cannot form the hemispherical pits on the substrate
of Ti. Fig. 4c shows that the inside of the TiO2 nanotube
embryos is hollow. These facts indicate that the formation of
gourd-shaped TiO2 nanotube embryos results from the oxide
ow around the oxygen bubbles.24,60

Also, Fig. 4c shows that the growth rate of nanotube embryos
in the same sample is different. There are clear nanotube
embryos on the le of Fig. 4c. However, cavities formed by
oxygen bubbles can be seen on the right of Fig. 4c. These cavi-
ties are formed by the expansion of oxygen bubbles. Fig. 4d
shows the cavities which have not formed the gourd-shaped
nanotube embryos in the dense cover layer in the same sample.
There is no crack on the surface of the dense cover layer.
However, some cavities are observed in the dense cover layer in
ped dense cover layer.
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Fig. 4 FESEM images of the coexistence of the dense cover layer and gourd-shaped TiO2 nanotube embryos.
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Fig. 4d. These cavities, hidden in the dense cover layer, are
obviously not the result of the “top-down digging mode” of the
eld-assisted dissolution. According to the ‘oxygen bubble
model’ and ionic current and electronic current theories, the
barrier oxide layer grows to the critical thickness and the elec-
tronic current causes the oxygen evolution.

3.3 Porous anodic alumina embryos obtained under the
preformed dense cover layer

Interestingly, porous anodic alumina embryos are also found in
the anodization of Al. Similar to the anodization of Ti, the
anodization of Al is also conducted twice. The dense cover layer
is formed during the rst anodization, so the dense cover layer
can work as a barrier to the invasion of the electrolyte. Fig. 5a
shows porous anodic alumina embryos and the surface of the
Fig. 5 FESEM images of porous anodic alumina embryos under the arti

4664 | Nanoscale Adv., 2021, 3, 4659–4668
dense cover layer. There is no crack on the surface of the dense
cover layer. According to eld-assisted dissolution theory, the
embryos are the result of the dissolution of the electrolyte.1

However, the porous anodic alumina embryos under the dense
cover layer signicantly deviate from the expectation of eld-
assisted dissolution theory. Also, eld-assisted dissolution
theory cannot explain the protrusion of the surface in Fig. 5b.
The dissolution of the electrolyte can only cause the digging of
the dense cover layer, so the protrusion of the surface cannot be
formed by eld-assisted dissolution.

The warped dense cover layer in Fig. 5c is caused by articial
bending in the process of sample preparation. Similar to the
result of embryos in Fig. 3c, without the dissolution of the
electrolyte, it can be concluded that the formation of the porous
anodic alumina embryos under the articial warped dense
ficial warped dense cover layer.

© 2021 The Author(s). Published by the Royal Society of Chemistry
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cover layer in Fig. 5c is not the result of the eld-assisted
dissolution. According to ionic current and electronic current
theories, the formation of porous anodic alumina is a result of
the oxide ow around the oxygen bubble. Experiencing a short
time of anodization, oxygen bubbles which grow between the
interface of the barrier oxide layer and the anion contaminated
layer have not yet evolved from the surface. Therefore, porous
anodic alumina embryos are formed according to the ‘oxygen
bubble model’. The formation of cavities in Fig. 5d is the result
of the expansion of oxygen bubbles. It indicates that the cavities
are obviously not a result of the “top-down digging mode” of the
eld-assisted dissolution theory. Also, we believe that the
difference between the porous structure (Fig. 5) and the nano-
tube structure (Fig. 1c) results from the electronic current. The
electronic current in the anodization of Al is larger than that of
Ti in the same phosphoric acid electrolyte.64 The expansion of
oxygen bubbles in the porous anodic alumina causes the
disappearance of the gap between nanotubes, thus forming the
porous anodic alumina.

3.4 ZrO2 nanotube embryos obtained during the normal
anodization process

A similar result is obtained during the anodization of Zr. As
a result of the disordered arrangement of anodic ZrO2 nano-
tubes, the anodization of Zr is conducted once. Fig. 6 shows the
FESEM images of disordered ZrO2 nanotube embryos and the
corresponding current–time curve. Fig. 6a shows that the
anodizing current decreases in stage (III), which is completely
different from stage (III) in the current–time curve of the Ti
anodization in Fig. 1d. The decrease of the anodizing current in
Fig. 6a indicates that the dissolution equilibrium does not occur
in the anodization of Zr, and therefore cannot form nanotubes
according to eld-assisted dissolution theory. However, Fig. 6b
shows that both the columnar anodic ZrO2 nanotubes and
nanotube embryos are formed during the Zr anodization. It
indicates that when the current in stage (III) is unstable,
nanotubes can also be formed. This fact put eld-assisted
dissolution theory into question. As a result, the formation of
nanotubes is not associated with the growth of oxide and the
Fig. 6 (a) The current–time curve of the anodization process of Zr; (b)

© 2021 The Author(s). Published by the Royal Society of Chemistry
dissolution equilibrium, but depends on the existence of the
electronic current and the ionic current. There are nanotube
embryos on the le of Fig. 6b. However, long nanotubes can be
seen on the right of Fig. 6b. It indicates that the growth rate of
nanotubes in the same sample is different.

Fig. 7 shows different shapes of more ZrO2 nanotube
embryos in the same sample. There are some ZrO2 nanotube
embryos of different lengths as seen in Fig. 7a. Fig. 7b shows
some sealed spherical ZrO2 nanotube embryos. In Fig. 7c, open
ZrO2 nanotube embryos can be seen. Fig. 7d shows the local
oxide lm at the bottom of the nanotube embryos. By
comparing the current–time curve in Fig. 1d and 6a, it can be
concluded that in stage (III) in Fig. 1d, both the ionic current (6
mA) and electronic current (5 mA) are at a constant value. As
a result, the oxides and oxygen bubbles at the bottom of the
nanotubes grow together. The oxide at the bottom of the
nanotubes can keep growing around the oxygen bubbles at the
bottom of the nanotubes via the viscous ow pattern. Therefore,
continuous vertical ordered nanotube arrays are obtained as
shown in Fig. 1c. That is to say, when nanotubes grow, the ionic
current and the electronic current are indispensable. The
sufficient ionic current ensures tight oxide growth around
oxygen bubbles. The adequate electronic current forms the
sufficient volume of oxygen bubbles to serve as a mold. In this
way, the outer diameter and inner diameter of nanotubes can
remain unchanged. Aer the increase of the electronic current
in stage (II), the oxygen bubbles are formed, thus leading to the
formation of ZrO2 nanotube embryos. However, the anodizing
current aer stage (II) decreases rapidly, which indicates that
the ionic current and the electronic current are unstable.
According to ionic current and electronic current theories, the
anodizing curve rises when the electronic current increases and
drops when the ionic current increases. The lowest point of
turning is the magnitude of the ionic current and the highest
point is the magnitude of electronic current. Whenmore oxygen
bubbles are formed, the number of ZrO2 nanotube embryos will
be larger. However, as a result of the discontinuous formation of
oxygen bubbles, the nanotube embryos are shaped differently
(globular and oval). Both the ionic current and the electronic
FESEM images of ZrO2 nanotube embryos.
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Fig. 7 FESEM images of anodic ZrO2 (a) nanotube embryos and long nanotubes; (b) columnar nanotubes; (c) (d) the disordered arrangement of
nanotube embryos.
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current are in a downward trend, resulting in these ZrO2

nanotube embryos failing to form complete nanotubes with
a certain length.

4. Conclusions

Combinatorial anodization is exploited to monitor the nano-
tube formation process of Ti and Al under a preformed dense
cover layer. With the dense cover layer, it is difficult for the
electrolyte to penetrate. The experimental results show just the
opposite of eld-assisted dissolution theory. In the anodization
of Ti, there are a lot of gourd-shaped TiO2 nanotube embryos
seen under the articial warped dense cover layer. The forma-
tion of these gourd-shaped TiO2 nanotube embryos is the result
of the electronic current, which forms oxygen bubbles between
the interface of the barrier oxide layer and the anion contami-
nated layer. Also, the growth rate of the nanotube embryos in
the same sample is different. In the anodization of Al, some
porous anodic alumina embryos under the articial warped
dense cover layer are seen. It indicates that the formation of
porous anodic alumina embryos is also the result of the elec-
tronic current and oxygen bubbles. Also, we believe that there is
little difference in the essence of the porous structure and the
nanotube structure. Both of them result from the expansion of
oxygen bubbles.

Nanotube embryos are also seen in the one-time anodization
of Zr. According to eld-assisted dissolution theory, the disso-
lution equilibrium in the third stage (III) forms nanotubes.
However, during the process of the anodization of Zr, the
anodizing current decreases in stage (III) and nanotube
embryos of different lengths are formed. According to the
‘oxygen bubble model’, the decrease of the anodizing current in
stage (III) indicates that the ionic current and the electronic
current are unstable. As a result, the nanotube embryos are
4666 | Nanoscale Adv., 2021, 3, 4659–4668
shaped differently. These interesting results presented in this
paper are helpful to understand the growth mechanism of
porous anodic oxides.
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