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Abstract—ZettaRAM is a nascent memory technology with roots
in molecular electronics. ZettaRAM patents and papers are
distilled and consolidated into a unified discussion. Various
embodiments and key novel properties are discussed with a bias
toward computer architecture and system design implications.
Embodiments include transistor-free crossbar arrays and two
hybrid molecule/silicon implementations, a Flash-like cell and a
1T-1C DRAM cell. Key properties of the core technology include
(1) flexibility and precision through molecular engineering, (2)
self-assembly, (3) scalability through charge-voltage decoupling,
(4) speed/energy tradeoff, (5) multiple discrete states, and (6)
mixed molecules. Implications include inexpensive fabrication of
high performance memory (by all metrics), practical mixed
logic/DRAM, 3D memory, exceeding DRAM power scaling limits,
intelligent power management, efficient multi-bit storage,
memory hierarchies cohabiting the same space, and multiple
virtual products in one physical product. Thus, molecular
memory has qualities of a disruptive technology. Computer
architects and system designers should play a central role in
charting its use.

1. INTRODUCTION

Computer architectures are heavily influenced by
parameters imposed by memory technologies. Memory
hierarchies, virtual memory, prefetching, multithreading, and
large-window processors are some well-known examples of
architectural innovations influenced by memory constraints.

This paper surveys ZettaRAM™, a nascent memory
technology based on molecular electronics. From patents and
papers, we distill a number of embodiments and key properties
of the core technology. This consolidation lays the foundation
for researchers to explore how ZettaRAM may influence
computer architectures based on favorable properties and
shifting trade-offs.

II. BRIEF HISTORY

The core technology underlying ZettaRAM had its genesis
in the DARPA molecular electronics program circa 1999. A
2x2 crossbar array was demonstrated by the originating
scientists at the University of California — Riverside
(electrochemistry side) and North Carolina State University
(molecule synthesis side) [7][15][17]. Later, electrical and
computer engineering researchers from North Carolina State
University joined, where the key need was scaling from
manual fabrication in the lab to wafer fabrication [18]. Other
embodiments besides crossbars evolved, to leverage industry’s
investment and know-how in semiconductor fabrication. This
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evolution provided the basis for a startup company,
ZettaCore™, founded by the originating scientists [25].

III. CORE TECHNOLOGY

The core technology consists of a self-assembled
monolayer of charge-storage molecules sandwiched between
two electrodes [16], as shown in Figure 1(a). The class of
molecules is called porphyrins, an example of which is shown
in Figure 1(b). Another class of molecules, called ferrocenes,
is also used. Within these classes, many different molecules
can be synthesized to precisely “engineer” desired values for
molecular attributes.
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Figure 1. (a) ZettaRAM Molecular Capacitor. (b) Individual porphyrin
molecule and linker.

As shown in Figure 1(a), the charge-storage molecules are
attached to one of the electrodes, the working electrode, via
attachment groups called linkers. Notice, in Figure 1(b), the
length of the linker can be selected by choosing the desired
number of CH, groups in series. The length of the linker
provides another dimension for engineering attributes.

The second electrode, the counter electrode, is interfaced
to the molecules via an electrolyte.

Neither the electrolyte nor linkers are electron conductors.
Thus, when the molecules are charged, the charge is isolated
and thereby retained.

The molecules are positively charged via oxidation: one
electron is removed from each molecule when a positive
voltage greater than the oxidation potential, V., is applied to
the working electrode relative to the counter electrode.
Although the linker is non-conductive, the applied voltage
causes an electron to funnel from the molecule to the working
electrode, through the linker layer.

Conversely, molecules are discharged via reduction: one
electron is returned to each molecule if the voltage applied to
the working electrode relative to the counter electrode is less
than V. In this case, electrons tunnel from the working
electrode to the molecules, through the linker layer.
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Charged molecules (+1 state) correspond to a one stored in
the device. Likewise, discharged molecules (0 or neutral state)
correspond to a zero stored in the device. As discussed later,
more complex molecules have been developed that support
more than just two charge states (0, +1, +2, and higher)
[1][2][4][6][10], providing multi-bit storage.

The electrolyte not only interfaces the counter electrode to
the molecules, it also provides charge shielding. The
electrolyte consists of positive and negative ions that form
aligned dipoles when the molecules are positively charged.
Electric field lines emanating from the positively charged
molecules are sinked by both the working electrode on one
side and the electrolyte’s negative ions on the other side.
Without the electrolyte, an unsustainable high electric field
would form across the very short linkers.

Read, write, and storage operations are performed as
follows. For all operations, the counter electrode is gounded.

e Write one: A voltage higher than V, is applied to the
working electrode. This charges the molecules.

e Write zero: A voltage lower than V,, is applied to the
working electrode. This may be ground or the OCP (see read
operation below). This discharges the molecules.

e Read: Reading is functionally equivalent to writing a zero. If
the molecules are already charged (one), then applying a
voltage below V, causes them to discharge. The discharge
current is detected by a current sense amplifier [19], signaling
a one. If the molecules are already discharged, then there is no
discharge current, signaling a zero. Regardless of the state of
the molecules, a separate and unwanted discharge current is
produced by the electrolyte unless the applied voltage is equal
to the open circuit potential (OCP), a known artifact of
electrochemical cells [17]. Thus, reading is performed at the
OCP, which may be different from ground but still less than
Vox Notice that reading is destructive, so the value that is read
must be immediately written back, similar to conventional
DRAM.

¢ Storage mode (no change to the state of the molecules): The
working electrode is electrically isolated via a switch, so that
neither charging nor discharging occurs (no current). While
the core technology is volatile, intrinsic retention times on the
order of tens to hundreds of seconds have been measured in
the lab [15]. However, in the 1T-1C DRAM-like embodiment
introduced later, leakage current in the conventional access
transistor (an imperfect switch) may limit retention times to
only seconds as in conventional DRAM [24].

IV. THREE EMBODIMENTS

A. Crossbar

The first memory architecture to be proposed was a simple
crossbar with no semiconductor components (no transistors,
diodes, etc.) [7][15]. A crossbar consists of two wire planes, as
shown in Figure 2. Parallel wires run east-west in one plane
and north-south in the other plane. Thus, the wires are
equivalent to wordlines and bitlines (respectively) in

conventional memory architectures. A continuous, non-
patterned, self-assembled monolayer (SAM) of molecules
(along with corresponding linkers and electrolyte) is
sandwiched between the two wire planes.

Figure 2. Crossbar embodiment.

The molecule layer does not need to be explicitly patterned
to create a 2D array of memory cells. The key idea is that only
those groups of molecules situated between intersecting east-
west and north-south wires form the memory cells. Thus, the
top wire plane provides counter electrodes and the bottom
wire plane provides working electrodes. Other molecules not
between intersecting wires are inert, as they have mno
electrodes.

A single memory cell may consist of hundreds or
thousands of molecules, depending on molecule concentration
(which can be engineered) and wire pitch. A single memory
cell is selected for reading or writing, by asserting its
corresponding counter electrode wire and working electrode
wire. Read and write operations, as controlled by the two
electrodes, were explained in Section III. Multiple cells in a
whole row can be written with different logic values at the
same time, by grounding their shared counter electrode and
applying desired voltages (greater than or less than V) on
their separate working electrodes.

Because there are no semiconductor components
(transistors, diodes, etc.), the crossbar implementation is
simple to fabricate and dense. No devices need to be patterned.
Moreover, cells do not need to be lithographically patterned
and etched because groups of molecules sandwiched between
two wires implicitly form memory cells. Because there are no
other components, density is only limited by the wire pitch.
While conventional flash and DRAM technologies may also
be able to approach this ideal density, “hiding” extra
components in the third dimension is complicated and
expensive.

B. MoleFET

The second memory architecture is modeled
conventional Flash memory [3][12][13][14].

after

A conventional Flash cell consists of a special field effect
transistor (FET), as shown in Figure 3(a). The special FET
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gets its non-volatile memory capability from the “floating
gate” embedded in the gate oxide. By applying a high drain
voltage, electrons can be tunneled from the floating gate
through the thin oxide barrier to the silicon channel. This
leaves the floating gate positively charged indefinitely or until
explicitly erased by reverse tunneling. The Flash cell is read
by turning the transistor on, i.e., apply a positive gate-to-
source voltage V,s and positive drain-to-source voltage Vs
(Vs 1s lower than the programming voltage described above,
thus the charge state of the floating gate is not disturbed). The
charge state of the floating gate modulates the drain current. A
positively charged floating gate decreases the perceived
threshold voltage (turn-on voltage) of the transistor, inducing a
larger drain current when the transistor is turned on, compared
to a neutral floating gate. Thus, a larger than nominal drain
current signals a one and a nominal drain current signals a
zero. The read operation is non-destructive.

The MoleFET embodiment is similar to a Flash FET,
except that the floating gate is replaced with the linkers,
molecules, and electrolyte, as shown in Figure 3(b). Otherwise
MoleFET operation is essentially the same. Positively charged
vs. neutral molecules correspond to a positively charged vs.
neutral floating gate. The charge state of the molecules
modulates the drain current for distinguishing between a one
and a zero, when reading the MoleFET.

to wordline

,— to wordline metal gate
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source silicon drain
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Figure 3. (a) Conventional Flash cell. (b} MoleFET.

While the linkers alone may provide a sufficient tunneling
barrier (as explained in Section III), the thin barrier oxide is
needed for non-destructive reads. As with the Flash FET, the
MoleFET is read by applying a positive gate voltage to turn
the transistor on. Since the gate is the counter electrode, the
working electrode (silicon channel) is negatively biased with
respect to the counter electrode, thus applying a voltage less
than V, to the molecules. Without the thin barrier oxide, this
bias arrangement reverse tunnels electrons from the silicon
channel through the linkers to the molecules, discharging the
molecules if they are initially positively charged. The issue
here is that the core technology does not provide “hysteresis™:
charging and discharging occurs just above and below a single
voltage, V... The thin barrier oxide provides hysteresis
[31[13]: the working electrode (with respect to counter
electrode) must be some delta lower than V, to discharge the
molecules.

As we will discuss in Section V, the discrete charge of
molecules in the MoleFET provides a level of precision that is
difficult to achieve with non-discrete charge of the floating

gate in conventional Flash. This is especially advantageous for
implementing multiple bits per cell more efficiently than
conventional multi-bit Flash.

C. DRAM Derivative

The third memory architecture is modeled after
conventional DRAM [8][9]. Compared to the crossbar and
MoleFET, this embodiment seems to diverge the least from
conventional memory. Because it is so close to conventional
DRAM, this embodiment seems most promising in the near
term.

A conventional 1T-1C DRAM cell consists of one
transistor (1T) and one capacitor (1C). A 1T-1C DRAM cell is
shown in Figure 4(a). The transistor controls access to the
capacitor, which stores the bit.

ZettaRAM  uses the same 1T-1C cell, except the
conventional capacitor is replaced with a molecular capacitor.
The molecular capacitor is the core device described earlier in
Section III and depicted in Figure 1(a). Instead of attaching the
linkers to a metal working electrode, the linkers can be
attached directly to the drain diffusion of the transistor, as
shown in Figure 4(b). The drain is the working electrode.
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Figure 4. (a) 1T-1C DRAM cell. (b} DRAM with molecular capacitor.

Replacing the conventional capacitor with the molecular
capacitor yields a more scalable form of DRAM, as we discuss
in Section V.

V. KEY PROPERTIES

A. Flexibility and Precision

Hundreds of different porphyrin and ferrocene molecules
have been synthesized and are being characterized by
ZettaCore. Synthetic chemistry offers significant flexibility in
customizing molecular attributes, through the design of
organic molecules and attachment groups.

While semiconductors have also demonstrated significant
flexibility, sophisticated “recipes” and expensive facilities are
needed to carefully control doping levels, bake times, etch
times, etc.

The complexity of semiconductors arises from the fact that
key attributes such as threshold voltage depend on bulk
properties (e.g., dopant concentration). In contrast, intrinsic
chemical properties of molecules, such as oxidation potential,
yield precision with low cost and complexity.
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